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PREFACE. 

The  arrangement  adopted  in  this  volume  is  that  which  I 
have  followed  in  my  lectures  during  the  last  few  years. 
My  endeavour  has  been  to  render  this  work  as  complete 
a  record  as  possible  of  the  present  state  of  organic  che- 
mistry, which,  owing  to  the  rapid  and  brilliant  develop- 
ment of  this  branch  of  science,  is  a  somewhat  difficult 
task. 

Of  the  immense  number  of  organic  compounds  now 
known,  only  those  have  been  described  which  have  either 
a  special  theoretical  interest  or  are  of  importance  in 
medicine  or  the  arts. 

My  best  thanks  are  due  to  my  friend,  R  S.  Dale,  B.A., 
for  the  aid  he  has  rendered  me  in  writing  this  book. 

C.   SCHORLEMMER. 

December  1873. 
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both  how  to  decompose  mineral  compounds  into  their  elements,  and 
also  how  to  build  them  up  again.  With  organic  bodies,  however,  it 
was  not  so ;  whilst  their  composition  could  easily  be  ascertained,  their 
synthesis  was  found  to  be  surrounded  by  diflBculties  so  great  as  to 
appear  insurmountable,  and  hence  it  was  assumed  that  the  elements 
present  in  living  bodies  obeyed  laws  entirely  diflferent  from  those 
which  rule  inanimate  nature.  It  was  said  that  organic  bodies  might 
be  changed  into  other  organic  compounds,  but  that  it  was  impossible 
to  prepare  any  such  body  by  synthesis. 

The  further  development  of  chemistry  has  shown,  however,  that 
such  views  were  erroneous,  and  as  soon  as  a  clearer  insight  into  the 
chemical  constitution  of  organic  compounds  was  gained,  methods  were 
found  by  which  compounds,  which  hitherto  had  only  been  formed  by 
the  process  of  life,  could  be  built  up  from  their  constituent  elements. 

There  exist,  however,  certain  organic  substances  possessing  a 
structure  essentially  different  from  that  of  any  inorganic  body.  This 
organized  structure,  which  is  the  sole  and  direct  product  of  life,  is  seen 
in  the  simple  cell,  the  germ  of  all  living  organisms.  This  cannot  be 
artificially  prepared,  whereas  liquid  and  crystalline  organic  compounds 
have  been  produced  by  synthetical  methods  in  such  numbers  that 
there  can  hardly  be  any  doubt  that  all  of  them  can  be  built  up  from 
their  elements. 

We  have  now  come  to  the  conviction  that  the  same  chemical  laws 
rule  animate  and  inanimate  nature,  and  that  the  distinctive  behaviour 
which  the  compounds  formed  by  the  vital  process  exhibit,  depends 
only  on  the  fact  that  they  are  carbon  compounds.  The  cause  of  their 
peculiar  properties  is  consequently  to  be  looked  for  in  the  chemical 
nature  of  carbon  itself,  and  we  must  therefore  first  enter  upon  the 
study  of  the  chemical  properties  of  this  element,  and  compare  them 
with  those  of  the  other  elements. 


THE  CARBON  COMPOUNDS. 


QUANTIVALENCE  OF  THE  ELEMENTS. 

Chemical  Nature  of  Caebon. 

Elements  combine  either  in  the  proportion  of  their  combining 
weights  or  in  simple  multiples  of  them.  To  explain  this  fact,  we 
assume  with  Dalton  that  matter  is  made  up  of  small  particles,  which 
are  ehemiccUly  indivisible  and  are  therefore  called  chemical  atoms.  Of 
these  atoms  there  exist  as  many  kinds  as  there  are  elements.  Simple 
bodies  consist  of  the  same  kind  of  atoms,  all  of  which  have  the  same 
weight,  whilst  the  atoms  of  different  elements  possess  different  weights. 
The  ratio  existing  between  these  different  weights  is  expressed  by  the 
combining  weights  of  the  elements,  which  are  hence  also  called  atomic 
weights.  By  two  or  more  heterogeneous  atoms  being  joined  together, 
a  chemical  compound  is  formed.  The  smallest  particle  of  such  a 
compound  consists  of  a  coalition  of  atoms,  only  capable  of  destniction 
by  chemical,  not  by  mechanical  means,  and  tiiis  is  called  a  molecule. 
The  smallest  portion  of  a  simple  body  also  consists  of  a  group  of 
atoms  or  a  molecule,  not  mechanically  divisible.^ 

As  our  imit  for  the  atomic  weights,  we  «se,that  of  hydrogen; 
its  molecule  consisting  of  two  atoms.  The  same  element  also  serves 
as  the  imit  for  the  density  of  gases  and  vapours.  It  has  now  been 
found  that  the  densities  of  all  gases  and  vapours  are  equal  to  half 
their  molecular  weights,  and  that,  consequently,  equal  volumes  of 
different  gases  always  contain  the  same  number  of  molecules,  or  that 
any  molecule  in  the  gaseous  state  occupies  the  same  space  as  two 
parts  by  weight  of  hydrogen. 

When  a  chemical  change  occurs,  certain  atoms  contained  in  different 
molecules  replace  each  otiber.  Formerly  it  was  believed  that  one  atom 
always  changed  place  with  another,  but  we  now  know  that  this  is 
not  the  case,  but  that  one  atom  of  a  certain  element  often  replaces 
two,  three,  or  four  atoms  of  other  elements.  Hence  the  atoms  of 
different  elements  differ  in  their  qvuntivalence. 

Hydrogen  is  distinguished  amongst  aU  the  elements  by  its  forming, 
the  most  simple  compoimds,  and  for  this  recison  this  element  is  best 
adapted  for  ascertaining  the  quantivalence  of  other  elements,  of  which 
those  forming  volatile  hydrides  can  be  divided  into  tour  groups  : — 

Hy^~«e».    \^i     ttr     ^&"     ttr 

H)  hV  h\  h)  hi 

h|  CIJ  Br|  Ij  FJ 

-ur.i...  Hydrogen  Hydrogen  Hydrogen 

W»*«'-  Sulphide.  Sclenide.  TeUunde. 


g}0  i}s  i}se  i} 
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Ammonia. 


Hydrogen 
Phosphide. 

H 

'  P 


Hydrogen 
Arsenide. 

^) 

HVAs 

Silicon  Hydride. 

H 


Hydrogen 
Antimonide. 

HS-Sb 


Each  molecule  of  the  compounds  of  the  first  group  contains  one 
atom  of  hydrogen  combined  with  one  atom  of  another  element ;  the 
elements  of  the  second  group  unite  with  two  atoms  of  hydrogen ;  in 
the  third  group,  each  element  requires  three,  in  the  fourth  group  four, 
atoms  of  hydrogen  to  form  a  molecule. 

The  same  relations  hold  good  when  these  different  elements 
combine  with  chlorine,  or  another  member  of  the  first  group,  instead, 
of  with  hydrogen. 

Iljrpobromoos  Acid. 

l'}o 

Antimony 
Trichloride. 

en 

ClWSb 
CI) 

Silicon 
Tetrachloride. 

ci 

Cl 
CI 
Cl 


Chlorine  Monoxide. 

HypochlorouB  Acid. 

ci;" 

g}o 

Phosphorus 
Trichloride. 

Arsenic 

Tribromide. 

Cl) 

ci|.p 

Clj 

Br) 

Br  VAs 

Brj 

Carbon 

Methyl 

Tetrachloride. 

Iodide. 

CK 

H^i 

Cl(^ 

So 

Ql) 

l) 

Si 


Those  elements  which  do  not  combine  with  hydrogen  may  also  be 
divided  into  such  groups  by  comparing  the  compounds  which  they  form 
with  chlorine  or  other  elements  of  the  first  group. 


Potassium 

Sodium 

Silver 

Chloride. 

Iodide. 

Bromide. 

^} 

I 

Ag) 
Brj 

Calcium 

Zinc 

Magnosiiiin 
Iodide. 

Chloride. 

Bromide. 

§}o. 

ij}^» 

JJMg 

Boron 

Bismuth 

Gold 

Chloride. 

Chloride. 

Chloride. 

CM 

CI) 

Cl) 

ClVBo 

ClVBi 

ClVAu 

Clj 

ClT 

cif 
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Thus  all  the  elements  may  be  divided  into  different  groups,  according 
to  their  power  of  combining  with  or  replacing  hydrogen.  Those 
which  combine  with  this  element  atom  for  atom  are  termed  univcUent 
elements  or  monads.  Those  of  the  second  group  are  bivalent  or  Dyads, 
each  atom  of  them  requiring  two  monad  elements  to  form  a  molecule. 
The  elements  of  the  nitrogen  group,  as  well  as  boron  and  gold,  are 
trivdleni  or  Triads ;  and  carbon,  silicon,  titanium,  tin,  and  platinum,  are 
quadrivalent  elements  or  Tetrads. 

Monad  elements  form  with  one  another  only  few  and  simple  com- 
pounds, wlulst  the  compounds  of  the  other  groups  are  much  more 
numerous  and  complicated.  Thus  chlorine  and  hydrogen  combine 
only  in  one  proportion,  whilst  oxygen  and  hydrogen  form  two  com- 
pounds ;  of  oxygen  and  chlorine  we  know  three  compounds ;  and  of 
oxygen,  chlorine,  and  hydrogen,  as  many  as  five  compounds. 

In  hydrochloric  acid  the  combining  capacity  of  hydrogen  is  satu- 
rated by  chlorine,  but  if  one  atom  of  hydrogen  enters  into  combination 
with  one  atom  of  oxygen,  only  half  the  combining  capacity  of  the 
latter  element  is  saturated,  and  the  other  half  can  not  only  be  saturated 
by  hydrogen  or  by  chlorine,  but  also  again  by  another  atom  of  oxygen ; 
but  in  the  latter  case  again  one  of  the  combining  imits  of  oxygen  is 
left  free,  and  in  order  to  form  a  closed  molecule  must  be  combined 
with  a  monad  element.  The  constitution  of  the  oxides  of  hydrogen 
and  the  oxides  and  acids  of  chlorine  is  illustrated  by  the  following 
graphical  formulae : — 


H-^O-H 
H-O-O-H 

CI  -  0  -  CI 

CI -0-0-0- CI 

CI  -  O  -  O  -  O  -  0  -  CI 

Cl-H 

CI  -  O  -  H 

CI  -  0  -  O  -  H 

Cl-O-O-O-H 

Cl-0-O-O-O-H 

In  a  similar  manner  we  can  explain  the  existence  of  the  different 
sulphides  of  potassium  and  the  acids  of  phosphorus : — 

K-S-K 

K-S-S-K 

K-S-S-S-K 

K-S-S-S-S-K 

K-S  -S-S-S-S-K 


Water 

Hydrogen  Dioxide 

Chlorine  Monoxide 
Chlorine  Trioxide  . 
Chlorine  Tetroxide 

Hydrochloric  Acid 
Hypochlorous  Acid 
Chlorous  Acid  .  . 
Chloric  Acid  .  . 
Perchloric  Acid 
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/H 

Hypophosphorous AcidH  —  0  —  0-  ^\u; 

Phospliorous  Acid      .  H  -  0  —  0  —  P  v  jj"" 

Phosphoric  Acid    .    .  H  —  0  —  0  —  P  ^q  "2  g 

It  is  thus  seen  that  the  atoms  of  a  polyvalent  element  have  the 
property  of  combining  with  each  other  in  different  proportions.  This 
property  is  also  possessed  by  carbon,  but  in  a  much  greater  extent ;  for 
whilst  in  the  case  of  other  elements  the  number  of  atoms  uniting  in 
this  way  is  very  limited,  we  find  it  most  characteristic  of  tetrad  carbon, 
that  a  very  large  number  of  aioms  can  combine  with  each  other 
to  form  groups  a/iting  in  a  great  number  of  reactions  like  a  single 
atom* 

But  carbon  possesses  another  peculiarity  in  common  with  no  other 
element ;  all  the  units  of  combining  capacity  in  such  a  group,  which  are 
not  saturated  by  carbon  itself,  can  be  saturated  with  hydrogen. 

Thus,  whilst  most  of  the  metcds  do  not  combine  with  hydrogen 
at  all,  and  the  non-metallic  elements  only  form  one,  two,  or  at 
the  most  three  compounds  with  hydrogen,  we  find  that  there  exists 
a  great  number  of  hydrocarbons,  which  is  daily  increased  by  new 
discoveries. 

The  hydrocarbons  are  not  only  the  most  simple  of  the  carbon 
compounds,  but  from  a  theoretical  point  of  view  are  also  the  most 
important,  because  all  the  other  carbon  compounds  can  be  regarded  as 
derivatives  of  them,  and  as  being  formed,  by  hydrogen  being  replaced 
by  other  elements.  Thus  a  considerable  number  of  compounds  found 
in  nature  can  be  prepared  artificially  from  hydrocarbons,  and  on  the 
other  hand,  as  soon  as  the  constitution  of  a  certain  compoimdis  under- 
stood, we  are  in  a  position  to  convert  it  into  the  hydrocarbon  from 
which  it  has  been  theoretically  derived.  In  most  of  these  compounds 
a  part  of  the  hydrogen  is  replaced  by  oxygen  or  by  the  monad  group 
Hydroxyl  HO,  and  in  others  by  nitrogen,  or  the  monad  gi-oup  NH2. 

However,  all  the  other  elements  can  be  artificially  introduced  into 
carbon  compounds,  but  there  are  only  a  few  cases  in  which  all  the 
hydrogen  can  be  substituted.  Thus,  the  number  of  carbon  chlorides 
is  very  much  smaller  than  that  of  the  hydrocarbons ;  with  oxygen, 
carbon  forms  only  two  compounds,  the  monoxide  GO  and  the  dioxide 
CO2 ;  and  with  nitrogen  it  only  combines  in  one  proportion  to  form 
cyanogen,  C^^^  From  this  it  follows  that  the  great  majority  of  carbon 
compounds  always  contains  hydrogen ;  that  there  is  present  in  them  a 
residue  of  the  original  hydrocarbon. 

We  may  therefore  define  that  part  of  our  science  which  is  generally 
known  as  Organic  Chemistry  as  :  The  Chemistry  of  the  Hydrocarbons 
and  their  Derivatives. 
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CONSTITUTION  OF  THE  CARBON  COMPOUNDS. 

Carbon  is  a  tetrad  element :  its  most  simple  compound  is  marsh  gas^ 
or  methane,  CH4.  Of  the  four  hydrogen  atoms  of  this  compound,  one 
after  the  other  can  be  replaced  by  other  elements.  For  instance,  if  they 
are  substituted  by  chlorine,  the  following  bodies  are  formed : — 

Metbane.  chJon^e.  CWoiide.  Chloroform.      TetS^^ride. 

CH^  CH3CI  CHjOIg  CHCI3  CCl^ 

By  replacing  the  hydrogen  by  dyad  or  triad  elements,  we  obtain 
compounds  such  as — 

Carbon  Dioxide.  Carbon  Disnipbide.  Hydrocyanic  Acid. 

CO,  CSjj  CNH 

When  two  atoms  of  carbon  unite  with  each  other,  we  have  as  the 
most  simple  case  two  of  the  eight  imits  of  combining  capacity  saturat- 
ing each  other,  six  being  left  free,  and  thus  a  hexad  group  is  formed, 
from  which  the  hydrocarbon  C2H0  is  derived ;  by  linking  in  the  same 
manner  another  atom  of  carbon  to  the  hexad  group,  we  obtain  an  octad 
group,  &0.  The  constitution  of  such  groups  is  illustrated  by  the  fol- 
lowing formulse  of  the  corresponding  hydrocarbons : — 

CH^  CjHg  CgHg  C^Hjo 

H  H  H  H 

H-C-H        H-C~H        H-C-H        H^C-H 

I 


i 


H-C-H        H-C-H        Ht-C-H 

I  I  I 

H  H-C-H        H-C-H 


.1  H-i- 


H 

H 

We  are  acquainted  with  a  very  large  number  of  hydrocarbons  con- 
stituted in  this  manner,  forming  a  series  in  which  each  higher 
member  contains  one  atom  of  carbon  and  two  atoms  of  hydrogen 
more  than  the  preceding  one,  and  having  the  general  formulae  0^112+ 2* 

CH.  ....    Methane.  C^Hj^    .    .    Butane. 

CjH^      .    .    .    Ethane.  CgH^    .    .    Pentane. 

CjHg      ,    .    .    Propane.  ^e^u    •    •    Hexane. 

Parallel  with  this  series  there  run  other  series  containing  less 
hydrogen. 
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CsHg 

aHg 


Series  Cu  Hsn. 

.  Ethene. 

.  Propena 

.  Butene. 

.  Pentene. 

.  Hexene. 


C2H2 
O^Hg 


Series  Cn  Hsn  -i. 

.  Ethine. 

.  Propine. 

.  Butine. 

.  Pentine. 

.  Hexine, 


To  explain  the  constitution  of  these  series  we  must  assume  that 
two  or  more  carbon  atoms  are  linked  together  with  more  than  one  unit 
of  combining  capacity. 


Ethene. 

CH3 


Propene. 


Ethine. 

CH 


ca 


CH 


CH 


CH 
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In  each  of  these  hydrocarbons  we  can  replace  one  or  more  atoms  01 
hydrogen  by  other  elements  or  radicals,  and  therefore  each  forms  the 
starting-point  for  a  number  of  compounds  containing  the  same 
number  of  atoms  of  carbon  in  the  molecule.  If  we  replace  one  atom 
of  hydrogen,  the  compounds  thus  formed  contain  in  common  a  group 
of  atoms,  having  one  atom  of  hydrogen  less  than  the  original  hydro- 
carbon,  and  acting  therefore  as  a  monad  radical,  as  the  hydride  of 
which  the  hydrocarbon  itself  may  be  regarded. 

By  acting  with  chlorine  on  the  hydrocarbons  of  the  first  series, 
hydrochloric  acid  is  formed,  and  the  hydrogen  thus  removed  is  replaced 
by  chlorine.  By  the  replacement  of  one  atom  of  hydrogen,  the  fol- 
lowing series  of  chlorides  of  monad  radicals  is  obtained : — 


CH3CI 
CoH.Cl 


2-_6 


C,H,C1 


Methyl  Chloride. 
Ethyl  Chloride. 
Propyl  Chloride. 


C.H^Cl 
C,H,,C1 


Butyl  Chloride. 
Pentyl  Chloride. 
Hexyl  Chloride. 


In  the  same  way,  by  substituting  bromine  or  iodine  for  hydrogen, 
we  obtain  series  of  bromides  and  iodides. 

Dyad  oxygen  or  triad  nitrogen  cannot  replace  one  atom  of  hydrogen, 
but  the  monad  groups  OH  and  NH^  can  do  this.  In  the  former  case 
we  obtain  a  series  of  important  compounds  which  are  the  hydroxides 
of  monad  radicals  and  are  called  alcohols,  and  in  the  latter  case 
compound  ammonias  or  amines  are  formed.  like  the  hydrocarbons, 
tlie  chlorides,  &c.,  these  new  series  consist  of  a  number  of  compounds, 
each  differing  from  the  preceding  by  the  addition  of  CHj.  Such 
series  are  called  homologous.  Compounds  are  called  homologous  when 
they  have  an  analogous  constitution  and  differ  in  their  composition  by 
CHg  or  a  multiple  thereof. 


Homologous  Series  of  Alcohols. 

CH3   .OH       Methyl  Alcohol 
CjHg  .  OH       Ethyl  Alcohol. 
C3H7  .  OH       Propyl  Alcohol. 


Homologous  Series  of  Amines. 

CHo .  NH-        Methylamine. 
C2H5 .  NHj      Ethylamine. 
CjHy .  NHj       Propylamine. 
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Homologous  Series  of  Alcohols.  Homologous  Series  of  Amines. 

C^H^  .  OH       Butyl  Alcohol  C^H^^ .  NHjj      Butylamine. 

C5H11 .  OH       Pentyl  Alcohol  C^E^^ .  NH,     Pentylamine. 

CgHu .  OH       Hexyl  Alcohol.  CgHig .  NH^     Hexylamine. 

The  oxygen  of  the  alcohols  may  be  replaced  by  sulphur  or  other 
dyad  elements,  and  the  nitrogen  of  the  amines  by  other  triads,  as 
phosphorus,  arsenic,  &c. 

In  the  alcohols,  two  atoms  of  hydrogen  are  easily  replaced  by  one 
atom  of  oxygen,  and  thus  the  following  homologous  series  of  mono- 
basic acids  is  formed : — 

COH .  OH     .  Formic  Acid.  C^OHy .  OH  .  Butyric  Acid. 

CjOHg .  OH  .  Acetic  Acid.  C^OH^ .  OH   .  Valerianic  Acid. 

C3OH5 .  OH  .  Propionic  Acid.      CgOHu .  OH  .  Caproic  Acid. 

These  acids  contain  the  group  hydroxyl  OH  combined  with  an 
oxygenated  radical,  which,  like  the  alcohol  radicals,  form  a  large 
number  of  compounds  such  as — 

Acetaldehyde.  Acetyl  Chloride. 

CjOHj .  H  CjOHg .  CI 

Acetamide.  Thiacetic  Acid. 

CgOHg .  NHj^  C2OH3 .  SH 

From  the  hydrocarbons  which  contain  less  hydrogen  than  those  of 
the  first  group,  similar  compounds  are  derived : — 

Propeue.  Allyl  AlcohoL  Allyl  Chloride.  Allylamine. 

CjHe  C,H,.OH  CjH,Cl  C^j-NH, 

Acrylaldehyde.  Acrylic  Acid. 

C3OH3 .  H  C3OH3  .OH 

Those  compounds,  in  which  two  atoms  of  carbon  are  linked 
together  by  more  than  one  of  their  combining  units,  possess  the 
characteristic  property  of  being  easily  transformed  into  compounds 
in  which  the  carbon  atoms  are  joined  together  in  as  simple  a  manner 
as  in  the  methane  series.  Thus  ethine  combines  with  hydrogen  to 
fonn  first  ethene,  which  hydrocarbon,  by  taking  up  another  molecule 
of  hydrogen,  is  converted  into  ethane : — 

C2H2  +  Hg  =  CjH^ 
CgH^  +  Hg  =  CgHg 

By  the  same  reaction,  allyl  compounds  yield  compoimds  of  the 
propyl  series : — 

C3H5.OH     +H2  =  C3H7.0H 
C30H3.0H  +  H2  =  C30H5.0H  ^ 

Such  compounds  combine  more  easily  still  with  the  elements  of 
the  chlorine  group  :— 

-      Athene.  ^^^^^  Propene.  3^^ 

CjH^  +  Clj  =  CgH^Clj  C3Hg  +  Brj  =  C3HgBr2 

The  hydrocarbons  of  the  ethene  series  behave  therefore  like  dyad 
radicals;  their  chlorides,  &c.,  can  also  be  obtained  by  substituting 
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two  atoms  of  chlorine  for  hydrogen  in  the  members  of  the  methane 
series : — 

T>  Propene 

Propane.  Dichfcride. 

CgHg  +  2CI2  =  CgHgClj  +  2Ha 

The  chlorine  or  bromine  in  these  compounds  can,  as  is  the  case 
with  the  chlorides  of  the  monad  radicals,  be  displaced  by  other  ele- 
ments or  radicals,  and  thus  we  obtain  alcohols,  amines,  &G,y  of  dyad 
radicals : — 

Ethene  Alcohol.  Ethene-diamine. 

^2^4  OH  ^2^*{nh; 

If  two  atoms  of  chlorine  are  replaced  by  one  atom  of  oxygen,  the 
oxides  of  these  dyad  radicals  are  obtained,  and  by  the  substitution  of 
oxygen  for  hydrogen  in  the  alcohols,  acids  are  formed  containing 
oxygenated  dyad  radicals : — 

Ethene  Oxide.  Ethene  Alcohol.  Glycollic  Acid.  Oxalic  Acid. 

CgH^O  ^2^4-1  OH  ^2^20-103  ^2^2 1  OH 

The  hydrocarbons  of  the  ethine  series  can  either  combine  with 
two  or  with  four  atoms  of  chlorine,  and  play  the  part  of  dyad  as  well 
as  of  tetrad  radicals. 

In  other  compounds  we  have  to  assume  the  existence  of  triad, 
pentad,  hexad,  &c.,  radicals.  Thus  glycerin  C3H5(OH)8  is  the  alcohol 
of  the  radical  propenyl  CjH^  which  contains  wiree  atoms  of  hydn^gen 
less  than  propane,  and  is  therefore  a  triad  radical  in  which  the  carbon 
atoms  are  linked  together  exactly  as  they  are  in  propane;  whilst  in 
the  monad  radical  aUyl,  which  has  the  same  composition  as  propenyl, 
the  carbon  atoms  are  combined  in  the  same  manner  as  in  propene 
CgHg.  Propenyl  and  allyl  compounds  are  nearly  related  to  the  propyl 
and  propene  compounds,  and  from  a  member  of  one  group,  compounds 
belonging  to  another  group  may  be  easily  obtained.  Thus,  by  the 
action  of  chlorine  upon  propane  the  chlorides  of  propyl,  propene,  and 
propenyl  are  formed : — 

C3H8+    Cl2  =  C8HyCl  +HC1 
CgHg  +  2CI2  =  CjHeClj  +  2HC1 
CjHg  +  3CI2  =  C3H5CI3  +  3HC1 

When  propyl  alcohol  is  heated  with  sulphuric  acid,  propene  and 
water  are  produced : — 

C3H7.0H  =  C3He  +  H80 

By  the  action  of  iodine  and  phosphorus  on  glycerin,  allyl  iodide  is 
formed : — 

OH 
C,H.^  OH  +  P  +  I  -  CjHJ  +  PO3H3 
OH 
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All  compounds  in  which^  the  carbon  atoms  are  linked  together  in 
the  same  manner  as  in  the  hydrocarbons  of  the  methane  series,  form 
one  large  group,  which  has  been  called  the  group  of  the  fatty  sub- 
staru^,  because  most  of  the  monobasic  acids,  belonging  to  it,  occTir  in 
y^table  and  animal  fats ;  and  these  acids  form  a  homologous  series 
which  is  very  complete  and  has  been  long  known.  The  most  cha- 
racteristic property  of  the  members  of  this  group  is  that  they  undergo 
chemical  changes  principally  by  sitbstitiUion,  ia  atoms  or  groups  of 
atoms  are  taken  out  and  displaced  by  others. 

A  second  group  includes  those  compounds  in  which  two  or  more 
atoms  of  carbon  are  linked  together  with  more  than  one  of  their 
combining  imits.  These  bodies  possess  the  characteristic  property  of 
combining  directly  with  hydrogen,  chlorine,  &c.,  and  thus  by  addition 
are  changed  into  compoimds  belonging  to  the  first  group.  This  group 
is  usually  called  the  group  of  the  non-saturated  compounds,  a  term 
which,  however,  woidd  imply  that  these  bodies  contained  carbon 
atoms  with  free  combining  units,  an  assumption  which  for  several 
reasons  appears  improbable. 

Besides  these  two  groups  there  exist  other  groups  of  carbon  com- 
pounds, which  are  richer  in  carbon  than  the  fatty  substances,  but 
these  comport  themselves  in  most  of  their  chemical  metamorphoses 
like  the  latter,  and  only  in  a  few  cases  form  new  compounds  by 
addition,  which,  however,  always  contain  less  hydrogen  than  fatty 
bodies.  This  class  of  compounds  is  again  subdivided  into  different 
groups,  the  best  known  of  which  is  that  of  the  arofnatic  substances^ 
this  name  being  derived  from  the  fact  that  many  of  them  are  found 
in  essential  oils,  balsams,  resins,  &c.  No  compound  belonging  to 
this  gi'oup  contains  less  than  six  atoms  of  carbon,  the  most  simple 
hydrocarbon  of  the  group  being  benzene  C^Hg,  in  which  of  the  twenty- 
four  combining  units  of  carbon,  eighteen  are  taken  up  by  the  union 
of  carbon  with  carbon,  whilst  the  remaining  six  are  combined  with 
hydrogen,  thus : — 

HC— CH 

//      \ 
HC        CH 

\      / 
HC=CH 

This  linking  of  the  carbon  atoms  may  figuratively  be  expressed  by 
saying  that  they  are  joined  together  in  an  annular  or  closed  chain, 
whilst  in  the  fatty  and  the  non-saturated  compounds  they  form  an 
open  chain. 

All  hydrocarbons  contain  an  even  number  of  atoms  of  hydrogen  ;  this 
is,  as  it  will  easily  be  seen,  a  consequence  of  carbon  being  a  tetrad. 
From  this  fact  it  follows  further  thai  the  sum  of  the  atoms  of  monad 
aiid  triad  elements  contained  in  the  molecule  of  a  carbon  compound  must 
also  cUivays  be  an  even  number. 

The  observation  that  by  replacing  in  a  hydrocarbon  one  or  more 
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atoms  of  hydrogen  by  other  elements,  compounds  are  obtained  which 
contain  in  common  the  same  residue  of  the  origined  hydrocarbon,  led 
to  the  theory  of  compound  radicals.  For  a  time  oiganic  chemistry 
was  defined  as  the  chemistry  of  the  compound  radicaU.  This  definition, 
however,  does  not  hold  good,  because  a  great  number  of  inorganic 
compounds  also  contain  such  groups  of  atoms,  which  in  a  great 
number  of  reactions  remain  together,  and  act  as  compound  radicals. 
Thus  the  following  compounds  contain  the  radical  nitroxyl  NOg, 
which  is  a  monad,  nitrogen  and  oxygen  being  combined  in  the  fol- 
lowing manner : — 

Nitrous  Acid NOgH 

Nitric  Acid NO^.OH 

Nitroxyl  Chloride      ....    NOaCl 

The  dyad  radical  Sulphuryl  SO^  forms  the  following  compounds : — 
Sulphuryl  Chloride  . 
Sulphur  Trioxide 
Hydrosulphurous  Acid 


Sulphurous  Acid 
Sulphuric  Acid 


Hyposulphurous  Acid 


CI 
( 

SOo.O 


so.{ci 


'2 


S0.{^ 


so 


so 


fOH 


s 


tOH 


so/ OH 


tSH 


Many  phosphorus    compounds  contain  the  triad   radical  Phos- 
phoryl  PO : — 

Phosphoryl  Chloride     .    .    .    PO 


Hypophosphorous  Acid     .    .    PO 


Phosphorous  Acid    .    .    .    .    PO 


(OH 
Phosphoric  Acid PO  •<  OH 

(OH 
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The  monad  group  llranyl  UO  exists  in  a  number  of  uranium 
compounds : — 

Uranyl  Chloride UO  CI 

Uranyl  Nitrate UO  NO3 

Uranyl  Sulphate UO  "I  ^^* 

Uranyl  Sulphide Uo|^ 

Such  compound  radicals  are  nothing  but  groups  of  atoms  which 
remain  unchanged  in  a  great  number  of  reactions,  and  so  far  act  like 
a  single  atom ;  it  is  therefore  quite  a  matter  of  indifference  whether 
compound  radicals  can  exist  in  the  free  state  or  not.  Thus  the 
monad  and  triad  alcohol  radicals  cannot  be  isolated,  but  dyad  and 
tetrad  radicals  exist  in  the  free  state,  as  for  example  the  hydrocarbons 
of  the  ethene  and  ethine  series. 

Whilst  in  a  great  number  of  metamorphoses  the  compound  radicals 
remain  unaltered,  they  undergo  by  other  reactions  manifold  changes. 
In  some  of  these  the  carbon  group  is  left  intact :  thus  ethyl  alcohol 
yields  by  oxidation  acetic  acid,  the  radical  ethyl  CgH^  being  con- 
verted into  acetyl  CjHjO : — 

CjHk  f  r\    .    r\  CoHft  0 


^|o  +  02  =  ^«^«g|-0  +  H20 


When  we  act  with  chlorine  upon  propyl  chloride,  the  monad  radical 
propyl  is  changed  into  dyad  propene : — 

C3H7CI  +  Clj  =  CgHgCl^  +  HCl 

The  dyad  radical  ethene  combines  with  hydroiodic  acid,  the  iodide 
of  monad  ethyl  being  formed : — 

C,H,  +  HI  =  C,H,I 

But  in  many  other  chemical  changes  the  group  of  carbon  atoms 
is  broken  up  into  two  or  more  fragments:  thus  by  heating  acetic 
acid  with  an  excess  of  caustic  soda,  it  splits  up  into  carbon  dioxide 
and  methane : — 

C,H,0,  =  CO,+  CH, 

By  the  action  of  the  galvanic  current,  succinic  acid  is  decomposed 
into  ethene,  carbon  dioxide,  and  hydrogen : — 

C,HeO,  =  C2H,  +  2C02  +  H2 

Such  a  breaking  up  of  groups  of  carbon  atoms  takes  place  most 
easily  in  those  derivatives  of  hydrocarbons  in  which  hydrogen  has 
been  displaced  by  oxygen. 

On  the  other  hand,  by  joining  two  carbon  atoms  together,  we  are 
able  to  build  up  more  complicatexl  compounds  from  simple  ones. 
By  heating  methyl  iodide  with  zinc,  the  iodine  combines  with  the 
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metal  and  methyl  with  methyl,  and  we  obtain  ethane  or  ethyl 
hydride : — 

2CH3I  +  Zn  =  Znig  +  CgHg 

By  the  same  reaction  ethyl  iodide  jrields  butane  or  butyl  hydride: — 

2C2HJ  +  Zn  -  Znl^  +  C.Hio 

If  we  replace  the  chlorine  in  methyl  chloride  by  cyanogen  we 
obtain  acetonitril  CgHjN,  a  body  which  does  not  behave  like  a  com- 
pound of  cyanogen  and  methyl,  because  it  contains  the  two  carbon 
atoms  linked  together  exactly  in  the  same  manner  as  they  are  in  ethyl 
and  acetyl  compounds,  and  we  can  in  fact  easily  obtain  from  acetonitril 
other  ethyl  and  acetyl  compounds. 

By  these  and  other  similar  reactions  we  are  enabled  to  prepare  from 
compounds  containing  only  one  atom  of  carbon  in  the  molecule,  others 
containing  a  great  number,  and  thus  to  build  up  whole  homologous 
series. 

The  existence  of  such  series  is  particularly  characteristic  of  the 
carbon  compounds.  The  chemical  character  of  the  different  series  of 
hydrocarbons  depends  on  the  manner  in  which  the  carbon  atoms  are  linked 
together,  whilst  the  physical  properties  of  each  member  depend  on  the 
number  of  carbon  atoms  it  contains.  This  number  may  range  from 
one  to  thirty  or  more;  and  in  such  a  case  the  lowest  members  of 
the  series  are  often  gaseous  at  the  ordinary  temperature,  the  highest 
solid,  and  the  intermediate  ones  liquid  (the  boiling  point  rising  with 
the  increase  of  carbon  atoms).  They  nevertheless  all  resemble  each 
other  in  chemical  properties. 

If  we  now,  in  all  the  members  of  such  a  series,  replace  hydrogen  by 
chlorine  or  another  element  or  compound  radical,  we  obtain  other  ho- 
mologous series,  the  members  of  which,  as  might  have  been  expected, 
possess  also  varying  physical  properties,  and  a  very  similar  chemical 
character. 

A  consequence  of  this  is,  that  whilst  the  proportionally  limited 
number  of  compounds  of  other  elements  allows  us  to  elucidate  the 
nature  and  composition  of  a  substance  by  a  few  reactions,  there  exist 
only  a  few  carbon  compounds  which  can  be  recognised  by  quali- 
tative analysis.  In  most  cases  it  is  necessary  to  obtain  the  compound 
to  be  examined,  in  a  perfectly  pure  state,  to  examine  its  physical  pro- 
perties, and  particularly,  when  the  body  is  volatile,  to  determine  its 
vapoTir  density ;  and  beyond  that,  not  only  to  study  its  chemical  pro- 
perties, but  also  to  find  its  exact  composition  by  quantitative  analysis. 

Newly  discovered  compounds  are  not  the  only  ones  which  require 
such  a  complete  investigation ;  in  many  cases  well-known  bodies  can 
only  be  identified  by  determining  their  quantitative  composition  and 
their  vapour  density. 

It  is  therefore  of  the  greatest  importance  to  be  well  acquainted 
with  the  methods  employed  for  the  ultimate  analysis  of  carbon  com- 
pounds and  those  in  use  for  the  determination  of  vapour  density. 
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ULTIMATE  ANALYSIS   OF  CAEBON  COMPOUlfDS. 

Determination  of  Carbon  and  Hydrogen. — To  ascertain  the  pre- 
sence of  carbon  in  a  substance,  it  is  best  to  convert  it  into  carbon 
dioxide ;  most  compounds  of  this  element  are  combustible,  and  when 
a  sufficient  quantity  of  oxygen  is  present  the  whole  of  the  carbon  is 
oxidized  to  carbon  dioxide  and  the  hydrogen  to  water.  This  is  always 
the  case  if  the  substance  is  heated  to  redness  with  an  excess  of  copper 
oxida  On  this  fact  Liebig  has  foimded  a  method  for  determining  carbon 
and  hydrogen  quantitatively.  To  effect  this  analysis  by  combustion,  a 
tube  of  hard  Bohemian  glass  (Fig.  1  a  a)  is  used  which  is  about  50-60 
centimetres  long,  drawn  out  to  a  fine  closed  point  at  one  end  and  open 


Fio.  1. 

at  the  other.  One-fourth  of  the  tube  is  filled  with  freshly  ignited 
copper  oxide  and  well  mixed  with  a  weighed  quantity  (about  0*2  to  0'3 
grams)  of  the  substance  by  means  of  a  brass  wire,  one  end  of  which 
is  twisted  like  a  corkscrew  (b)  ;  more  oxide  is  now  added,  and  the 
brass  wire  is  well  cleaned  from  every  trace  of  adhering  substance  until 
the  tube  is  filled. 

The  tube  (c),  which  is  filled  with  pieces  of  porous  calcium  chloride, 
by  which  all  the  water  formed  in  the  combustion  is  completely 
absorbed,  is  now  attached  to  the  open  end  of  the  tube  by  means  of  a 
tightly  fitting  cork.  The  carbon  dioxide  passes  through  this  tube 
unabsorbed  into  a  concentrated  solution  of  caustic  potash  which  is 
contained  in  the  bulb  apparatus  (d)  and  connected  with  the  drying  tube 
by  a  piece  of  tightly  fitting  india-rubber  tubing  (e).  Both  absorption 
tubes  are  carefully  weighed  before  the  analysis. 

The  combustion  tube  is  now  placed  in  a  long  furnace  heated  either 
by  charcoal  or  gas.  After  the  whole  arrangement  has  been  found  to 
be  perfectly  air-tight,  the  part  of  the  tube  near  the  cork  which 
contains  oiJy  pure  oxide  is  heated,  and  when  red-hot  the  portion  of 
the  tube  containing  the  substance  is  gradually  heated,  the  heat  being 
so  r^ulated  that  a  slow  evolution  of  carbon  dioxide  goes  on  untU 
the  whole  of  the  tube  is  red-hot.  As  soon  as  gas-bubbles  cease  to 
enter  the  potash  apparatus,  and  the  potash  solution  begins  to  pass  back 
into  the  bulb  nearest  to  the  apparatus  (owing  to  the  absorption  of  carbon 
dioxide),  the  source  of  heat  near  to  the  drawn-out  end  is  removed,  the 
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point  of  the  tube  broken  off,  and  air  drawn  through  the  whole  appa- 
ratus by  means  of  an  indiarrubber  tube  fixed  to  the  end  of  the  potash 
bulbs.  This  operation  is  necessary  in  order  to  pass  the  aqueous 
vapour  and  carbonic  dioxide  filling  the  combustion  tube  into  the 
absorption  apparatus.  It  now  only  remains  to  weigh  the  absorption 
tubes  again,  the  increase  of  weight  giving  respectively  the  quantities 
of  water  and  carbon  dioxide  produced. 

If  the  solution  be  a  liquid,  it  is  weighed  in  a  little  sealed  glass  bulb 
drawn  out  to  a  fine  point.  A  little  copper  oxide  is  put  into  the  tube 
first,  then  the  bulb  with  the  point  broken  off,  and  afterwards,  the  tube 
being  filled  with  the  oxide,  the  combustion  is  conducted  as  before. 

Substances  rich  in  carbon  which  are  combustible  only  with  diffi- 
culty, are,  by  using  this  method,  often  incompletely  burnt ;  the  re- 
duced copper  gets  covered  with  carbon,  which,  not  being  in  contact 
with  the  oxide,  is  not  burned.  In  such  a  case  the  combustion  must 
be  finished  by  passing  a  current  of  pure  oxygen  through  the  apparatus^ 
which  is  easily  effected  by  placing  a  little  fused  potassium  chlorate 
at  the  far  end  of  the  combustion  tube. 

Instead  of  the  method  just  described  another  is  now  generally 
employed,  which  is  to  be  recommended  on  account  of  its  greater  sim- 
plicity and  the  more  exact  results  obtained  (Fig.  2).  A  combustion 
tube  is  used  which  is  open  at  both  ends,  one  end  being  connected  with 
the  absorption  tubes  and  the  other  with  a  drying  apparatus  through 
which  either  dry  air  or  oxygen  can  be  passed.  The  part  of  the 
tube  near  the  chloride  of  calcium  tube  is  to  two-thirds  of  its  length 
filled  with  granulated  copper  oxide,  behind  which  the  substance  to  be 
analysed  is  placed  in  a  platinum  boat.  In  front  of  and  in  connection 
with  the  absorption  tubes  is  placed  an  aspirator,  in  order  to  ensure 
the  passage  of  the  products  of  combustion  through  the  absorption 
tubes,  and  to  prevent  them  by  any  chance  from  passing  into  the 
drying  apparatus.  After  the  copper  oxide  has  been  heated  to  redness 
the  substance  is  gradually  heated,  a  slow  current  of  air  being  passed 
at  the  same  time  through  the  apparatus  in  order  to  drive  the  products 
of  the  combustion  into  the  absorption  tubes.  As  soon  as  the  whole 
tube  is  red-hot  the  current  of  air  is  changed  for  one  of  oxygen,  by 
which  all  the  carbon  left  in  the  platinum  boat  is  completely  burned 
and  all  the  reduced  copper  re-oxidized. 

This  method  is  very  convenient,  as  after  each  combustion  the  appa- 
ratus is  exactly  in  the  same  state  as  it  was  before ;  and  as  soon  as  it  is 
cooled  down  a  new  combustion  may  be  commenced. 

If  the  body  to  be  analysed  contains  nitrogen,  a  coil  of  copper  is 
placed  in  the  fore  part  of  the  tube,  and  kept  red-hot  in  order  to 
decompose  any  oxides  of  nitrogen  which  might  be  formed.  Without 
this  precaution  they  would  be  absorbed  by  the  potash,  and  the  weight 
of  the  carbon  be  found  too  high. 

Compounds  containing  chlorine,  bromine,  or  iodine,  yield  on  com- 
bustion these  elements  in  the  free  state.  In  order  to  prevent  these 
getting  into  the  potash  bulb,  a  coil  of  copper  gauze,  or,  better  still,  a 
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Bpiral  of  silver,  is  placed  id  the  part  of  the  tube  next  to  the  absorp- 


tion wparatus.    Instead  of  using  copper  oxide,  such  bodies  may  be 
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burned  with  fused  and  finely-powdered  lead  chromate,  when  lead 
chloride,  &c.,  is  formed.  Lead  chromate  is  also  employed  for  the 
combustion  of  compounds  containing  alkali-metals  or  sulphur,  to 
avoid  the  formation  of  alkaline  carbonates  or  sulphur  dioxide. 

Determination  of  Nitrogen. — Most  carbon  compounds  containing 
nitrogen,  when  heated  with  caustic  soda,  yield  the  whole  of  this  ele- 
ment in  the  form  of  ammonia.  This  formation  of  ammonia  is  easily 
rendered  evident  by  heating  some  cheese  or  the  white  of  egg  with 
caustic  soda.  There  are,  however,  some  nitrogenous  bodies,  such  as 
certain  cyanogen  compounds,  which  are  not  act^  upon  at  all  by  caustic 
alkalies,  whilst  others,  such  as  indigo,  morphine,  quinine,  &c.,  give 
volatile  bases  containing  carbon.  There  exist  further  certain  com- 
pounds, known  as  nitro-compounds,  which  are  artificially  obtained 
by  the  action  of  nitric  acid  on  difTerent  carbon  compounds,  and 
which,  on  heating  with  caustic  alkalis,  give  either  no  ammonia 
or  only  a  part  of  the  nitrogen  in  this  form.  To  detect  nitrogen  in 
such  compounds  it  is  necessary  to  heat  them  with  metallic  sodium. 
A  deflagration  takes  place  with  the  separation  of  carbon,  and  sodium 
cyanide  is  formed,  the  presence  of  which  is  easily  detected  by  treating 
the  residue  with  water,  and  adding  to  the  filtrate  first  a  solution  con- 
taining a  ferric  and  ferrous  salt  (a  solution  of  ferrous  sulphate  which 
has  been  exposed  to  the  air  answers  well  for  this  purpose),  and  then 
an  excess  of  hydrochloric  acid,  to  dissolve  the  oxides  of  iron,  whilst 
Prussian  blue  is  left  behind.  Very  small  quantities  of  nitrogen  can 
be  found  by  means  of  this  method.  In  this  case  the  liquid  appears 
green  after  the  addition  of  the  hydrochloric  acid,  but  after  standing 
for  some  time  blue  flakes  collect  together. 

For  the  quantitative  determination  of  nitrogen  two  methods  are  in 
use.  Compounds  which  give  off  all  their  nitrogen  in  the  form  of 
ammonia  are  heated  in  a  combustion  tube  (Fig.  3)  with  soda-lime, 
which  is  prepared  by  slacking  lime  with  a  solution  of  caustic  soda 
and  heating  the  powder  to  redness.  This  mixture  does  not  fuse  at  a 
red  heat,  and  thus  prevents  the  glass  from  being  destroyed.  The 
ammonia  formed  is  absorbed  by  hydrochloric  acid  contained  in  a  bulb 
apparatus,  and  its  weight  determined  by  adding  platinic  chloride  to 
the  solution  and  weighing  the  ammonium-platinic  chloride  (NH^Cl)j 
+  PtCL  thus  formed.  This  simple  and  exact  method,  which  was 
originally  proposed  by  Varrentrapp  and  Will,  can  also  be  employed 
for  such  substances  as  indigo,  quinine,  &c.,  since  the  volatile  bases 
yielded  by  these  compounds  are  compound  ammonias,  forming  with 
platinic  chlorides  also  double  salts,  which,  like  the  ammonium  salt, 
contain  two  atoms  of  nitrogen  for  each  atom  of  platinum.  But  in 
this  case  the  double  salt  is  not  weighed,  but  is  ignited,  and  tlie  quan- 
tity of  platinum  left  behind  detcnmined.  It  is  safer  also,  when  only 
ammonia  has  been  formed,  to  find  the  weight  of  the  platinum  by 
ignition,  as  the  double  salt  may  have  volatile  carbon  compounds 
adhering  to  it 

If  the  nitrogen  cannot  be  completely  converted  into  ammonia,  it 
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must  be  obtained  in  the  free  state.  To  effect  tbia  the  compound  is 
burned  with  copper  oxide,  or,  better,  a  mixtate  of  copper  oxide  and 
mercuric  oxide,  in  a  tube,  the  fore  part  of  which  is  tilled  with  red- 
hot  metallic  copper.  Previous  to  the  combustion  all  the  air  muet  be 
driven  out  of  the  apparatus,  which  is  easily  done  by  placing  Rome 
magnesite  in  the  closed  end  of  the  tube,  and  heating  it  until  all  the 
gas  given  off  is  completely  absorbed  by  caustic  potash.  The  mixture 
of  nitrogen  and  carbon  dioxide  given  off  daring  tiie  combnstion  is 


collected  over  mercury  in  a  wide  graduated  glass  tube,  and  the  nitrc^en 
which  remains  in  the  combustion  tube  when  the  combustion  is  finished 
also  driven  in  the  graduated  tube  by  beating  the  magneeite  again. 
After  absorbing  the  carbon  dioxide  by  caustic  potash,  the  volume  of 
the  remaining  nitrogen  is  read  off,  and  from  it,  measured  under  given 
circumstances  of  temperature  and  pressure,  its  weight  can  be  easily 
calculated. 

Sttermmation  of  other  JElenients. — Compounds  containing  chloriiu, 
bromine,  or  iodine,  are  heated  in  a  narrow  combustion  tube  with  pure 
caustic  lime.  After  cooling,  the  contents  o£  the  tube  are  dissolved 
in  dilute  nitric  acid,  and  the  quantity  of  chlorine,  &c.,  determined  by 
precipitation  with  silver  nitrate.  Chlorine  may  also  be  converted 
into  silver  chloride  by  beating  the  substance  to  be  analysed  in  a 
sealed  glass  tube  with  nitric  acid  and  silver  nitrate.  To  ensure 
complete  oxidation  it  is  advisable  lo  add  some  potassium  dichromate. 
There  exist  a  few  chlorine  compounds,  which  are  decomposed  by 
water,  with  the  formation  of  hydrochloric  acid ;  others  yield  the 
whole  of  the  chlorine  by  bringing  them  in  contact  with  water  and 
sodium  amalgam.  From  these  solutions  all  the  chlorine  is  pre- 
cipitated by  silver  nitrate. 

Sulphur  and  photphorus  are  determined  by  heating  the  snbstance 
with  pure  nitre  and  sodium  carbonate,  or  by  oxidizing  it  with  nitric 
acid  in  sealed  tubes,  sulphuric  or  phosphoric  acid  being  formed, 
which  are  estimated  by  known  methoi&. 

In  a  similar  way  boron,  silicon,  arsenic,  &c.,  are  determined. 
Compounds  containing  metah  leave  on  ignition  the  metal  either  in  the 
&ee  state  as  silver,  gold,  platinum,  or  as  an  oxide  or  carbonate.  Some- 
times it  is  preferable  to  oxidize  the  compound  with  nitric  acid  oi  mth 
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a  mixture  of  nitre  nnd  sodium  carbonate.  The  metallic  compounds 
thus  formed  are  converted  according  to  well-known  methods  of 
quantitative  analysis  into  compounds  fit  for  weighing. 

Oxygen  cannot  be  determined  directly,  but  its  quantity  is  always 
found  by  difTerence ;  by  subtracting  all  the  constituents  which  have 
been,  directly  estimated  from  the  total  weight  of  the  substance  taken, 
the  difference  gives  the  weight  of  the  oxygen. 

.  Calculation  of  the  Analysis, — In  order  to  compare  the  results  of 
different  analyses  the  percentage  composition  is  first  calculated 
as  follows : — 

(1)  014G0  grams  of  liexane  yielded,  by  combustion  witli  copper 
oxide,  0*4j490  of  carbon  dioxide  and  0*2135  water. 

Now,  as  44  parts  by  weight  of  carbon  dioxide  contain  1 2  parts  of 
carbon,  we  find  the  weight  of  carbon  by  multiplying  by  J4  ^^  tt»  ^^^ 
the  weiglit  of  the  hydrogen  is  obtained  by  dividing  the  weight  of  the 
water  by  9.  The  following  equations  therefore  give  the  percentage  of 
carbon  and  hydrogen  in  hexane : — 

0-449  X  3  X  100  __  Qo  Q 
"0146"Vll       "  ^•^'"• 
0-2135  X  100 
014G  X  9 

100  parts  of  hexane  consist  therefore  of — 

Carbon 83*8 

Hydrogen IG'3 

100-1 

.  (2)  0*395  grams  of  acetic  acid  gave  0*580  of  carbon  dioxide  and 
0*235  of  water.     100  parts  contain  therefore— 

Carbon 400 

Hydrogen C*o 

As  these  numbers  do  not  add  up  to  100,  the  difference  must  be 
caused  by  the  presence  of  oxygen,  for  qualitative  analysis  has  shown 
that  acetic  acid  does  not  contain  any  other  elements  but  these  three. 
Its  percentage  composition  is  therefore — 

Carbon 400 

Hydrogen 6*6 

Oxygen  ...         ....     53*4 

100*0 

(3)  The  analysis  of  caflFeine,  an  organic  base  contained  in  coffee 
and  tea,  gave  the  following  results : — 

0*3827  of  substance  gave  on  combustion  with  copper  oxide  in  pre- 
sence of  metallic  copper  0*6948  of  carbon  dioxide  and  0*1800  of  water. 

0*1350  of  substance  was  heated  with  soda  lime,  and  the  ammonia 
(or  compound  ammonia)  evolved  was  absorbed  by  hydrochloric  acid. 
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To  this  solution  platinic  chloride  was  added,  and,  alter  evapoiatioo  on 
a  water-bath,  the  excess  of  platinic  chloride  was  washed  out  with 
alcohoL    On  iguitinfr  the  remaining  double  salt,  0-2750  of  platinnm 
was  left  behind.    Now  as  the  salt  (NH^  C'l)^  +  Pt  CI,  contains  2  atoms 
or  28  parts  by  weight  of   nitrogen  for  each  atom  of  platinum,  or 
1975  parts  by  weighty  100  parts  of  caffeine  contain : — 
0-2750  X  28  X  100      „„  „       .     ,    .. 
0 1350  "x  197-5     =  2^^  P*^  "f  "'^'^S'^"- 
If  we  calculate  the  percentage  of  carbon  and  hydrogen  as  above, 
we  find  the  following  percentage  composition  of  caffeine : — 

Carbon 49-5 

Hydrogen 5-2 

Nitn^ 28-9 

Oxygen 16-4  by  difference. 

100-0 
The  methods  employed  for  determining  the  molecular  formula  from 
the  analytical  data  will  be  hereafter  explained,  If  the  substance  be  vola- 
tile, this  can  be  easily  done  by  the  determination  of  its  vapour  density. 


DETERMINATION  OF  THE  VAl'OUE  DENSITY. 

Two  methods  are  employed  for  determining  the  vapour  density : 
we  ascertain  either  the  weight  of  a  given  volume  of  vapour,  or  wo 
find  the  voluToe  of  a  given  weight  of  vapour. 

(1)  Diimai  method. — In  the  firat  pro- 
cess a  thin  glass  globe  is  employed  of 
150 — 300  cubic  centimetres  in  capacity, 
provided  with  a  neck  fiuely  drawn  out. 
The  exact  weight  of  this  globe  filled  with 
dry  air  having  been  found,  and  the  tem- 
perature during  the  weighing  noted,  5 — 10 
grams  of  the  substance  are  introduced,  and 
the  globe  then  heated  in  an  oil  or  paraffin 
bath  (Fig  4)  to  a  temperature  at  least  30° 
above  the  boiling  point  of  the  substance. 
The  reason  for  this  is  that  vapours  obey 
the  laws  of  expansion  by  heat  and  by  pres-  _ 
sure  only  at  a  temperature  considerably  ¥•».*.  , 

above  the  bDiling-point.     The  air  in  the  * 

globe  is  expelled  by  the  vapour  of  the  boiling  substance,  and  as  soon' 
as  vapour  ceases  to  issue  from  the  neck,  the  orifice  is  sealed  before 
the  blowpipe,  the  temperature  of  the  oil  bath  being  read  off  at'tha 
same  time.  After  cooling,  the  previously  well-cleaned  globe  w 
weighed  again  and  the  sealed  point  broken  off  under  mercury,  which' 
rushes  into  the  globe,  owing  to  the  .condensation  of  the  v^murvand 
completely  fills  it,  if  the  experiment  has  been  properly,  conduo,t«dJ 
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To  find  the  volume  of  the  mercury  which  now  fills  the  globe,  it  is 
poured  into  a  graduated  cylinder,  and  thus  the  capacity  of  the  globe 
ascertained.  From  the  numbers  thus  found  the  density  is  calculated 
as  follows ;  as  an  example  we  again  take  hexane : — 

Weight  of  globe  with  air  at  IS'S"*  =  23*449  grams 

Ditto        ditto    vapour  at  110*  =  23-720      „ 
Capacity  of  globe =  178  cb.  cm. 

1  cb.  cm.  of  air  at  0**  weighs  0001293  grams ;  178  cb.  cm.  at  15-5* 

weigh  therefore— 

0-001293  X  178  x  273      ^^.^ 
288^5 =0-218. 

The  weight  of  the  vacuous  globe  is  therefore  23449  -  021 8  =  23*231 
and  that  of  the  vapour  23720  -  23*231  =  0*489. 

1  cb.  cm.  of  hydrogen  at  0°  weighs  000008936  grams,  and  178 cb.  cm. 

at  110°  weigh— 

0*00008936  X  273  x  178      ^^,,o. 

383 "'^^^2*- 

By  dividing  the  weight  of  the  vapour  by  this  number,  we  obtain  the 

vapour  density  of  hexane — 

J189^  -  431 
001134  " 

As  during  the  experiment  the  height  of  the  barometer  and  the 
temperature  of  the  air  do  not  change  at  all,  or  only  very  inconsiderably, 
corrections  for  pressure  and  temperature  are  only  necessary  when  a 
very  exact  determination  is  required,  which  is  however  never  the 
case  when  the  vapour  density  is  only  used  as  a  means  for  finding  the 
molecular  formula. 

Oay-Lussac's  method. — A  high  narrow  bell-jar  (Fig.  5,  C)  divided 
into  cb.  cm.  is  filled  with  dry  mercury  and  inverted  into  an  iron  vessel 
(V)  containing  mercury.  The  substance,  of  which  only  about  a 
decigram  is  required,  is  weighed  in  a  very  small  and  thin  glass  bulb, 
or,  better,  in  a  little  tube  provided  with  a  well-ground  stopper,  and 
this  is  allowed  to  ascend  in  the  jar,  the  latter  being  surrounded 
by  a  wide  glass  cylinder,  which  is  open  at  both  ends  and  filled  with 
water.  The  iron  vessel  is  now  heated  by  gas  or  charcoal.  By  the 
expansion  caused  by  the  heat  the  bulb  either  bursts  or  the  stopper  is 
driven  out  of  the  tube,  and  the  liquid  is  soon  converted  into  vapour. 
To  effect  an  equal  distribution  of  heat,  the  water  is  continually 
moved  by  means  of  a  stirrer  (p,  m,  ti).  As  soon  as  the  temperature  has 
reached  the  point  at  which  the  determination  is  to  be  made,  the 
volume  of  the  vapour,  the  temperature  of  the  water,  and  the  height  of  the 
barometer  are  noted,  and  at  the  same  time  the  temperature  of  the  air  and 
the  difTerence  between  the  height  of  the  mercury  inside  and  outside 
the  globe  ascertained. 
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A  determination  of  the  Tapoar  density  of  pentane  made  by  tbis 
method  gave  the  following  results : — 


Weight  of  pentane  .    . 

.     0-101 

Temperature  of  air 

.  16° 

Temperature  of  vapour 

.  91° 

Volume  of  vapour  .    . 

.  59  5  cb.  cm 

Height  of  barometer 
DilSrence  of  level  .     . 

.  752  mm. 

.  220  mm. 

The  pressure  inside  the  bell-jar  was  conse- 
quently equal  to  that  of  a  column  of  mercury 
of  752  mm.  at  16°  minus  that  of  a  column  of 
220  mm,  at  91°.  In  order  to  be  able  to  sub- 
tract one  from  the  other  we  must  first  reduce 
them  to  the  same  temperature.  The  coefficient 
of  expansion  of  mercury  is  Ot)0018;  the  heights 
at  0°  would  therefore  be — 


752 
1  +  (0  00018  > 
220 


,  -  749-9. 


1  +  (000018  X  91) 
The  pressure  inside  the  bell-jar  was  therefore — 

749-9  -  216-4  =  533-5.  f,o.». 

59-5  cb.  cm,  of  pentane  weigh  at  91°,  and  under  a  pressure  of 
533-5  mm.  of  mercury,  0101  grams.  An  equal  volume  of  hydrogen 
weighs  under  the  same  conditions — 

000008936  X  595  x  533-5  x  273      „ nno^ono 
_ yeo  ^  3g^ —  =  00027992 grams. 

and  the  vapour  of  density  of  pentane  is — 

0-101 


0-0027992 " 


3fi. 


This  method  can  only  be  employed  conveniently  when  the  substance 
boils  below  100°.  If  such  determinations  have  to  be  made  above 
this  temperature,  oil  must  be  used  in  the  place  of  water;  but  the 
higher  the  temperature  rises,  the  more  difficult  it  is  to  cause  the 
whole  of  the  liquid  to  be  uniformly  heated,  and  besides  there  is  great 
danger  of  poisonous  mercury  vapour  being  given  off.  But  as  this 
method  possesses  the  great  advantage  of  requiring'  very  little  sub- 
stance, whilst  by  Dumas'  method  several  grams  are  lost  in  driving 
the  air  out,  several  endeavours  have  been  made  to  modify  Gay-Lussac'a 
method,  so  that  it  might  also  be  employed  for  high  boiling  bodies. 
Of  the  different  modifications,  that  described  by  Ho&nann  has  begun 
to  come  into  general  use,  as  the  proceaa  is  simple  and  easily  effectco. 
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The  apparatus  (Fig.  6)  con- 
sists of  a  glass  tube  one 
metre  in  leugth,  and  about 
20  mm.  wide,  closed  at  one 
end  and  calibrated.  This 
tube  is  filled  with  mercuiy 
and  stands  in  the  little  cup 
(A),  also  containing  mercury. 
A  vacuum  is  thus  obt^ned, 
inwhich  the  subs tauce(aboQt 
a  decigram)  contained  in  a 
very  small  stoppered  tube  is 
introduced.  The  long  tube 
in  surrounded  by  another 
tube,  30 — 40  mm.  wide, 
diawn  out  at  the  upper 
iMid,  and  widening  out  at 
the  lower  end,  which  rests 
yn  a  lai^e  cork  provided 
with  an  open  narrower  tube 
((.;).  Tlirougli  the  upper  end 
of  the  wider  tube  the  vapour 
i>f  a  liquid  having  a  con- 
i^tant  boring-point  is  passed. 
As  the  vapour  of  the  sub- 
stance of  which  the  density 
is  to  be  determined  forms  in 
vacuo,  tlie  boiling-point  of 
the  substance  is  so  much 
lowered  that  the  vapour  den- 
sities of  bodies  boiling  at 
150°  and  even  higher  may 
be  determined  by  means  of 
steam.  For  producing  higher 
temperatures,  amyl  alcohol 
(boiling-point  132°),  oil  of 
turpentine  (b.  p.  160°),  or 
aniline  (b.  p.  182°),  are  used, 
the  vapour  of  these  sub- 
stances escaping,  together 
with  the  replaced  mercury, 
througli  the  tube  (C),  which 
may  be  connected  with  a 
condenser.  When  the  liquid 
used  for  beating,  boilS 
briskly,  the  space  between 
die  inner  and  outer  tubes 
soon  reaches  a  constant  tern- 
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perature,  and  as  soon  as  the  volmue  of  the  vapour  remains  constant, 
the  height  of  the  mercurial  column,  of  the  barometer,  and  also  the 
temperature  of  the  air  are  observed,  and  from  these  numbers  the  vapour 
density  is  calculated  as  before.  At  higher  temperatures  the  tension 
of  mercury  vapour  must  be  taken  into  consideration. 

DETERMINATION   OF  THE  MOLECULAR  FORMULA. 

The  vapour  of  hexane  is,  as  we  have  seen,  431  times  heavier  than 
hydrogen ;  the  molecular  weight  of  this  hydrocarbon  is  consequently 
43'lx2  =  86*2.  Now,  as  we  know  its  percentage  composition,  we 
can  easily  calculate  how  much  carbon  and  hydrogen  are  contained 
in  86*2  parts  by  weight : — 

- — ^-jTjT — -  =  72*23,  or  6  X  12  parts  of  carbon, 

16*3  X  86-2      i,ir        f      f  1    ^ 

=  14*15  parts  oi  hydrogen. 


100 


Co   =  72 


86 

The  molecular  weight  of  hexane  is  86,  and  its  formula  C^H^^.  The 
discrepancy  between  the  numbers  found  and  those  calculated  from 
the  formula  is  caused  by  unavoidable  experimental  errors,  which, 
however,  being  within  certain  limits,  have  no  disturbing  influence. 

The  vapour  density  of  pentane  is  36,  and  its  molecular  weight  72. 
The  percentage  composition  of  this  hydrocarbon  was  found  to  be — 

Carbon 83*3 

Hydrogen 16*7 

100*0 
One  molecule  therefore  contains — 

'  ^  .  ^ —  =  59*976  or  5  X  12  parts  of  carbon, 


"*  <• 


100 

6*7  X  72 
100 


=  12*0  parts  of  hydrogen. 


and  its  molecular  formula  is  CgH^.^ 

A  great  number  of  carbon  compoimds  are  acids.  To  find  the 
molecular  weight  of  such  a  compound  we  have  only  to  ascertain 
the  basicity  of  the  acid,  and  then  to  determine  the  quantity  of  a 
metal  contained  in  one  of  its  anhydrous  normal  salts.  The  silver  salts 
are  generally  best  adapted  for  this  purpose,  as  they  usually  crystallize 
without  water,  and  moreover  can  be  easily  obtained  in  a  pure  state. 

Acetic  acid  is  monobasic;    100  parts  of  silver  acetate  leave  on 
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ignition  64*67  parts  of  pure  silver ;  the  molecular  weight  of  this  salt 
is  therefore — 

100  X  108     -^^ 

—647 ^^^' 

Silver  acetate  differs  from  acetic  acid  by  containing  one  atom  of 
silver  in  the  place  of  one  atom  of  hydrogen,  and  the  molecular  weight 
of  the  acid  is  therefore — 

(167  -  108)  +  1  =  60. 

100  parts  of  acetic  acid  contain — 

Carbon 40-0 

Hydrogen 6*6 

Oxygen 59*4 

]  00-0 
Consequently,  one  molecule  consists  of — 

Carbon  .     .     .24      =  2  x  12  =  2  atoms  of  carbon. 
Hydrogen  .     .     396  =  4  x    1  =  4        „        hydrogen. 
Oxygen      .    .  32  04  =  2  x  16  =  2        „        oxygen. 

The  molecular  formula  of  acetic  acid  is  therefore  C^H^O^,  and  that  of 
silver  acetate  CgHgAgOj. 

Meconic  acid,  a  compound  found  in  opium,  is  a  polybasic  acid. 
On  adding  silver  nitrate  to  its  aqueous  solution,  a  white  silver  salt 
is  precipitated ;  but  when  silver  nitrate  is  added  to  a  solution  neutral- 
ized by  ammonia,  a  yellow  insoluble  salt  is  obtained.  The  composition 
of  the  acid  and  the  two  silver  salts  is  as  follows : — 

Meconic  White  YeUow 

Acid.  Silver  Salt  Silver  Salt 

Carbon     .  .  420  202  159 

Hydrogen  .  .  2-0  05  0*2 

Oxygen    .  .  .  56-0  27*0  21-9 

SUver  .     .  .  .  _  52-3  62-0 

1000  1000  1000 

If  we  divide  these  numbers,  respectively,  by  the  atomic  weights  of 
the  elements,  we  obtain  the  relation  between  the  number  of  atoms  of 
the  constituents — 

42  :  12  =  3-5 

2:1  =  2 
56  :  16  =  3-5 

The  most  simple  formula  of  meconic  acid  deducted  from  these 
numbers  is  C^H^O^,  but  whether  this,  or  a  multiple  of  it,  expresses 
the. molecular  formula  cannot  be  decided  by  analysis.  In  the  two 
salts  different  quantities  of  hydrogen  are  replaced  by  silver.  The 
white  salt  contains  for  each  seven  atoms  of  carbon — 
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0'5  X  84 

— sTjTo —  =  2*1  parts,  or  2  atoms  of  hydrogen, 

tyTTn-  =217  parts,  or  2  atoms  of  silver. 

In  the  yellow  salt  we  find— 

— Y^ —  =  1*05  parts  of  hydrogen, 

— =-^70 —  =  327*5  parts,  or  3  atoms  of  silver. 

From  this  we  conclude  that  the  acid  is  tribasic,  and  that  the 
formula  C^H^O^  represents  a  molecule;  and,  as  a  farther  confinnation, 
we  find  that  we  also  know  acid  salts  containing  only  one  atom  of  a 
monad  metal    The  molecular  formula  of  the  above  compounds  are 

therefore —     Meconic  acid C^H  fi^ 

White  salt CyH^AggOy 

Yellow  salt CyHAgjO^ 

A  great  number  of  carbon  compounds  containing  nitrogen  are 
bases,  which  combine  with  acids  like  ammonia ;  some  are  monacid 
bases,  others  are  polyacid.  To  find  the  molecular  weight  of  such  a 
compound,  we  have  only  to  ascertain  the  quantity  of  acid  contained 
in  an  anhydrous  normal  salt,  or,  better  still,  to  find  the  quantity  of 
platinum  present  in  the  double  salts,  formed  by  the  combination  of 
the  hydrochloride  with  platinic  chloride,  and  which,  like  ammonium- 
platinic  chloride,  contain  two  molecules  of  hydrochloric  acid  for  each 
molecule  of  platinic  chloride. 

Caffeine  is  a  monacid  base ;  its  platinum  double  salt  contains  two 
molecules  of  caffeine,  and  two  molecules  of  hydrochloric  acid,  combined 
with  one  molecule  of  platinic  chloride ;  100  parts  of  this  compound 
leave  on  ignition  24*6  per  cent  of  platinum ;  consequently,  to  find 
out  in  how  much  of  the  platinum  salt  one  atom  or  197*5  parts  of 
platinum  are  contained,  we  have — 

197-5  X  100  _ 

24-6 ^"®  ^• 

From  this  we  find  the  molecular  weight  of  caffeine  by  the  equation — 

2a!  +  (2  X  36-5)  +  339-5  =  8069 
X  =  197-2. 

As  we  know  the  percentage  composition  of  this  base,  we  can  easily 
find  its  molecular  formula : — 

197-2x49-5      _^„    .      - 
^-r =  97-6  of  carbon. 

=^yr —  10-3  of  hydrogea 

197-2  x  28-9      R^n    -,    .. 
Y?>n =  ^''0  of  nitrogen, 

197-2  X  16-4      „o^    * 

jQQ =  32-3  of  oxygen. 
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One  molecule  of  caffeine  consists,  therefore,  of — 

976 

-r^  =    81  atoms  of  carbon 

10*3 

-y-  =  10-3  atoms  of  hydrogen. 

57 

y-j-   =.    41  atoms  of  nitrogen. 

3  9  3 

-^p-  =    2  0  atoms  of  oxygen. 

As  these  numbers  must  be  simple  multiples,  the  formula  of 
caffeine  is  CgHj^N^Oo. 

The  largest  number  of  carbon  compounds  are  neither  acids  nor 
bases,  and  when  the  body  under  examination  is  neither  volatile  nor 
capable  of  forming  definite  compounds,  its  molecular  weight  can  be 
ascertained  only  by  an  exact  study  of  its  chemical  metamorphoses. 
Thus,  grape-sugar  has  the  same  percentage  composition  as  acetic  acid, 
its  most  simple  formula  being  CH^O.  It  belongs  to  the  so-called 
non-saturated  compounds,  and  combines  with  hydrogen  to  form 
mannite  CgHj^Og,  an  alcohol  of  the  hexad  radical  C^Hg,  being  hexane 
CgHj^  in  which  six  atoms  of  hydrogen  are  replaced  by  six  of  hydroxyl 
CgHg  (OH)g.  This  is  proved  by  the  fact  that  we  can  easily  transform 
it  into  hexane  by  the  substitution  of  hydrogen  for  hydroxyl.  From 
this  we  conclude  that  grape-sugar  likewise  contains  six  atoms  of 
carbon  in  the  molecule,  and  has  the  molecular  formula  C^H^jO^. 

Starch  contains  in  100  paits — 

Carbon 44*44 

Hydrogen 6*18 

Oxygen 49  38 

10000 

By  dividing  these  numbers  by  their  atomic  weights  we  obtain  the 

fallowing  relation  between  the  number  of  atoms  of  the  constituent 

elements : — 

4444 

~:    =  3-70 
12 

i^- ^^  -  30y 
16    "'^"^ 

The  most  simple  relation  between  these  numbers  is  6:  10;  5;  but 
as  we  have  not  so  far  been  able  to  ascertain  the  molecular  weight  of 
starch,  we  use  for  the  present  the  most  simple  formula,  or  as  the 
whole  chemical  character  of  starch  shows  that  it  must  have  a  very 
high  molecular  weight,  we  writ«  the  formula  (CgHj^jOj),. 
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EMPIRICAL,   RATIONAL,  AND   CONSTITUTIONAL 

FORMUUE. 

The  simplest  mode  of  expressing  the  composition  of  a  body  is  to 
write  side  by  side  the  symbols  and  numbers  of  the  constituent 
atoms :  --  . 


CjHgCl . 
C2H^02 

C2H3OCI 


KtluUHV 

Ethyl  Chloride. 
Ethyl  Alcohol. 
Ethylamine. 
Diethyl  Ether. 
Acetic  Acid. 
Acetyl  Chloride. 


C2H3CIO2 

CgH^  . 
C2H^Cl2 
CgHgOo 

CgHgC  )^ 


Chloracetic  Acid. 
Ethyl  Acetate. 
Ethene. 

Ethene  Chloride. 
Ethene  Alcohol. 
Glycollic  Acid. 
Oxalic  Acid. 


Such  formuliB  are  called  empirical  formula'.  But  as  the  number 
of  carbon  compounds  is  so  very  large,  and  as  there  exists  amongst  them 
a  considerable  number  of  Isomerides,  Le.  compounds  having  the  same 
percentage  composition  but  possessing  very  different  physical  and 
chemical  properties,  it  has  been  found  necessary  to  use  others  as  well 
as  these  empirical  formulje,  for  the  purpose  of  giving  an  idea  of  the 
chemical  character  of  the  body,  or  to  express  the  relation  it  bears  to  other 
compounds.  We  call  such  formulfe  rational  formulce.  Thus,  all  the 
ethyl  compounds  contain  the  monad  radical  C2H5,  and  we  can  repre- 
sent those  contained  in  the  table  jjiven  above  as  follows : — 


CpH.  \  Ethane  or 
H  j  Ethyl  Hydride. 

^2^  I O  Ethyl  Alcohol. 


^"-2^5  I  Ethyl  Chloride. 


C2H5) 
H}-N  E 
Tfl 


Ethylamine. 


These  formulae  express  that,  when  we  replace,  for  instance,  in  ethane 
one  atom  of  hydrogen  by  one  of  chlorine,  we  obtain  ethyl  chloride ; 
and  that,  by  substituting  the  chloride  by  monad  hydroxyl  or  the 
monad  group  NHg,  ethyl  alcohol  or  ethylamine  are  formed.  The 
formula  of  alcohol  further  indicates  that  its  constitution  is  analogous  to 
water,  and  that  it  may  be  regarded  as  water  in  which  hydrogen  has 
been  replaced  by  ethyl.  From  the  rational  formula  of  ethylamine  it 
follows  that  it  has  a  constitution  similar  to  that  of  ammonia.  By 
replacing  the  hydrogen  in  the  hydroxyl  of  alcohol  by  ethyl  we  obtain 

diethyl  ether  p^rj^  \  0,  which  may  be  regarded  as  water  in  which 

ethyl  occupies  the  place  of  hydrogen. 

By  acting  on  alcohol  with  oxidizing  agents,  two  atoms  of  hydrogen 
are  taken  out  and  their  places  are  occupied  by  one  atom  of  oxygen, 
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acetic  acid  being  formed,  which  stands  in  the  same  relation  to  acetyl 
chloride  as  alcohol  does  to  ethyl  chloride.  Acetic  acid  contains  like 
alcohol  the  group  OH,  the  hydrogen  of  which  can  be  replaced  by 
ethyl,  ethyl  acetate  being  formed.  These  acetyl  compounds  can 
therefore  be  represented  by  the  following  rational  formulse : — 

C2H3O  I Q  ^^^^.^  ^^.  J  CgHg  I  ^^^yj  Chloride. 


CAO 


-^ }  0  Ethyl 


7~t  Tj   r  vy  jL^uu.yi.  ^cetatfe. 


The  monad  radical  acetyl  is  contained  in  a  lai^e  number  of  com- 
poimds  ;  it  is  derived  from  ethyl  by  the  substitution  of  two  atoms  of 
hydrogen  by  one  of  oxygen.  The  constitution  of  ethyl  may  be  repre- 
sented in  the  following  manner : — 

CH3 

CH- 

I 

What  is  now  the  constitution  of  acetyl  ?  It  may  be  obtained  finm 
ethyl  in  three  different  ways ;  either  each  of  the  two  carbon  atoms 
loses  one  atom  of  hydrogen,  or  the  oxygen  combines  with  only  one  of 
the  two  carbon  atoms,  thus : — 

/CH,  CH,  CHO 

Kl  I  J, 

^CH  CO  CH. 

I  I  I 

Now  all  transformations  of  acetic  acid  and  other  acetyl  compounds 
show,  that  acetyl  contains  the  group  CE3,  from  which  it  follows  that 
the  second  formula  represents  the  constitution  of  acetyl,  and  to 
express  this  we  may  write  the  acetyl  compounds  in  the  following 
way: — 

GH3  •  CO  I Q  ^^^^  ^^j^  CH3 .  CO  I  ^^^j  Chloride. 

By  taking  two  atoms  of  hydrogen  out  of  ethane  we  produce  ethene 
CjH^,  in  which  one  carbon  at>om  is  linked  to  the  other  with  two  com- 
bining units : — 

CHo 


CH, 


This  hydrocarbon  combines  readily  with  chlorine,  ethene  dichloride 
being  formed,  in  which  the  carbon  atoms  are  linked  together  again  as 
they  were  in  ethane : — 


CHgCl 


L 


,C1 
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On  replacing  the  chlorine  by  hydroxyl  we  obtain  ethene  alcohol: — 

CH.  •  OH 

I 
CHa .  OH 

The  constitution  of  the  ethene  compounds  may  also  be  expressed 
in  a  more  simple  way,  thus : — 

CI  ptt/OH 

Cl  ^2^4  \  OH 

which  means  that  both  these  compounds  contain  the  dyad  radical 

ethene. 

Ethene  alcohol  yields  by  oxidation  glycollic  acid,  a  compound 

which  can  also  be  obtained  from  acetic  acid.   By  the  action  of  chlorine 

on  the  latter  compound,  chloracetic  acid  is  formed,  one  atom  of 

chlorine  substituting  one  atom  of  hydrogen  in  the  group  CH3.    When 

CH  Cl  CO  1 
chloracetic  acid         ^    '    ^x  >  0  is  acted  upon  by  caustic  potash,  the 

chlorine  is  replaced  by  hydroxyl,  and  potassium  chloride  and  glycollic 
acid  are  formed : — 

CHjCl .  CO  )  0  +  KOH  =  CHj  (OH)  CO  |  q  ^  ^^^ 

By  further  oxidation  of  glycollic  acid  we  obtain  oxalic  acid,  the 
two  remaining  atoms  of  hydrogen  of  the  ethene  being  substituted 
by  oxygen.  The  constitution  of  these  different  acids  we  may 
represent  thus : — 


Chlorsoetio 

Qlycollic 

Oxalic 

Acid. 

Acitl. 

Acid. 

OH.n 

CH, .  OH 

CO.  OH 

1         'iV'. 

CO .  OH 

CO.  OH 

CO.  OH 

In  some  cases  it  is  convenient  to  resolve  such  constUviional 
formulas  still  ftirther,  in  order  to  explain  cases  of  isomerism,  &c.  In 
order  to  do  this  we  may  represent  the  quantivalence  of  elements  by 
straight  lines,  thus : — 

Hydroflen.  Oxyeen.  Nitrogen.  Carbon. 

I  I 

H—  —0—  Jf.  — C— 

^^  I 

And  by  aid  of  these  symbols  the  following  graphical  formulse  are 
arrived  at : — 

Ethane.  Ethylamine. 

H        H  H        H 

H— C C— H  H— C Q—1S(^ 

H        H  H        H 
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Chloracetic  Acid.  EUiene. 

H  H\  /\   /H 


\-o  c     c 

C1_U C-^  H^  \/  \H 


L„ 


H 

Ethene  Dichloride.  *  Oxalic  Acid. 

H         H  01  IH) 

/    C. C— "^ 


n-c — c— ci  I        I 

H—O         O—  H 


H         H 

It  need  hardly  be  mentioned  that  such  formulae  ai-e  not  intended 
to  express  how  the  atoms  are  arranged  in  space,  because  of  this  we 
are  totally  ignorant ;  they  simply  are  intended  to  give  an  idea  of  the 
manner  in  which  the  attractive  forces  of  the  atoms,  forming  the 
molecule,  are  distributed. 


ISOMERISM. 

Carbon  compounds  having  the  same  percentage  compasition,  but 
differing  in  their  physical  and  chemical  properties,  are  called  Isome- 
rides ;  they  are  divided  into  three  groups. 

(1)  Isomerisin  proper. — The  isomeric  compounds  belonging  to  this 
division  contain  the  same  number  of  carbon  atoms  linked  together. 
It  is  easily  understood  that  isomeric  hydrocarbons  of  the  marsh-gas 
series  can  only  be  produced  by  the  carbon  atoms  being  differently 
grouped,  and  that  of  the  three  first  members  no  isomeridea  pre 
possible. 

C'H,  CH3  CH3 


CHj,  CHg 


I 


CH, 

The  fourth  member  CJI^q  is  derived  from  the  third  by  methyl 
taking  the  place  of  one  atom  of  hydrogen.  Now  this  substitution 
can  either  take  place  in  one  of  the  two  methyl  groups  of  propane,  or 
in  the  group  CHj ;  consequently  two  isomerides  CJl^^  are  possible, 
and  both  are  known : — 

CH3  CH^CII, 

r  \/  ' 

I     "  I 

CH2  ^"3 


I 


CH, 
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Of  the  fifth  member  Cfi^^  ^^^^  isomeric  forms  are   possible, 
which  are  also  known : — 

Cxio  CH«  Clia  CHo 

I  \>  I 

CHg  CH  di3 — C — CIij 


k 


CHg  CHg  CH3 


I 


I 


Hj  CH3 


CH, 

Amongst  the  higher  members  the  number  of  possible  isomerides 
increases  rapidly. 

In  the  same  way  the  isomerides  existing  amongst  the  non-saturated 
hydrocarbons  are  constituted,  but  the  number  of  isomerides  which 
may  exist  in  these  groups  is  much  larger  than  those  of  the  marsh-gas 
series,  because  hydrogen  may  be  wanting  in  different  places.  Thus 
three  isomeric  forms  of  C^Hg  are  possible  : — 

CHn  CH«  CHq  CHo 

I  I  \/ 

CHj  CH  C 


II  II 

CH  CH  CH, 


The  isomeric  hydrocarbons  of  other  series  are  produced  by  similar 
causes ;  thus  from  benzene  C^Hg  a  great  number  of  hydrocarbons  are 
derived  by  hydrogen  being  replaced  by  alcohol  radicals. 

If,  for  instance,  ethyl  be  substituted  for  one  atom  of  hydrogen,  we 
obtain  ethyl-benzene,  which  is  isomeric  with  dimethyl-benzene  : — 

It  has  already  been  pointed  out  that  all  other  carbon  compounds 
may  be  regarded  as  derivatives  of  hydrocarbons,  simple  or  compound 
radicals  taking  the  place  of  hydrogen.  By  such  substitutions,  how- 
ever, one  and  the  same  radical  may  replace  hydrogen  in  different 
positions,  and  thus  the  number  of  possible  isomeric  carbon  com- 
pounds is  very  large.  The  following  examples  represent  some  of 
the  simpler  cases : — 

Pkopyl  Iodide  CgHJ. 

Primary.  Secondary. 

CH3  CH, 


i 


)H,  CHI 

I 

;h,i  CH, 


D 
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Butyl  Alcohol. 


Normal. 

CH. 


CH, 


Secondary. 

CH, 

I 
CH, 


"s 


From  Fusel  Oil. 

Cxi.  CH. 
\> 
CH 


Tertiarv. 

CH,  CH3 
\/ 
C.OH 


CH„ 

I 
CHs,.OH 


CH.OH 

I 
CH. 


CH2.OH 


A 


a 


C^H^Cl 


Ethene 
Chloride. 

CHjCl 


A 


Propionaldehyde . 

CH, 


H,C1 


Acetone. 

CH, 


£thidene 
Chloride. 

CH, 

I 
CHCl 


2 


CsH,0 


CH 


2 


io 


COH 


CH, 


Propene  Oxide. 

CH, 

I 
CH. 

I     > 
CH, 


Allyl  Alcohol. 

CH, 


CH 


A 


H0.OH 


(2)  Meiamerisvu^  Couiipoxuids  having  the  same  composition  aud 
the  same  molecular  weight,  may  also  be  formed  by  diflferent  radicals 
being  linked  together  by  the  same  polygenic  element.  Of  such 
bodies,  which  are  called  metameric  compounds,  a  very  large  number 
are  known.  In  ammonia,  for  instance,  one  atom  of  hydrogen  after 
the  other  may  be  replaced  by  alcohol  radicals,  and  thus  we  are 
acquainted  with  the  following  metameric  amines  having  the  empirical 


formula  CgH^X : — 


Propylamine. 

n-^'h 
(h 


Mcthyl-Etliylamino. 

CH, 
N  -l  C.H5 
H" 


Trimethylamine. 

fCH, 

nJch, 
(ca 


'8 

[3 


By  introducing  an  alcohol  radical  in  the  place  of  hydrogen  in  the 
hydroxyl  of  an  alcohol,  ethers  are  obtained,  which  are  metameric 
with  other  ethers  as  well  as  with  an  alcohol,  as  the  following  example 
shows : — 


Ilexyl 
Alcohol. 


Empirical  Fokmula  C^HiP. 

Ethyl- Butyl 
Ethnr. 

C0H5  )  ^ 

cX  J  ^ 


Metlivl-IVntyl 
KtluT. 


Dipropyl 
Ether. 
C3H7 

a 


Jl«  1.11171. 

l'^'  ]  0 


A  very  large  number  of  motamcridas  :ire  found  amongst  the  ethers 
of  the  monobasic  acids. 
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Empirical  Formula  CJl^fi^, 

Caproic  Acid.  Methyl  Pentylate.  Ethyl  Butyrate.  Propyl  Propionate. 

Butyl  Acetate.  Pentyl  Fonniate. 

(3)  Polymerisni. — Compounds  having  the  same  percentage  composi- 
tion, but  different  molecular  weights,  are  polymeric,  A  very  striking 
example  of  polymeric  compounds  is  furnished  by  the  hydrocarbons  of 
the  general  formula  CJi^. 

Ethene  ....  CgH^  Pentene  .  .  .  C^K^q 
Propene ....  CgH^  Hexene  .  .  .  C^H^g 
Butene  ....     C^Hg        Heptene     ,     .    .     C^H^^ 

The  following  compounds  are  also  polymeric : — 

Acetylene    .     .     .     C2H2         Formaldehyde.  CHgO 

Benzene ....     C^Hg        Acetic  Acid     .  CgH^Og 

Styrolene    .     .     .     CgH,         Lactic  Acid  CgH^Oj^ 

Hydronaphthalene   C^^KtiQ       Grape  Sugar    .  CgHjjO^ 


PHYSICAL  PEOPERTIES  OF  THE  CARBON  COMPOUNDS, 

Specific  Gravity.—  It  has  been  already  pointed  out  that  the  specific 
gravity  of  gaseous  compou7uls,  or  their  vapour  density ^  is  equal  to  half 
their  moleciUar  weight ;  equal  volumes  of  different  gases  contain  the 
same  number  of  molectUeSf  or  all  gases  have  the  same  specific  volume. 

Amongst  liquid  carbon  compounds  also,  simple  relations  between 
their  specific  gravity  on  the  one  hand,  and  their  molecular  weight 
and  chemical  constitution  on  the  other,  have  been  found  to  exist. 
These  relations  are  most  clearly  recognized  by  comparing  the  specific 
volume  of  liquids.  To  find  the  specific  volume  of  a  liquid  we  divide 
the  molecular  weight  by  the  specific  gravity.  But  as  the  specific 
weight  changes  with  the  temperature,  it  is  obvious  that  such  a  com- 
parison of  specific  volumes  cannot  be  made  at  any  arbitrary  tempera- 
ture, and  it  has  been  found  that  they  are  only  comparable  at  a 
temperature  at  which  their  vapours  have  the  same  tension,  as  for 
instance  at  their  boiling-points. 

Elhyl  alcohol  boils  at  78-4°,  and  has  at  this  temperature  the  specific 
gravity  0*7360  ;  its  specific  volume  is  therefore  ; — ^ 

^^      -  62-5 

Which  means  that  46  grams  of  alcohol  have  at  78*4°  a  volume  of 
62'5  cb.  cm. 

\>  1 
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By  comparing  the  specific  volume  of  diflTerent  liquids,  the  following 
laws  have  been  found : — 

(1)  The  diflference  of  CHj  in  homologous  series  corresponds  to  a 
difference  of  22  in  the  specific  volume  : — 


Molecular 
Weight. 

Specific 
Volume. 

Difference. 

Formic  Acid  .     . 

.     .     46     . 

.     .    42     .     . 

Acetic  Acid    .     . 

.     .     60     . 

.     .     64    .     . 

'.    22 

Propionic  Acid    . 

.     .     74    .    . 

.     .     86     .     . 

.     22 

But}Tic  Acid  .     . 

.     .     88     .     . 

.108     .     . 

.     22 

Valeric  Acid  .    . 

.     .  102     . 

.     .  130     .     . 

.     22 

From  this  it  follows  that  the  group  CHj  has  the  specific  volume  22. 

(2)  Compounds  containing  as  many  times  two  atoms  of  hydrogen 
less,  as  others  contain  one  atom  of  carbon  more,  have  the  same  specific 
volume  or  the  specific  volume  of  one  atom  of  carbon  is  equal  to  that 
of  two  atoms  of  hydrogen  : — 


Octane 
Cymene 


Ethyl  Ether  Cfi^fi 
Phenol  CgHjO 


Molecular 
Weight. 

114     , 
134     . 

74    , 
94    . 


Specific 
Volume. 

187 
187 

106-8 
106-8 


Now  as  the  specific  volume  of  CHj  is  22,  and  that  of  hydrogen 
half  that  of  carbon,  it  follows  that  the  specific  volume  of  carbon  is  11, 
and  that  of  hydrogen  5*5. 

(3)  Isomeric  and  metameric  compounds  have  generally  the  same 
specific  volume ;  amongst  the  exceptions  we  find  a  number  of  oxygen 
compounds.  Whilst,  therefore,  the  specific  volumes  of  carbon  and 
hydrogen  remain  the  same,  that  of  oxygen  varies.  This  variation 
depends  on  the  manner  in  which  the  oxygen  is  combined  with  the 
carbon.  When  one  atom  of  oxygen  is  linked  to  the  carbon  atom  by 
one  combining  unit  only,  its  specific  volume  is  7'8 ;  but  when  com- 
bined to  carbon  by  both  units  its  specific  volume  becomes  122.  The 
specific  volume  of  dyad  sulphur  varies  also :  when  united  with  one 
combining  unit  it  is  23,  but  when  with  both  it  is  28-6. 

The  specific  volume  of  nitrogen  in  the  amines  is  2*3,  in  cyanogen 
compounds  17,  and  in  nitroxyl  NOg  17-4  The  specific  volumes  of  the 
monad  elements  of  the  chlorine  group  do  not  exhibit  such  variations. 
They  are  CI  =  22-8.    Br  =  278.     I  =  37-5. 

By  means  of  these  numbers  the  specific  gravity  of  a  liquid  carbon 
compound  can  easily  be  calculated.  The  following  table  shows  how 
near  these  calculated  niimbers  agree  with  those  deduced  from  the 
specific  gravity : — 
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Specific  Volume  at  the  Boiling  Point. 


Water    .     .  . 

Formic  Acid  . 
Ethyl  Alcohol . 

Acetone .     .  . 

Mercaptan  .  . 

Aniline  .     .  . 

Acetonitrile  . 

Ethyl  Nitrate  . 

Chlorofonn 
Bromine      .     . 
Ethene  Bromide 
Ethyl  Iodide   . 


HgO    . 

COH.OH 

CJH5.OH 


aH'NH. 


^^i 


C2H5.CN 

CHCL 

Br 

CgH^Brg 

C2H5I 


Found. 

18-8  . 
41-8 
62-5 
77-6 
761 
106-8 
77-2 


"8 


.  2  X 

.11  + 

.  2  X 

X 
X 
X 
X 
X 
X 

84-8.  11  + 
28-1  . 
990  .  2  X 
86-4  .  2  X 


901 


{ 


3 
2 
6 
3 
2 


Calcalated. 

5-5  +  7-8  =  18-8 

2x5-5  +  7-8  + 12-2  =  42-0 
11  +  6  X  5-5  +  7-8  =  62-8 
5-5  +  12-2  =  78-2 
5-5  +  23  =  780 
6-5  +  2-3  =  106-8 
5-5  +  17  =  77-5 
5-5  +  3 


ll  +  6x 
11  +  6  X 
11  +  7X 
11  +  5  X 
11  +  5  X 
7-8  +  17-4  .  . 
6-5  +  3  X  22-8 


'    - 


11+4x6-5+  27-8 
11  +  5x5-5  +  37-5 


90-3 

84-9 
27-8 
99-6 
870 


There  exist  also  certain  relations  between  the  specific  gravity  and 
the  molecular  weights  of  solids,  but  only  a  few  carbon  compounds 
have  been  studied  as  yet  in  this  direction. 

Melting  Point  and  Boiling  Point, — The  number  of  carbon  com- 
pounds which  are  gaseous  at  the  ordinary  temperatui*e  is  very  limited, 
most  of  them  being  liquids  or  solids.  A  great  number  of  solids  melt 
on  heating,  and  most  of  the  liquids  boil  and  volatilize;  but  there 
exist  also  many  which  undergo  a  chemical  change  by  the  action  of 
heat,  decomposition  taking  place  and  the  molecule  being  broken  up, 
with  the  formation  of  a  smsdler  or  larger  number  of  new  compounds. 

Generally  speaking  a  body  is  the  more  volatile  the  more  simple 
the  constitution  of  the  molecule,  and  the  more  complicated  the  latter 
is,  the  more  liable  is  the  compound  to  be  decomposed  by  heat.  Thus 
formaldehyde  CHgO  is  a  gas ;  of  its  polymerides  acetic  acid  GJtlfi^ 
boils  at  118^  lactic  acid  GgH^Og  volatilizes  at  200^  but  at  the  same 
time  a  large  proportion  imdergoes  decomposition,  whilst  grape  sugar 
CgHjjOg  is  not  volatile  at  all,  but  is  completely  destroyed  at  a  high 
temperature. 

The  more  volatile  a  substance  is  the  more  simple  is  its  constitution, 
from  which  follows  that,  in  homologous  series,  the  boiling-point  must 
rise  with  every  increase  of  CHj ;  in  some  cases  this  increase  is  very 
r^ular,  although  different  in  different  series,  as  the  following  ex- 
amples show : — 

Normal  Alcohols. 


Observed. 

Calculated. 

Difference, 

Ethyl     G^Ufi    .    . 

.     78-4°    . 

.     78-4°  . 

— 

Propyl  CjHgO    .    . 

.     97 

.     97       . 

.     .     19° 

Butyl    C^HioO  .     . 

.116 

,     .  116      . 

.     .     19 

Pentyl   C^HijO  . 

.     .  137 

.    .  135      . 

.     .     19 

Hexyl    C^^fi  . 

.     .  156-6 

.    .  154     . 

.     .     19 

Heptyl  CyR^fi  . 

»        — "~" 

.    .  173     . 

.    .     19 

Octyl     CgHigO  . 

.     .  192 

.     .  192      . 

.     .     19 

as 
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In  the  series  of  the  normal  fatty  acids  the  difference  between  the 
boiling-points  of  the  lower  members  is  also  constant,  being  22°,  but 
afterwards  it  becomes  less : — 


NuiiMAL  Fatty  Acids. 


Acetic 

Propionic 

liutyric 

Pentylic 

Hexylic 

Heptylic 

Octylic 

Nonylic 


C7H14O2 


Observed. 

Cul(sulato<l. 

] 

.      118°      . 

.     118°     .     . 

.     140-6    .     . 

140 

.     163-2    .     . 

.     162      , 

.     184-5    .     , 

184 

.     204-5    . 

,     206 

.     220 

— — 

.     233      . 

.     254      . 

— . 

Differeucc 
090 

22 
90 


In  other  cases,  however,  the  difference  between  the  boiling-points 
of  the  lower  members  of  a  series  is  not  the  same.  Thus  in  the  series 
of  the  normal  paraffins  it  decreases  regularly  by  about  4°,  until  it 
becomes  a  constant  difference  of  19°: — 


Boiling;- points. 


Methane 

Ethane 

Propane 

Butane 

Pentane 

Hexane 

Heptane 

Octane 

Dodecane 


C   H^ 
C2  Hg 

C7  Hie 

^8  H18 

^12^26 

Hecdecane  CjgHjj^ 


Found  (mean).     Calculated. 


Difference. 


38 

70 

99 

124 

202 

278 


1° 
38 
7l 

ido 

125 
201 

27g 


4 
4 


X 
X 


37° 

33 

29 

25 

19 

19 


In  the  lialoiid-ethers  of  the  alcohol  radicals  and  their  acetates,  the 
decrease  appears  to  be  about  2° : — 


Methyl 

Ethyl 

Propyl 

Butyl 

Pentyl 

Hexyl 

Heptyl 

Octyl 


^ 
4 

N^ORMAL  Iodides. 

Boiling-poiuts. 

Observed 

Calculated. 

DiiTercnce. 

CH,I    . 

.       40°  .     . 

.      40°  . 

•          —^^^ 

C,H,I    . 

.      72    .    . 

72    . 

:    .    5'2° 

C,H,I    . 

.     102     .     . 

.     102     . 

.     .     30 

CAI    • 

.     129-6.     . 

.     130    .     . 

.     28 

C,H,J    . 

.     155-4.     . 

.     156     .     , 

,     .     26 

CjHjjI     . 

.     179-5.     . 

.     180    . 

.     .     24 

C,H„I    . 

*                            •         • 

.202., 

,     .     22 

CgHijI    . 

.     221     .     . 

.     222    . 

.     .     20 
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NOBMAL  BROMIDr.8. 

Ob»rved.             CalcnUt«J 

Difference 

Ethyl 

C^.  Br  .     .       39"  .     .     .       39" 

.      .      .      — 

Propyl 

C.H,  Br .     .       71     .     .     .       71 

.      .      .      32' 

Butyl 

C.H,  Br  .     .     100-4 ...     101 

.      .      .      30 

Pentyl 

C,H„Hr.     .     1287.     .     .     129 

.     .     .     28 

Hexyl 

C,H,,Br  .     .       —     ...     155 

.     .     .     26 

Heptyl 

C,H„Br.    .      -    ...     179 

.     .     .     24 

Ortyl 

C,H„Br.     .     199     .     .     .     201 
NoKMAl  Chlorides. 

.    .    .     22 

Observeil              Cdcalated 

Difference. 

Ethyl 

C,H.  CI  .      .      125°  ...         13' 

Propyl 

C,H,  CI  .     .     4C-4    ...       40 

'.    '.    33" 

Butyl 

C.H,  CI  .    .     77-6   ...      77 

.     .    31 

Pentyl 

C,H,,C1  .     .  105-6    ...     106 

.     .     29 

Hexyl 

C,H,,C1  .     .     —       ...     133 

,     .     27 

Heptyl 

C,H„C1  .     .     —       ...     158 

.     .     25 

Octyl 

C,H„01  .    .  180      ...     181 
NoKMAi  Acetates. 

.     .     23 

Obserred.              Calculated 

DilTerence. 

Ethyl 

C.HjO,     .74-     ...      74' 

.      .      — 

Propyl 

0,H„0,     .102       ...     101 

.    .    27" 

Butyl 

C,  H„0,     .  125-1    ...     126 

.     .     25 

Peulyl 

C-  H,,0„     .  148-4   ...     149 

.     .     23 

Hexyl 

C,  H„0,     .  168-7    .     .     .     170 

.     .     21 

Heptyl 

C,  H„0,     .     —       ...     189 

.     .     19 

Octyl 

C„H„0,     .207       ...     208 

.     .     19 

It  is  generally  stated,  that  metameric  compounds,  having  an 
anal<^ous  constitution,  boil  at  the  same  temperature,  but,  aa  the 
following  examples  show,  this  is  not  always  the  case : — 


Fon>,uI>C.H„0..  ";:j^- 
Butyl  Acetate  .  .  124-3° 
Prppyl  Propionate.  1224 
Ethyl  Butyrate     .  1210 


Fom,«l»C,H,.0,.  ^^ 

Pentyl  Acetate  .  .  148-4° 

Butyl  Propionate  .  1460 

Propyl  Butyrate  .  1434 


Isomeric  compounds  boil  at  different  temperatures,  the  boiling- 
point  being  higher  the  more  simple  the  constitution  of  the  com- 
pound : — 

Boiling-puint. 

Hexane C,H„ 09-5* 


Bimethyl-cthyl-iuethiuie.  Ch|[^»'*. 
Tetramethyl-etliane  .  .  CjH^CHj,)^  . 
Triiuethyl-ethyl-methane  C  |  j!''^''"     . 


62 
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Propyl-benzene .  .  . 
Ethyl-methyl-benzene 
Trimetliyl-benzene 


•  CgH^(CH8)8  . 


Normal  Butyl  Alcohol    .  C^Hg.OH       .     . 
Isobutyl  Alcohol    .    .     •  C2H3(CH3)20H 

Secondary  Butyl  Alcohol  ^^  i  CH.OH  . 

Tertiary  Butyl  Alcohol   .  C(CHs)30H  .    . 


Boiling-point. 

.  153 
.  159 
.  166 

.  116 
.  108 

.    96 

.    82 


By  the  subtraction  of  hydrogen  the  boiling-point  is  generally 
raised : — 


Heptane. 

99° 

Anthracene. 

above  360° 


Heptene. 

100^ 


Heptine. 
C7H12 

107* 


Dihydroanthraceue.        Hexhydroanthracene. 


CuHi2 

305° 


290° 


Hydrocarbons  always  boil  at  a  lower  temperature  than  their 
derivatives,  and  the  boiling-points  of  the  latter  rise  when  more 
hydrogen  is  displaced  : — 


Ethane. 

gas 

Ethyl  Alcoho], 

CA.OH 

78-4° 


Ethylamine. 

IS-S" 

Ethene  Chloride. 
CjH^Clj 

820"' 


Ethyl  Chloride. 
C^H^Cl 

12° 

Ethene  Aleuhol. 

197-5° 


Acetic  A(?i<l. 

CjHjO.OH 


Benzene. 

82° 

Nitrobenzene. 

205° 


118° 

Aniline. 

CeHvNH, 

182° 

Dichlorol>enzene. 

CgH^Clg 
172° 


Chloracetic  Acid. 

C.H.CIO.OH 

i>-;6° 


Chlorobcnzcno. 

CeH.Cl 

135° 


Trichlorobcnzene. 
6H3C 

210* 


t^e^sClg 


Phenol. 

CgHyOH 

184° 

Diamidohenzene. 

287^ 


Optical  Properties. — When  a  ray  of  light  passes  from  one  medium 
into  another,  it  is,  as  is  well  known,  bent  or  refracted.  This  refraction 
is  very  different  for  different  media,  but  for  the  same  two  media  the 
ratio  between  the  sine  of  the  angle  of  incidence  and  that  of  the  angle 
of  refraction  is  constant.  Calling  the  angle  of  incidence  i,  and  that 
of  refraction  r,  this  law  is  expressed  by — 
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sin  i 

— —  =  n 
sinr 

The  value  oi  n\&  called  the  index  of  refraction,  and  by  speaking  of 
the  index  of  refraction  of  a  body,  we  mean  generally,  the  ratio  exist- 
ing between  the  sines  of  the  two  angles,  when  a  ray  enters  the  body 
from  the  air.  The  index  of  refraction  changes  with  the  temperature 
as  well  as  with  the  specific  gravity  (d)  in  such  a  way  that  the  value 

— 1 — ,  called  the  specific  refractive  energy,  remains  constant.  By  multi- 
plying this  value  by  the  molecular  weight  of  the  substance,  we  obtain 
its  molecular  refractive  energy,  which  depends  on  the  chemical  compo- 
sition. The  relations  existing  between  the  molecular  refractive 
energy  and  the  chemical  composition  have  been  best  studied  for 
the  liquid  compounds  belonging  to  the  group  of  fatty  substances,  and 
the  non-saturated  compounds  associated  with  them. 
The  following  are  the  most  important  results  : — 

(1)  Isomerides  and  metamerides  have  the  same  molecular  refractive 
enei^. 

(2)  The  molecular  refractive  energy  increases  in  homologous  series 
7*6,  for  each  increase  of  CHg. 

(3)  By  the  addition  of  two  atoms  of  hydrogen  the  molecular 
refractive  energy  increases  2*6. 

(4)  The  refractive  molecular  energy  of  the  acids  of  the  series 
CnHjnOj  is  equal  to  T'Sti  -f  6. 

From  these  results  we  can  calculate  the  atomic  refractive  energy  of 
carbon,  hydrogen,  and  oxygen ;  we  find  that  in  these  liquid  compounds 
these  elements  have  the  following  refractive  energies : — 

Carbon 5 

Hydrogen 1*3 

Oxygen 3 

By  means  of  these  members  the  molecular  refractive  energy  of  a 
liquid  of  known  composition  can  easily  be  calculated.  The  following 
example  shows  how  well  the  value  thus  obtained  agrees  with  that 
found  by  means  of  the  observed  index  of  refraction.  To  find  the 
latter,  a  hollow  prism  consisting  of  glass  plates  was  filled  with  the 
liquid,  and  by  means  of  it,  the  deviation  of  the  yellow  sodium  line 
observed ;  the  temperature  being  20°. 

Ethyl  Alcohol  G^fi,  d  =  07964        n  =  1-3606 

^?^  =  0-4528. 
a 

By  multiplying  the  latter  number  by  46,  the  molecular  weight  of 
alcohol,  w^e  obtain  the  molecular  refractive  energy  =  20*8,  whilst 
calculating  it  from  the  chemical  formula  we  have — 

2  X  5  -f  6  X  1-3  -f  3  =  20-8. 
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Acetic  Acid  C^nfi^        d  =  1-053.        n  =  1-372. 

^J:  =  0-3r.33.  60  x  0-3533  =  21*2. 

a 

Calculated  from  the  composition — 

2x5  +  4x1-3  +  2x3  =  212. 

Ethyl  Acetate  G^Ufi^-        ^  =  0-8977.        7i  =  1*3715. 

^?^  =  0-4138.  88  X  0-4138  =  36*4. 

a 

Butyric  Acid  G^Ufi^.        d  =  0-9608.        n  =  1-3973. 

^?^  =  0-4135.  88  X  0-4135  =  364. 

d 

The  two  latter  compounds  are  metameric,  and  have  therefore  the 
same  specific  and  molecular  refractive  energy,  which  latter  found 
by  calculation  is — 

4x5  +  8x1-3  +  2x3  =  36*4. 

The  specific  refractive  power  of  mixtures  is  the  mean  of  that  of 
their  constituents,  and  if  we  know  what  compounds  are  present  in  a 
mixture  of  liquids,  we  are  able  to  find  by  means  of  this  optical 
analysis  the  quantity  of  each,  which  by  chemical  analysis  can  only 
be  done  when  the  composition  of  the  two  bodies  is  widely  difiFerent. 
It  often  happens  that  such  mixtures  containing  two  alcohols,  or  two 
hydrocarbons,  &c.,  cannot  be  completely  separated,  either  by  chemical 
or  by  physical  means,  but  yet  by  means  of  an  optical  analysis  we  can 
find  the  quantity  of  each. 

Mixture  of  Ethyl  Alcohol,  and  Water. 

d 

Ethyl  Alcohol 04528 

Water 03324 

Mixture 04225 

Calling  the  quantity  of  alcohol  contained  in  1 00  parts  x,  and  that  of 
the  water  y,  we  have  the  simultaneous  equations — 

(1)  «;  +  y  =  100. 

(2)  0-4528a;  +  03324^  =  0-4225  x  lOO. 

From  this  we  find — 

X  =  74-84 
y  =  25-16 

100-00 

which  agrees  as  nearly  as  pos«ible  with  the  real  composition — 

Alcohol 74-9  . 

W-ater 251 

100^ 
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Mixture  of  Ethyl  Alcohol  and  Amyl  Alcohol. 

d 

Ethyl  Alcohol 04528 

Aniyl  Alcohol 0o033 

Mixture 04940 

(1)  a?H-y  =  100 

(2)  0-4528ic  +  0-5033y  -  49-4 

y  =  81-5 
a;  =  18-4 

The  liviuid  being  prepared  by  mixing  together — 

Amyl  Alcohol 813 

Ethyl  Alcohol 187 

Not  only  the  composition  of  mixtures,  but  also  that  of  compounds 
can  be  ascertained  by  means  of  the  optical  analysis.  As  this  method, 
however,  depends  entirely  on  the  exact  determination  of  the  specific 
refractive  energy  of  the  elements,  and  as  that  of  oxygen  is  not 
yet  accurately  known,  reliable  results  have  been  only  obtained  in  the 
analysis  of  hydrocarbons.  Thus  the  composition  of  amylene  CgH^^ 
was  found  from  the  following  data : — 

d  =  0-6733.  n  =  1-3706.  ^^-^  =  0-5504. 

d 

n  —  1 
The  value  of  — i —  for  carbon  is  xV>  or  more  exactly  0*4220,  and 

that  of  hydrogen  1*3016.     Calling  the  percentage  of  carbon  y,  and 
that  of  hydrogen  x,  we  have  the  equations : — 

(1)  »  +  y  =  100 

(2)  0-422y  +  l*3016aj  =  5504 

X  =  14-().  '         y  =  85-4. 

Calculated  composition  of  Cc  H  ^ « .  Found. 

Carbon 85*7     ....     854 

Hydrogen    ....     14*3     ....     14*6 

Similar  relations  between  refractive  energy  and  composition  are 
exhibited  by  liquid  carbon  compounds  belonging  to  the  aromatic 
group  and  other  groups  richer  in  carbon,  but  they  have  not  yet  been 
so  completely  investigated.  As  yet  it  has  only  been  showji  that  their 
molecular  refractive  energies  are  higher  than  those  calculated  from 
the  values  given  above>  and  the  higher  they  are,  the  more  compactly 
the  carbon  atoms  are  linked  together. 

Circular  PolaHzation, — Those  carbon  compounds  which  possess  the 
power  of  turning  the  plane  of  polarized  light  are  either  a  product  of 
life,  or  derivatives  of  such  bodies ;  no  carbon  compound  prepared  by 
synthesis  has  been  found  to  be  optically  active.  Solid  optically  active 
compounds  form  crystals  generally  having  hemihedral  faces,  and  often 
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exist  in  two  modifications,  one  turning  the  polarized  ray  to  the  right, 
and  the  other  to  the  left.  In  such  a  case  the  hemihedral  faces  are 
differently  arranged,  and  when  the  two  kinds  of  crystals  are  placed  in 
the  same  position  it  will  be  found  that  the  hemihedral  faces  appear 
in  one  crystal  on  the  right,  and  in  the  other  on  the  left  side,  or  one  of 
the  crystals  looks  like  the  image  of  the  other  in  a  mirror.  These 
bodies  are  not  only  optically  active  in  the  solid  state,  but  also  in 
solution ;  and  there  exist  also  many  liquids  having  this  property,  as 
for  instance,  amyl  alcohol,  oil  of  turpentine,  &c. 

This  optical  property  has  been  made  use  of  in  the  arts ;  it  is  used 
to  determine  the  quantity  of  sugar  contained  in  syrups.  Under  the 
head  of  cane-sugar  it  will  be  explained  how,  by  simply  measuring  the 
angle  of  deviation,  the  quantity  of  sugar  contained  in  a  liquid  can  be 
ascertained. 

Colour  of  the  Carbon  Compounds. — Most  carbon  compounds  are 
colourless,  when  in  the  pure  state  ;  but  there  exist  also  a  great  number 
having  characteristic  colours,  and  many  of  these  are  used  as  dye  stuffs 
or  for  the  preparation  of  pigments,  such  as  indigo,  the  colours  of 
madder- root,  cochineal,  aniline  colours,  &c.  It  appears  that  the  colour 
of  these  bodies  depends  on  their  chemical  constitution ;  they  contain 
certain  elements,  as  oxygen  and  nitrogen,  combined  in  a  peculiar 
manner,  as  we  shall  see  when  we  come  to  the  study  of  these  bodies. 

Odour  and  Taste. — The  odours  of  volatile  carbon  compounds  vary 
very  much,  as  the  following  examples  show :  spirits  of  wine,  ether,  acetic 
ether,  acetic  acid,  chloroform,  camphor,  oil  of  cloves,  &c.  Compounds 
having  a  similar  constitution  often  possess  a  similar  smell.  Thus  the 
marsh-gas  hydrocarbons  all  possess  a  faint  smell  of  flowers,  which  is 
more  or  less  perceptible  according  to  the  volatility  of  the  body.  The 
compound  ethers  of  the  fatty  acids  smell  like  various  kinds  of  fruit, 
and  are  on  that  account  used  by  confectioners  and  perfumers.  Most 
sulphur  compoimds,  in  which  this  element  is  not  combined  with  oxy- 
gen, are  characterized  by  their  disagreeable  odour,  and  many  chlorides 
have  a  smell  similar  to  that  of  chloroform. 

Kelations  between  odour  and  chemical  constitution  certainly  exist ; 
but  only  a  few  such  are  known.  Thus  the  amines  or  compound 
ammonias  have  an  odour  resembling  that  of  ammonia,  and  many 
aldehydes,  compounds  which  readily  absorb  oxygen  from  the  air, 
possess  a  peculiar  suffocating  smelL 

The  taste  of  carbon  compounds  is  equally  as  varying  as  their 
odour ;  we  find  here  also  that  analogous  constitution  produces  a 
similar  taste.  The  alkaloids,  as  quinine,  strychnine,  &c.,  have  an 
intensely  bitter  taste,  whilst  the  taste  of  the  alcohols  of  polygenic 
radicals,  as  glycerin,  mannite,  and  sugar,  is  pleasantly  sweet. 

Soluhiliiy. — A  great  number  of  carbon  compounds  are  soluble  in 
water,  others  only  in  alcohol,  ether,  acetic  acid,  benzene,  &c.  These 
different  solvents  are  made  use  of  in  separating  or  purifying  them. 
In  homologous  series  the  first  members  are  generally  more  soluble  in 
wat^r  than  the  higher  ones.    Thus  in  the  seiies  of  the  alcohols  and 


THE  CARBON  COMPOUNDS. 


45 


fatty  acids,  the  lower  members  are  miscible  with  water  in  all  pro- 
portioiis,  whilst  those  following  next  dissolve  only  in  certain  propor- 
tions, and  the  highest  are  insoluble  in  water.  All  hydrocarbons  are 
either  very  sparingly  soluble,  or  quite  insoluble  in  water ;  by  replacing 
in  them  a  part  of  the  hydrogen  by  hydroxyl  or  oxygen,  compounds 
are  formed  which  are  more  soluble,  generally  in  proportion  to  the 
more  oxygen  they  contain.  Thus  butyl  C^H^^  is  almost  insoluble  in 
water,  butyl  alcohol  C^Hg(0H)2  readily  soluble,  and  butylene  alcohol 
C^H8(0H)  mixes  with  water  in  all  proportions.  Succinic  acid  C^H^O^ 
is  more  soluble  than  butyric  acid  C^HgOg,  and  malic  acid  C^H^Og  is 
very  deliquescent. 


FRACTIONAL   DISTILLATION. 

This  is  an  operation  often  made  use  of  in  the  preparation  of  pure 
carbon- compounds  to  isolate  the  different  constituents  contained  in 
a  mixture  of  volatile  bodies.  On  subjecting  a  mixture  of  tw^o 
liquids  to  distillation,  at  the  beginning  a  large  proportion  of  the  more 
volatile  body  comes  over ;  but  the  boiling-point  rises  continually,  and 
more  and  more  of  the  vapour  of  the  less  volatile  compound  mixes  with 
that  of  the  more  volatile.  It  is  only  when  the  difference  betw^een  the 
boiling-points  of  the  two  bodies  is  very  considerable  that  it  is  possible 
to  efiFect  an  almost  complete  separation  by  one  distillation.  In  this 
case,  when  the  operation  is  carried  on  very  slowly,  the  more  volatile 
body  distils  at  a  nearly  constant  temperature ;  and  as  soon  as  all  of  it 
has  passed  over,  the  thermometer  rises  rapidly  to  the  boiling-point  of 
the  less  volatile  compound.  But  in  most  cases  it  is  impossible  even 
to  approach  a  separation  by  only  one  distillation.  By  collecting  sepa- 
rately the  portions  distilling  between  certain  intervals  of  temperature, 
say  between  each  5°,  or  10°,  the  first  will  consist  chiefly  of  the  lower 
boiling  body,  and  the  last  of  the  less  volatile  substance ;  whilst  the 
composition  of  the  greatest  portion  boiling  bebveen  these  two  ap- 
proaches more  or  less  to  that  of  the  original  mixture. 

The  following  example  shows  well  how  very  imperfectly  even  bodies 
whose  boiling-points  are  not  close  together  are  separated  by  one 
distillation.  A  mixture  of  100  grams  of  ethyl  alcohol  (boiling-point 
78*4**)  and  100  grams  of  amyl  alcohol  (boiling-point  132°)  was  distilled 
from  a  long-necked  flask,  and  the  distillate  collected  in  7  fractions, 
the  composition  of  which  was  found  by  optical  analysis : — 


BofliDg-point .... 

SO'^-W 

00*>-100° 

100°-110° 

1100-120" 

120"-130'' 

130"-13lo 

131°-182o 

Weight  of  fraction  .    .    . 

47 

45 

25 

14 

18 

11 

3d 

0-2 
998 

Per  cent  of  Ethyl  Alcohol 
Per  cent  of  Amyl  Alcohol 

88  1 
19*9 

82 
18 

«15 
885 

52-1 
47-9 

18-4 
81-6 

4-5 
95-5 

100-0 

100 

100-0 

100-0 

100-0 

100-0 

100-0 
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In  the  flask  remnineJ  4  grams  of  pure  amyl  alcohol. 

It  is  easy  to  understand  the  reason  why,  tn  such  a  distillation,  the 
leas  volatile  body  distils  so  much  below  its  boiling-point  As  is  well 
known,  all  volatile  bodies  evaporate  below  their  boiling-points,  and 
this  takes  place  with  greater  facility  when  the  tension  of  the  vapour 
is  higlier,  and  the  quicker  the  aiirrnunding  atmosphere  is  changed. 
Now  these  very  conditions  are  fulfilled  on  boiling  a  mixture  of  two 
liquids  ;  the  vapour  of  the  lower  boiling  body  carries  that  of  the  less 
volatile  substance  with  it  on  passing  through  the  mixture,  and  being 
quickly  condensed,  a  new  atmosphere  is  continually  formed. 

Inmost  cases  such  mixtures  contain  more  than  two  compounds; 
thus  the  so-called  fusel  oil  is  a  mixture  of  several  homolc^us  alco- 


hols, and  American  pctrohiiini  contains  a  largo  number  of  marsh-gas 
hydrocarbons,  whilst  the  light  oils  of  coal-tar  contain  benzene  and 
homologous  hydrocarbons.  In  order  to  isolate  from  such  mixtures 
tolerably  pure  compounds,  the  different  fractions  obtained  in  the  first 
distillation  are  again  submitted  to  the  same  operation,  and  those  \x>t- 
tiona  which  distil  Iietween  the  same  intervals  of  temperature  collected 
separately ;  and  this  process  is  repeated  until  bodies  with  a  nearly 
constant  boiling-point  have  been  obtained. 

A  complete  separation  cannot  be  effected  in  this  way ;  since  sub- 
stances obtained  by  this  method,  though  having  a  constant  boiling- 
point,  are  never  quite  pure,  and  thus  require  to  be  further  treated  in 
dilferont  ways  in  order  to  effect  a  complete  separation. 
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The  apparatus  used  in  the  laboratory  for  fractional  distillation  is 
seen  in  Fig.  7.  The  boiling  liquid  is  contained  in  a  flask,  A,  the  vapours 
enter  the  bulb  tube  c,  containing  the  thermometer ;  the  large  sur- 
face allows  the  less  volatile  substance  to  condense,  whilst  the  more 
volatile  vapours  enter  the  condenser,  round  which  cold  water  flows. 
By  such  an  arrangement  the  number  of  distillations  required  is  much 
diminished. 


CLASSIFICATION  OF  THE  CARBON  COMPOUNDS. 

It  has  already  been  fully  explained  that  the  carbon  compounds  are 
divided  into  several  large  groups,  according  to  the  manner  in  which 
the  carbon  atoms  are  linked  together ;  each  of  these  may  again  be 
subdivided  into  compounds  of  monad,  dyad,  triad,  &c.,  radicals.  It 
is,  however,  at  present  impossible  to  arrange  all  carbon  compounds 
according  to  such  a  system,  because  several  of  these  groups  have  been 
very  incompletely  studied,  and  there  exists  a  very  large  number  of 
organic  bodies  the  constitution  of  which  is  not  known  at  all.  We 
shall  therefore  arrange  the  carbon  compounds  in  the  following  order. 

(1)  The  oxides  and  the  sulphide  of  carbon,  as  well  as  the  cyanogen 
compounds,  exhibit  in  their  behaviour  more  resemblance  to  the 
compounds  of  the  other  elements  than  the  remainder  of  the  carbon 
compounds,  and  for  this  reason  they  are  generally  treated  of  under 
the  head  of  inorganic  chemistry. 

We  shall  consider  these  compounds  first,  as  the  radicals  contained 
in  these  occur  also  in  a  large  number  of  other  carbon  compounds,  the 
chemical  constitution  of  which  will  be  only  properly  understood  by 
being  well  acquainted  with  that  of  the  former. 

(2)  The  large  group  of  fatty  substances  coming  next  has  been  very 
fuUy  investigated ;  they  are  subdivided  again  according  to  the  quanti- 
valence  of  their  radicals.  Much  less  complete,  however,  is  our 
knowledge  of  the  non-saturated  compounds.  As  most  of  them  are 
very  nearly  connected  with  compounds  of  the  fatty  group,  being 
either  obtained  from  the  latter,  or  transformed  into  such  by  the  addi- 
tion of  hydtogen,-  they  will  be  considered  along  with  them. 

(3)  Next  come  the  compounds  wliich  are  richer  in  carbon  than  the 
fatty  substances,  and  which  are  not  converted  into  such  by  the  addition 
of  hydrogen.  These  are  again  subdivided  into  several  groups,  amongst 
which  that  of  the  aromatic  compounds  has  been  most  fully  investi- 
gated. They  are  so  arrange  d  that  all  the  compounds  containing  the 
same  number  of  carbon  atoms  in  the  molecule  are  placed  together. 

The  last  group  consists  of  a  number  of  compounds  existing  in 
plants  and  animals,  the  constitution  of  which  is  not  yet  known. 
Most  of  them  have  a  very  complicated  constitution,  and  exhibit  only 
a  few  relations  to  compounds  of  known  structure. 
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CYANOGEN  COMPOUNDS. 

Carbon  and  nitrogen  do  not  combine  directly ;  but  when  nitrogen 
is  passed  over  a  white-hot  mixture  of  charcoal  and  an  alkali  or  an 
alkaline  carbonate,  combination  takes  place,  and  a  metallic  cyanide  is 
formed : — 

Nj  H-  C,  H-  K2CO3  =  2KCN     +  SCO 
N^  4-  C3  -f  BaO      =  Ba(CN)2  H-  CO 

Cyanides  are  formed  mucli  more  abundantly  when  nitrogenous 
carbon  compounds  are  heated  with  alkalis,  and  this  is  the  principal 
method  by  which  potassium  cyanide  is  prepared  on  a  large  scale. 
This  compound  forms  the  starting  point  for  the  preparation  of  other 
cyanogen  compounds,  amongst  which  prussic  acid,  prussian  blue,  and 
prussiate  of  potash  are  best  known.  All  these  compounds  contain  the 
monad  group  CN,  in  which  the  three  combining  imits  of  nitrogen 
are  saturated  with  three  of  tetrad  carbon ;  this  radical  has  been  called 
cyanogen  (tcvavoi;  blue),  and  it  is  contained  in  a  large  number  of  com- 
pounds, of  which  the  following  are  examples  : — 

Cyanogen  Hydride     .  CNH  Cyanamide    ....    CN.NHj 

Cyanogen  Chloride    .  CNCl  Potassium  Cyanide    .    CNK 

Cyanogen  Sulphide    .  (CN),S  Dicyanoeen  i  ^^ 

Cyanic  Acid     .     .    .  CN.OH         JJicyanogen  .     .    .    .   |  qjj 

Besides  these  simple  compounds  we  also  know  a  number  of  poly- 
meric modifications : — 

Cyanuric  Chloride CgN,Clg 

Cyan  uric  Acid CjNg(OH)j 

Cyanuric  Amide C3Nj(NHj)j 

These  compoimds  contain  the  triad  radical  CgN,,  which  has  probably 
the  following  constitution : — 

— C=N— C— 

\  /'' 

N       N 

\^ 
C 

I 

The  metallic  cyanides  have  a  great  tendency  to  unite  with  one 
another  to  form  double  cyanides ;  in  some  of  these  salts  the  heavy 
metal  cannot  be  detected  by  the  usual  reagents ;  being  contained  in 
them  in  a  mode  of  combination  different  filom  that  exhibited  in  other 
salts.  The  most  important  of  them  are  Potassium  Ferrocyanids 
re(CN)gK^,  and  Potassium  Ferricyanide  Fe(CN)^Kj. 

When  these  salts  are  acted  upon  by  hydrochloric  acid,  the  potassium 
is  replaced  by  hydrogen,  and  the  compounds  Hydric  Ferroeyanide 
Fe(CN)QH^  and  Hydric  Ferricyanide  Fe{CK)^K^  are  formed ;  both  of 
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which  are  powerful  acids.  The  constitution  of  these  compounds 
may  be  explained  by  means  of  the  quantivalence  of  iron,  which  is  a 
tetrad,  and  forms  two  series  of  compounds — ferrous  compounds,  which 
contain  two  atoms  of  iron  as  a  tetrad  group,  and  ferric  compounds,  in 
which  two  atoms  of  the  metal  are  combined  forming  a  hexad  group, 
thus  : — 

Fe=Cl  Fe=Cl 

Ferrous  Chloride  ||  Ferric  Chloride   | 

Fe=Cl  Fe=Cl 

If  in  ferrous  chloride  each  atom  of  chlorine  be  replaced  by  the  triad 
radical  C^Ng,  the  octad  radical  Ferrocyanogen  iS  obtained,  whilst  the 
hexad  radical  Ferricyanogen  is  formed  by  4  C3N3  combining  with  the 
hexad  ferric  group,  thus : — 

Hydric  Ferrocyanide.  Hydric  Ferricyanide. 

HjCsN.  C3N3H,  HjCaN,  CjNjH 

\  /  \  ^ 

Fe=Fe  Fe— Fe 

H.CgN,'^  \N3H2  HCjNj^  XnjH, 

The  formulae  given  above,  and  which  are  those  generally  used  for 
their  simplicity,  represent,  as  we  now  see,  only  half  a  molecule. 


CN 
CYANOGEN  GAS   OH  DICYANOGEN   C^Nj  =  | 

CN 

This  gas,  which  occurs  in  small  quantities  in  the  gases  of  iron  blast 
furnaces,  is  obtained  by  the  action  of  heat  on  the  cyanides  of  mercury, 
silver,  or  gold,  and  is  best  prepared  by  heating  dry  mercuric  cyanide 
in  a  tube  or  retort  of  hard  glass,  and  collecting  the  gas  over  mercury. 
It  is  colourless,  has  a  pungent  smell  like  prussic  acid,  and  is  poisonous. 
Cyanogen  gas  condenses  to  a  liquid  imder  a  pressure  of  about  4 
atmospheres,  or  by  exposure  to  extreme  cold  under  the  ordinary 
pressure ;  it  boils  at  —  21°,  and  solidifies  at  —  34°  to  a  radiated  icy 
mass.  It  burns  with  a  beautiful  purple  flame,  forming  nitrogen  and 
carbonic  dioxide.  Cold  water  absorbs  4 — 5  vol.  of  the  gas,  and  it  is 
also  freely  soluble  in  alcohol.  These  solutions  soon  assume  a  brown 
colour ;  after  some  time  a  brown  powder  is  deposited,  and  the  aqueous 
solution  now  contains  carbon  dioxide,  ammonia,  urea,  and  a  large 
quantity  of  ammonium  oxalat<3 : — 

C,N,  +  4H,0  =  0,0,  (NH Jj 

When  the  gas  is  passed  into  strong  hydrochloric  acid,  or  when  a 
small  quantity  of  aldehyde  Ls  added  to  its  aqueous  solution,  it  takes 
up  only  2  molecules  of  water,  oxamide  being  formed : — 

C0N2  -f  2H2O  =  C,02(NH2)o 
C  "  ^ 
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By  the  inverse  reaction,  that  is  by  taking  the  elements  of  water 
out  of  ammonium  oxalate  and  oxamide,  wliich  may  be  done  by  beating 
them  with  phosphorus  pentoxide,  cyanogen  gas  is  again  formed 

Potassium  combines  directly  with  cyanogen  gas  under  the  influence 
of  heat,  and  by  passing  the  gas  into  potash  solution  or  over  red-hot 
potassium  carbonate,  a  mixture  of  cyanide  and  cyanate  is  formed  : — 

CgN,  H-  K2CO3  =  CNK  H-  CNOK  -f  CO^ 

In  the  preparation  of  cyanogen  a  brown  powder  is  left  behind 
which  is  a  polymeric  modification  of  the  gas,  and  is  called  para" 
-cyanogen.     By  continued  application  of  heat  this  body  is  completely 
transformed  into  gaseous  cyanogen. 


HYDROGEN   CYANIDE,   HYDROCYANIC  OR  PRUSSIC  ACID  CNH. 

Tliis  compound  is  fonned  by  replacing  the  metal  in  metallic 
cyanides  by  hydrogen,  and  may  be  obtained  by  acting  on  potassium 
cyanide  with  a  dilute  acid,  or  by  decomposing  mercuric  cyanide  with 
hydrogen  sulphide.  It  is,  however,  best  prepared  by  heating  a  mixture 
of  10  parts  of  coarsely  powdered  potassium  ferrocyanide  with  a  per- 
fectly cold  mixture  of  7  parts  of  sulphuric  acid  with  (according  to  the 
strength  of  the  prussic  acid  required)  14—40  parts  of  water.  The 
flask  must  be  connected  with  a  good  condenser,  the  lower  end  of 
which  dips  under  water  contained  in  a  receiver.  To  prepare  the 
anhydrous  acid,  the  sulphuric  acid  is  diluted  with  twice  its  weight  of 
water,  and  the  vapour  after  having  passed  a  U  tube  which  is  filled 
with  calcium  chloride,  and  immeraed  in  water  of  30^  is  condensed  in 
a  vessel  surrounded  by  a  freezing  mixture. 

Pure  hydrocyanic  acid  is  a  colourless  liquid,  boiling  at  26*5^  and 
solidifying  at  —  15°  to  a  mass  like  ice.  It  is  excessively  poisonous, 
a  drop  producing  instant  death  when  swallowed,  and  the  inhalation 
of  its  vapour  is  likewise  instantly  fatal.  It  has  a  peculiar  odour,  and 
its  vapour  when  diluted  with  air  produces,  when  inhaled,  a  peculiar 
irritation  in  the  throat.  It  dissolves  in  water,  alcohol,  and  ether,  in 
all  proportions,  and  is,  as  well  as  its  concentrated  aqueous  solution, 
inflammable,  burning  with  a  purple  flame. 

The  anhydrous  acid  soon  undergoes  spontaneous  decomposition; 
giving  ofi*  ammonia,  and  leaving  a  brown  residue.  It  suffers  the  same 
decomposition  in  an  aqueous  solution,  a  part,  however,  being  con- 
verted into  ammonium  formate.  This  decomposition  is  almost  en- 
tirely prevented  by  the  presence  of  a  small  quantity  of  formic  or  a 
mineral  acid ;  but  when  it  is  mixed  with  strong  acids,  water  is  taken 
up,  and  ammonia  and  formic  acid  are  produced.  On  the  other  hand, 
when  ammonium  formate  is  heated,  it  splits  up  into  water  and  prussic 
acid : — 

NH.COgH  =  2H2O  4-  NCH 
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Hydrocyanic  acid  is  also  formed  by  passing  tlie  electric  discharge 
through  a  mixture  of  acetylene  and  nitrogen,  thus : — 

C2H2  4-^2  =  2NCH 

Hydrocyanic  acid  is  used  as  a  medicine,  and  is  contained  in  certain 
officinal  preparations  such  as  laurel  water,  bitter  almond  water,  &c., 
which  are  obtained  by  distilling  the  leaves  of  the  common  laurel,  or 
bitter  almonds  with  water.  These  plants  do  not  contain  the  prussic 
acid  ready  formed ;  but,  in  common  with  most  of  the  plants  of  the 
same  family,  contain  amygdalin,  a  complicated  compound  which, 
under  certain  circumstances,  splits  up  into  sugar,  oil  of  bitter  almonds, 
and  prussic  acid. 

To  estimate  the  quantity  contained  in  these  preparations,  to  a 
measured  or  weighed  quantity  an  excess  of  potash  solution  is  added, 
and  then  by  means  of  a  burette  a  solution  of  silver  nitrate  containing 
6*3  grams  in  one  litre.  The  silver  solution  is  added,  until  a  perma- 
nent precipitate  appears ;  each  cb.cm.  corresponds  to  two  milligrams 
of  anhydrous  prussic  acid.  In  this  reaction  the  double  cyanide 
AgCN  -f-  KCN  is  formed,  which  is  not  decomposed  by  alkalis,  and  is 
soluble  in  water ;  but  as  soon  as  exactly  half  the  quantity  of  prussic 
acid  present  is  converted  into  silver  cyanide,  one  drop  more  of  the 
silver  solution  will  produce  a  permanent  precipitate  of  silver  cyanide. 

To  detect  hydrocyanic  acid,  as  in  cases  of  poisoning,  the  suspected 
matter  is  acidulated  with  tartaric  acid,  and  the  pnissic  acid  distilled 
off  by  means  of  a  water  bath.  The  distillate  is  made  alkaline  with 
caustic  soda,  and  a  mixture  of  a  ferrous  and  ferric  salt  (a  solution  of 
ferrous  sulphate  oxidised  by  exposure  to  the  air)  is  added,  and  then  an 
excess  of  hydrochloric  acid;  pnissian  blue  remains  undissolved  if 
prussic  acid  is  present ;  if  the  quantity  contained  is  very  small,  the 
solution  appears  first  of  a  green  colour,  and  on  standing  de]>osits  dark 
blue  flakes.  Wlien  dilute  prussic  acid  is  mixed  with  yelloio  ammo- 
nium sulphide,  and  the  liquid  evaporated  over  a  water  bath,  am- 
monium sulphocyanate  is  formed;  the  presence  of  this  body  is  made 
known  by  means  of  ferric  chloride,  which  produces  a  deep  blood-red 
coloration. 

METALLIC    CYANIDES. 

Potassium  Cyanide  KCN. — The  different  modes  of  formation  of  this 
salt  have  already  been  mentioned;  it  is  often  produced  in  large 
quantities  in  the  blast  furnaces  in  which  iron  ores  are  smelted  with 
coke  or  coal.  Pure  potassium  cyanide  is  obtained  by  passing  the 
vapour  of  prussic  acid  into  an  alcoholic  solution  of  potash ;  the  salt, 
being  but  slightly  soluble  in  alcohol,  crystallizes  out  in  cubes.  Tlie 
pure  compound  is  also  formed  by  the  ignition  of  potassium  ferro- 
cyanide,  which  is  decomposed  at  a  red  heat  into  potassium  cyanide, 
iron  carbide,  and  nitrogen  : — 

Fe(CN)oK,  =  4KCN  +  FeC^  +  N^ 

1.  1 
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The  commercial  product  is  prepared  by  fusing  the  ferrocyanide 
with  potassium  carbonate : — 

Fe(CN)eK^  +  K2CO3  =  5KCN  +  KOCN  -f  Fe  -f  COg 

On  heating  the  mixture,  carbon  dioxide  escapes,  and  the  irou 
separates  in  the  form  of  a  spongy  mass,  from  which  the  fused  cyanicte 
is  poured  off.  The  salt  thus  obtained  is  mixed  with  some  cyanate, 
the  presence  of  which,  however,  is  of  little  or  no  consequence  for 
most  of  the  purposes  for  which  potassium  cyanide  is  used. 

Potassium  cyanide  is  largely  used  as  a  chemical  reagent,  in  gal- 
vanic silvering  and  gilding,  and  in  photography,  &c  It  is  very 
soluble  in  water,  sparingly  in  cold,  more  so  in  hot  alcohol.  At  a  red 
heat  it  fuses  to  a  clear  liquid,  which  slowly  takes  up  oxygen  from  the 
air.  This  takes  place  more  quickly  in  presence  of  metallic  oxides, 
the  cyanide  being  converted  into  the  cyanate ;  on  tliis  account  it  is 
used  as  a  reducing  agent  in  blow-pipe  experiments.  On  fusing  it 
with  sulphur,  potassium  sulphocyanide  is  formed,  KSCN.  Potassium 
cyanide  is  decomposed  by  the  weakest  acids,  even  by  moist  carbon  di- 
oxide ;  it  therefore  smells  of  prussic  acid,  and  is  as  dangerous  a  poison. 

Sodium  Cyanide  NaCN  crystallizes  likewise  in  cubes,  and  has  the 
gi'eatest  resemblance  to  the  potassium  salt. 

Ammonium  Cyanide  NH^CN  is  formed  by  the  direct  union  of  am- 
monia and  prussic  acid,  and  can  also  be  obtained  by  heating  a  mixture 
of  sal-ammoniac  and  potassium  cyanide  in  a  retort  connected  with  a 
well-cooled  receiver.  It  crystallizes  in  cubes,  smells  strongly  of  am- 
monia and  prussic  acid,  and  boils  at  36°.  Its  vapour  is  inflammable, 
and  bums  with  a  yellow  flame.  It  is  a  very  unstable  compound, 
gradually  changing  into  a  brown  matter,  a  decomposition  which  takes 
place  more  quickly  in  the  moist  state. 

Silver  Cyanide,  AgCN. — Soluble  cyanides  produce  in  a  solution  of 
silver  nitrate  a  white  precipitate  of  silver  cyanide,  resembling  silver 
chloride ;  it  is  insoluble  in  dilute  nitric  acid,  but  dissolves  readily  in 
ammonia  and  in  potassium  cyanide,  from  which  solution  the  double 
salt,  AgCN  +  KCN,  can  be  obtained  in  octahedrons  on  evaporation. 
This  salt  is  used  for  electro-silvering. 

Zinc  Cyanide,  Zn(CN)2  is  obtained  as  a  white  precipitate  by  adding 
potassium  cyanide  to  a  solution  of  a  zinc  salt;  it  is  soluble  in  an 
excess  of  potassium  cyanide. 

Nickd  Cyanide  Ni(CN)2. — Nickel  salts  are  precipitated  by  potas- 
sium cyanide ;  the  apple-green  precipitate  produced  is  readily  soluble 
in  an  excess  of  potassium  cyanide  solution,  forming  the  double  salt, 
Ni(CN)2  +  2KCN;  by  adding  hydrocliloric  acid  to  a  solution  of  this 
salt,  nickel  cyanide  is  again  precipitated. 

Cobalt  Cyanide  Co(CN)2  is  a  brownish  red  precipitate,  which  also 
dissolves  easily  in  an  excess  of  potassium  cyanide.  When  this  solu- 
tion is  slightly  acidulated  and  boiled,  hydrogen  is  given  off,  and  potas- 
siuna  cobalticyanide  is  formed : — 

2C!o(CN),  +  6KCN  +  2HCN  =  Co4(d;iS^);K^  +  H^ 
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The  solution  thus  obtained  is  not  precipitated  by  hydrochloric  acid, 
nnd  this  reaction  is  therefore  used  for  the  separation  of  cobalt  from 
nickel. 

3fercuric  Cyanide,  Hg(CN)2  is  obtained  by  dissolving  mercuric 
oxide  in  aqueous  prussic  acid,  or  by  boiling  this  oxide  with  prussian 
blue  and  water.  It  crystallizes  in  colourless,  quadratic  prisms,  and  is 
very  poisonous. 

Cyanides  of  Oohl. — On  precipitating  a  solution  of  gold  trichloride 
with  ammonia  and  dissolving  the  precipitate  in  a  solution  of  potassium 
cyanide,  the  double  salt  Au2(CN)2  H-  2KCN  is  formed,  which  is 
used  for  electro-gilding.  If  a  neutral  solution  of  gold  trichloride  is 
added  to  a  hot  solution  of  potassium  cyanide  the  salt  Au(CN)3H-KCN 
is  formed,  wliich  crystallizes  on  cooling,  forming  colourless  crystals. 

NitTocyanide  of  Titanium  Ti(CN)o-h3  TigNg. — This  remarkable  com- 
pound, which  was  formerly  believed  to  be  metallic  titanium,  occurs 
as  a  furnace  product  in  the  fonn  of  opaque  copper-coloured  cubes  in 
iron  blast  furnaces. 

The  same  compound  is  obtained^by  exposing  a  mixture  of  potassium 
ferrocyanide  and  titanic  dioxide  to  a  strong  white  heat.  When  this 
body  is  heated  to  redness  in  a  current  of  steam,  titanic  dioxide  is 
formed  with  the  evolution  of  hydrogen,  ammonia,  and  hydrocyanic 
acid : — 

Ti(CN)2  +  STi^N.,  4-  2OH2O  =  lOTiOg  -f  lOHg  H-  2CNH  +  6NH3 


FERROGYANIDES   AND   FERRICYANIDES. 

Tlie  constitution  of  these  compounds  has  already  been  discussed. 
Of  the  two  isomeric  radicals,  ^Qo{G^^^j  Ferrocyanogen  is  an  octad 
and  Ferricyanoyen  a  hexad.  We  shall,  however,  in  the  following 
pages  use  the  simplest  formulae  and  express  half  the  molecule  of 
ferrocyanogen  by  Cfy,  and  half  that  of  Ferricyanogen  by  Cfdy,  whilst 
Fe  will  stand  for  ferrous  and  Feg  for  ferric  iron. 

Potassium  Ferrocyanide  K^Cfy  can  be  obtained  by  mixing  solutions 
of  potassium  cyanide  and  ferrous  sulphate ;  a  brown  precipitate  is 
first  formed,  Fe2(CN)5K,  which  dissolves  in  an  excess  of  potassium 
cyanide,  forming  potassiimi  ferrocyanide : — 

Fe2(CN),K  +  7KCN  =  Fe,(C3N3),K3 

This  compound,  commonly  known  by  the  name  of  yellow  prussiate 
of  potash,  forms  the  starting  point  for  preparing  most  of  the  other 
cyanogen  compounds,  and  is  prepared  on  the  large  scale  by  fusing 
together  crude  potashes,  iron  filings,  and  animal  matter  such  as  horns, 
hoofs,  hair,  blood,  leather  clippings,  or  the  charcoal  obtained  from 
them. 

The  products  formed  are  potassium  cyanide,  ferrous  sulphide,  and 
potassium-ferrous  sulphide  KgS-f-FeS ;  the  two  latter  originating. from 
the  sulphates  contained  in  potashes,  and  the  sulphur  existing  in  the 
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animal  inatter.  By  exhausting  the  melt  with  water,  the  following 
reaction  sets  in : — 

6KCN  4-  FeS  =  Fe(CN),K4  +  K^S 

By  employing  materials  free  from  sulphur  a  greater  yield  of  cyanide 
is  obtained.  Some  manufacturers  therefore  use  purified  potashes  and 
no  iron,  and  add  to  the  liquor,  ferrous  carbonate  which  has  been 
freshly  precipitated  or  finely  powdered  spathose  iron  : — 

6KCN  -f  FeCOg  =  Fe(CN)cK,  -f  CO3K2 

Potassium  ferrocyanide  crystallizes  from  its  concentrated  solution 
in  large  yellow  crystals,  containing  3  mol.  of  water  of  crystallization, 
and  belonging  to  the  quadratic  system  (Fig.  8).     It  is  readily  soluble 

in  water,  and  is  not  poisonous;  when  given  in 
large  doses  it  acts  as  a  laxative.  The  crystals 
lose  their  water  at  100*',  and  are  converted  into 
a  white  powder.  Heated  to  a  dull  red  heat  it 
decomposes,  potassium  cyanide,  iron  carbide,  and 
free  nitrogen  being  formed.  Ferrous  salts  produce 
^'^  ^*  in  its  solution  a  white  precipitate,  which  when 

exposed  to  the  air  rapidly  absorbs  oxygen,  and  turns  blue ;  ferric  salts 

produce  a  deep  blue  precipitate  having  the  composition  y^  j-  Cfyo ; 

this  compound  is  insoluble  in  salt  solutions,  but  dissolves  freely,  and 
with  a  beautiful  blue  colour,  in  water ;  it  loses  its  solubility  on  drying 
it  at  110°  when  it  loses  water.  Its  aqueous  solution  is  not  changed 
by  ferric  salts,  but  on  addition  of  ferrous  sulphate  a  deep  blue  pre- 
cipitate is  formed,  potassium  being  replaced  by  dyad  iron  : — 

^»  I  Cfy,  +  FeSO,  =  ^p^  }  Cfy,  +  K,SO, 

This  compound  is  the  chief  constituent  of  pnissian  blue,  which  is 
obtained  by  precipitating  prussiate  of  potash  with  commercial  iron 
sulphate  (a  mixture  of  ferrous  and  ferric  sulphates),  and  washing 
the  precipitate  with  water  in  the  presence  of  air  or  chlorine  water, 
and  treating  it  with  dilute  hydrochloric  acid,  in  order  to  remove 
ferric  oxide  or  basic  iron  salt5.  The  commercial  product  always 
contains  potassium,  and  appears  to  be  a  mixture  of  the  two  com- 
pounds described  above.  It  forms  blue  masses  having  a  conchoidal 
fracture  and  a  coppery  lustre.  It  is  insoluble  in  acids  with  the 
exception  of  oxalic  acid,  which  dissolves  it  with  a  fine  blue  colour; 
this  solution  is  used  as  a  blue  ink.  By  alkalis  it  is  decomposed,  a 
ferrocyanide  of  the  alkali-metal  being  formed. 

Hydric  Ferrocyanide  or  Hydrofcn'ocyanic  Add  CfyH^. — On  adding 
strong  hydrochloric  acid  to  a  concentrated  solution  of  potassium 
ferrocyanide,  a  white  precipitate  of  hydric  ferrocyanide  is  obtained, 
which  is  purified  by  pressing  between  blotting  paper,  dissolving  in 
spirits  of  wine,  and  pouring  on  this  solution  a  layer  of  ether ;  aiter 
some  time  the  pure  acid  sej^rates  out  in  colourless  crj'stals.     On 
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miziBg  the  alcoholic  solution  with  ether,  the  compound  is  precipi- 
tated as  a  crj'stalline  powder.  Wlien  exposed  to  tlie  air,  it  absorbs 
oxygen ;  prussic  acid  is  given  off,  and  prussian  blue  formed ;  this 
change  takes  place  more  quickly  on  the  application  of  heat.  Hydric 
ferrocyanide  is  a  strong  acid  which  decomposes  not  only  carbonates 
but  also  acetates  and  oxalates.  On  boiling  its  aqueous  solution  hydro- 
cyanic acid  is  given  off  and  a  white  precipitate  of  ferrous  ferrocyanide 
FegCfy  =  Fe3(CN)e  is  formed  :— 

3H^(CN)e  =  12HCN  +  FegCCN;^ 

This  decomposition  occurs  in  the  preparation  of  prussic  acid  from 
potassium  ferrocyanide  and  dilute  sulphuric  acid. 

The  ferrocyanides  of  other  metals  are  either  sparingly  soluble  in 
water  or  insoluble,  and  are  therefore  obtained  as  precipitates  by  adding 
a  solution  of  potassium  ferrocyanide  to  solutions  of  metallic  salts ; 
potassium,  ferrocyanide  is  for  this  reason  used  as  a  reagent.  Thus 
with  solutions  of  barium  salts  it  gives  a  crj'stalliue  precipitate  having 
the  composition  BaKgCfy,  and  by  adding  a  solution  of  the  ferro- 
cyanide to  a  solution  of  copper  sulphate,  a  red  i)recipitate  of  copper 
ferrocyanide  CugCfy  is  formed  ;  whilst  by  adding  a  solution  of  a 
cupric  salt  to  an  excess  of  potassium  ferrocyanide  a  brown  precipitate 
CuEljCfy  is  obtained. 

Potassium  Ferricyanide  KgCfdy. — This  compound,  commonly 
known  as  red  pncssiate  of  jpoiash,  is  prepared  by  passing  chlorine  into 
a  solution  of  potassium  ferrocyanide : — 

K,(CN)cFe  4-  CI  =  KCl  +  K3(0N)«Fe 

Potassium  chloride  and  ferricyanide  are  formed  and  separated  from 
one  another  by  crystallization.  The  red  prussiate  crystallizes  in  large, 
dark  red,  monoclinic  prisms,  soluble  in  water  with  a  brownish  green 
colour.  By  reducing  agents  it  is  re-converted  into  a  ferrocyanide ; 
this  is  easily  effected  by  adding  potassium  amalgam  to  its  aqueous 
solution.  Its  alkaline  solution  is,  therefore,  a  powerful  oxidizing 
agent;  it  converts  chromic  oxide  into  chromic  acid,  and  manganese 
monoxide  into  the  dioxide : — 

r)K3(CN)eFe  -h  lOHOK  -h  Cr^Og  =  6K,(CN),Fe  -h  2K2CrO,  H-  5Rjd 

Ferric  salts  are  not  precipitated  by  the  addition  of  potassium  ferri- 
cyanide, the  solution  only  assumes  a  dark  brown  colour ;  but  with 
ferrous  salts  it  produces  a  dark  blue  precipitate,  called  TurnlxdVs 
blue,  which  is  generally  considered  to  consist  of  ferrous  ftrHoyanidr 
Fe3(Cfdy)2.     This   precipitate,   however,  has   the  same  composition 

Fe   \ 

and  the  same  properties  as  the  compound   ^^  >  Cfy2,  which,  as  we- 

have  seen,  forms  the  chief  constituent  of  prussian  blue,  and  it  appears 
highly  probable  that  the  two  compounds  are  identical.  Its  formation, 
is  easily  explained.  By  bringing  together  ferricyanide  of  potassium 
and  a  ferrous  salt,  a  part  of  the  latter  is  oxidized,  a  ferric  salt  being 
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formed  and  a  ferrocyanide,  from  which  the  mixture  of  the  two  iron 
salts  then  precipitates  prussian  blue: — 

2K3(CN),Fe  H-  SFeClg  -f  H^O  =  2HK3(CN),Fe  -f  FeO  +  Ye^G\  = 


^^2 1  (Fe(CN),)2  +  Hfi  H-  6KC1 


Fe 


Hydric  Ferricyanide,  Hydroferricyanic  Add,  HjCfdy. — To  pre- 
pare this  acid  a  solution  of  red  prussiate  of  potash  is  precipitated  with 
acetate  of  lead,  and  the  .precipitate,  after  washing,  decomposed  by 
dilute  sulphuric  acid  On  evaporating  the  filtrate,  the  acid  crystal- 
lizes in  brown  needles,  which  have  a  sour  and  astringent  taste. 
Exposed  to  the  air  they  give  off  prussic  acid,  and  assume  a  blue 
colour. 

NITROPRUSSIDES. 

By  adding  a  solution  of  potassium  nitrite  to  the  precipitate,  pro- 
duced by  adding  potassium  cyanide  to  a  solution  of  ferrous  sulphate, 
potassium  nitroprusside  is  formed,  according  to  the  following  equa- 
tion : — 

KFcgCyg  +  KNO2  =  K^FeCygNO  +  FeO^ 

An  excess  of  the  nitrite  at  the  same  time  oxidizes  the  ferrous  oxide 
to  ferric  oxide.  The  nitroprussides  are  distinguished  by  their  fine 
red  colour ;  the  sodium  salt,  which  crystallizes  the  best  of  all,  is  gene- 
rally prepared  from  potassium  ferrocyanide,  by  heating  it  with  dilute 
nitric  acid,  until  the  solution  no  longer  gives  with  ferrous  sulphate  a 
blue  but  a  slate-coloured  precipitate.  During  this  reaction  gases  are 
evolved,  containing  nitrogen,  carbon  dioxide,  cyanogen,  and  hydro- 
cyanic acid.  On  cooling  the  solution,  potassium  nitrate  crystallizes 
out,  the  mother  liquor  is  neutralized  with  sodium  carbonate,  the  solu- 
tion concentrated  by  evaporation,  and  the  nitroprusside  separated  from 
potassium  and  sodium  nitrate  by  crystallization. 

Sodium  Nitroprusside  NajFeCy^NO  forms  ruby-red  crystals.  Its 
aqueous  solution  gives  with  alkaline  sulphides  an  intense  purple 
coloration,  which  soon  disappears ;  it  is  therefore  used  as  a  reagent 
for  the  detection  of  soluble  sulphides ;  free  hydrogen  sulphide  is  not 
coloured  by  it 

PLATINOCYANIDES. 

By  suspending  a  mixture  of  barium  carbonate  and  platinum 
dichloride  in  boiling  water,  and  passing  hydrocyanic  acid  through 
the  liquid,  barium  platinocyanide  is  formed,  which,  on  cooling, 
crystallizes  in  large  monoclmic  prisms,  Pt(CN)^Ba  +  4HoO.  This 
salt,  like  all  other  soluble  platinocyanides,  is  remarkable  for  the 
beautiful  colours  which  it  exhibits,  the  crystals  appearing  green 
when  viewed  along  the  principal  axis,  sulphur-yellow  at  iTght  angles 
to  it,  and  in  reflected  light  the  faces  of  the  crystals  exhibit  a  blue 
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violet  lustre.  By  decomposing  this  salt  with  the  sulphates  of  the 
other  metals  the  whole  series  of  platinocyanides  can  be  obtained, 
amongst  which  the  magnesium  salt  Pt(CN)^  Mg  +  THgO  is  one  of 
the  most  beautiful ;  it  forms  fine  large  square  prisms,  of  a  deep  red 
colour  by  transmitted  light ;  but  when  viewed  by  reflected  light  the 
sides  of  the  prisms  exhibit  a  brilliant  beetle-green,  and  their  ex- 
tremities a  deep  blue  or  purple  colour.  On  adding  sulphuric  acid  to 
a  solution  of  the  platinum  salt,  hydrogen  platinoeyanide  Vt{CW)fi^  is 
obtained,  which  crystallizes  from  a  concentrated  solution  in  long 
prisms,  having  a  splendid  vermilion  colour,  accompanied  by  a  blue 
iridescence. 


COMPOUNDS   OF   CYANOGEN   WITH   THE   HALOID   ELEMENTS. 

Cyanogen  Chloride  CNCl. — To  prepare  this  compound  chlorine  is 
passed  in  the  absence  of  light  into  a  mixture  of  one  part  of  an- 
hydrous hydrocyanic  acid,  and  five  parts  of  water,  the  vessel  being 
surrounded  by  a  freezing  mixture.  Cyanogen  chloride  separates  out 
as  a  mobile  colourless  liquid,  heavier  than  water.  It  possesses  a  very 
irritating  odour,  attacking  the  eyes  and  producing  a  copious  flow  of 
tears ;  it  boils  at  15*5^  and  solidifies  at  —5°.  The  pure  compound 
may  be  kept  for  years  without  imdergoing  any  change,  but  in  the 
impure  state  it  very  soon  changes  into  the  polymeric  cyanuric 
chloride. 

Cyanogen  Bromide  CNBr  is  a  very  volatile  solid  body,  subliming 
in  needles,  soon  changing  however  into  cubes;  it  smells  like  the 
chloride. 

Cyanogen  Iodide  CNI  is  easily  obtained  by  heating  an  intimate 
mixture  of  mercuric  cyanide  and  iodine.  It  forms  fine  colourless 
needles,  and  has  a  pungent  smell.  It  is  frequently  found  in  large 
quantities  in  commercial  iodine. 

Cyanuric  Cldoride  (03^3)013. — This  compound  is  formed  as  already 
mentioned  by  the  polymerisation  of  cyanogen  chloride,  and  is  also 
obtained  by  acting  in  sunlight  with  chlorine  on  anhydrous  hydrocyanic 
acid  or  its  solution  in  ether.  It  crystallizes  in  shining  needles  or 
scales,  which  melt  at  145*  and  boil  at  190^  Its  odour  is,  especially 
on  heating,  pungent  and  producing  a  flow  of  tears. 


CYANIC   ACID   AND   CYANATES. 


Metallic  cyanides  readily  absorb  oxygen,  cyanates  being  formed. 
To  prepare  potassium  cyanate  KOCN,  prussiate  of  potash  and  potassium 
carbonate  are  fused  together,  and  red  lead  is  gradually  added.  The 
melt  is  exhausted  with  hot  spirits  of  wine;  from  this  solution  the 
salt  crystallizes  on  cooling,  in  needles  or  plates.     It  is  readily  soluble 
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in  water ;  this  solution  soon  undergoes  decomposition,  ammonia  and 
acid  potassium  carbonate  being  formed : — 

KOCN  -f  2TI,fi  =  KHCO3  +  NH3 

Cyanic  Acid     tj  >  0. — Cyanates  are  readily  decomposed  by  dilute 

acids,  but  the  cyanic  acid  at  the  same  time  takes  up  water,  and  carbon 
dioxide  and  ammonia  are  formed.  Therefore  on  adding  a  dilute  acid 
to  potassium  cyanate  effervescence  takes  place,  carbon  dioxide  being 
given  off,  which  has  a  pungent  smell,  due  to  the  presence  of  a  trace 
of  cyanic  acid.  By  acting  on  a  cyanate  with  dry  hydrochloric 
acid,  cyanic  acid  is  set  free,  which,  however,  at  once  combines  with 
hydrochloric  acid  to  form  the  compound  HCLHOCN,  a  colourless 
liquid,  fuming  in  the  air.  From  this  compound  also  it  is  impossible 
to  isolate  cyanic  acid  because  it  at  once  changes  into  polymeric 
cyanuric  acid  (CN)3(On)3.  There  is  only  one  reaction  by  which  cyanic 
acid  can  be  obtained,  and  this  is  by  the  decomposition  of  cyanuric  by 
heat,  when  it  splits  up  into  3  mol.  of  cyanic  acid,  the  vapours  of  which 
must  be  condensed  by  means  of  a  freezing  mixture.  Cyanic  acid  is 
a  colourless  mobile  liquid  with  a  most  pungent  smell.  On  taking  the 
vessel  containing  it  out  of  the  freezing  mixture  the  liquid  soon 
becomes  turbid  and  hot,  and  with  a  crackling  noise,  or  in  large 
(quantities  with  explosive  ebullitions,  is  soon  converted  into  a  white 
porcelain-like  mass,  a  polymeric  modification,  called  cyamdide,  the 
molecular  weight  of  which  is  unknown.  On  heating  cyamelide  it  is 
reconverted  into  cyanic  acid. 

Of  the  cyanates  the  most  interesting  salt  is  the  ammonnim  cyanate 

-j^TT   fO,  obtained  as  a  white  crystalline  mass,  by  mixing  the  vapour 

of  diy  cyanic  acid  with  dry  ammonia.  The  freshly  prepared  aqueous 
solution  gives  the  reactions  of  cyanic  acid  and  ammonia,  but  on 
standing  for  some  time,  or  on  heating,  the  ammonium  cyanate  is 
transformed  into  the  isomeric  carbamide  or  vrca,  CO(NH2)2.  Tlje 
dry  salt  also  undergoes  the  same  transformation  on  heating. 

Cyanuric  Acid  (CN)3(OH)3. — On  heating  carbamide  it  behaves  like 
the  ammonium  salt  of  this  acid,  splitting  up  into  ammonia  and 
cyanuric  acid.  The  best  method  for  preparing  this  compound  is  to 
pass  dry  chlorine  over  fused  carbamide  ;  nitrogen,  hydrochloric  acid, 
and  vapours  of  sal-ammoniac  are  given  off,  and  a  residue  is  left,  which 
is  exhausted  with  cold  water  to  remove  ammonium  chloride,  and  the 
remaining  cyanuric  acid  is  crystallized  from  boiling  water.  Cyanuric 
acid  is  also  formed  by  boiling  cyanuric  chloride  with  a  solution  of 
caustic  potash.  It  crystallizes  in  clear  monoclinic  prisms  (CN)3(OH)3 
+  2H2O.  When  exposed  to  the  air  it  loses  water,  and  cmmbles  into 
a  white  powder.  It  is  a  tribasic  acid ;  of  its  salts  the  sodium  salt 
is  most  characteristic,  from  the  fact  that  it  is  only  sparingly  soluble 
in  a  hot  concentrated  solution  of  caustic  soda,  and  therefore  separates 
in  fine  needles   on  heating  a  cold  saturated  solution.     By  adding 
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an  ammoniacal  solution  of  copper  sulphate  to  an  aqueous  solution 
of  cyanuric  acid,  a  crystalline  violet  precipitate  is  formed,  having  the 
formula : — 

^  ■  Cu(NH,), 

C  "NT  -'       ^ 
^''^'^(  (OH), 

8ULPH0CYAN1C    ACID    AND    SULPHOCYANATES. 

Potassium  Sulphocyanate     ^  s-  S. — To  prepare  this  salt,  anhydrous 

potassium  ferrocyanide,  potassium  carbonate,  and  sulphur  are  fused 
together,  and  the  melt  exhausted  with  spirits  of  wine.  On  evapora- 
ting this  solution  the  salt  crystallizes  in  large  colourless  prisms.  It 
is  very  readily  soluble  in  water,  the  temperature  being  at  the  same 
time  so  much  lowered  that  it  is  sometimes  used  as  a  freezing  mixture. 
On  mixing  500  grams  with  400  grams  of  cold  water  the  temperature 
goes  do^^Ti  to  —  20°. 

Ammonium  Snlphocyaiiatc  ^^   !  S,  is  formed  by  heating  prussic 

acid  with  yellow  ammonium  sulphide : — 

The  best  method  to  prepare  it  in  quantity  is  to  mix  carbon  disul- 
phide  with  alcohol  and  strong  aqueous  ammonium,  and  distil  the 
alcohol  oflf  after  some  time.  On  evaporating  the  residue  on  a  water 
bath  the  ammonium  sulphocyanate  crystallizes  out.  The  reaction 
which  takes  place  will  be  explained  under  milphocarbonic  acid. 
Ammonium  sulphocyanate  crystallizes  in  colourless  deliquescent 
plates,  which  melt  at  147°,  and  readily  dissolve  in  water,  with  the 
production  of  cold.  When  heated  for  some  time  to  170°  it  is  trans- 
formed into  the  isomeric  sulphocarbamide. 

SulpTiocyayiates  of  Meratry. — The  two  nitrates  of  mercury  are  pre- 
cipitated by  soluble  sulphocyanates.  The  mercuric  sulphocyanate  is 
decomposed  by  heat,  the  mass  swelling  up  and  leaving  a  very  volu- 
minous residue  behind.  It  is  used  for  the  preparation  of  the  so-called 
Pharaoh's  Serpents. 

Sulphocyanic  Acid  tj  !-  S. — To  obtain  the  anhydrous  acid,  sulphu- 
retted hydrogen  is  passed  over  heated  mercuric  sulphocyanate.  It  is 
a  colourless,  oily  liquid,  having  a  pungent  odour,  like  acetic  acid,  and 
solidifying  at  — 12-5°.  It  readily  undergoes  decomposition,  prussic 
acid  being  given  off,  and  a  yellow  crystalline  residue  left  behind, 
which  has  been  called  persuljpJiocyanic  acid  H2C2N2S3.  Aqueous 
sulphocyanic  acid  can  be  obtained  by  distilling  potassium   sulpho- 


NH,>.    _.CN  \g      NH,). 
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cyanate  with  dilute  sulphuric  acid,  but  a  part  of  the  acid  easily 
undergoes  a  change  by  taking  water  up  and  forming  ammonia  and 
carbon  oxysulphide  COS,  a  decomposition  analogous  to  the  forma- 
tion of  ammonia  and  carbon  dioxide  from  cyanic  acid.  By  adding 
ferric  chloride  to  a  solution  of  sulphocyanic  acid  or  a  sulphocyanate 
the  liquid  assumes  a  deep  blood-red  colour.     This  very  characteristic 

reaction  is  caused  by  the  formation  oi  fen^ic  suljplwcyanide  ^   -p  ^  [  S^, 

a  salt  which  may  be  obtained  in  small  blackish  red  ciystals  on  evapo- 
rating a  solution  of  ferric  hydroxide  in  sulphocyanic  acid. 

CN ) 

Cyanogen  SulpJiide  ^^  f  S,   is  formed  by  heating  a  mixture  of 

cyanogen  iodide  and  silver  sulphocyanate  : — 

It  sublimes  in  transparent  rhombic  plates,  wliich  smell  like 
cyanogen  iodide,  and  readily  dissolve  in  water,  alcohol,  and  ether.  By 
caustic  potash  it  is  decomposed  thus  : — 

Isosuljyhocijauates. — When  persidphocyanic  acid  is  treated  with  an 
alcoholic  solution  of  potash,  it  yields  potassium  isosulphoci/anate, 
which  is  obtained  by  slow  evaporation  from  an  aqueous  solution  in 
hard  crystals  having  the  composition  CSNK  +  H^O.  This  body  may 
be  easily  .distinguished  from  potassium  sulphocyanate  by  adding  to  its 
aqueous  solution  a  drop  of  ferric  chloride,  a  brown  coloration  being 
produced,  which  disappears  again  on  adding  more  of  the  ferric  salts. 
When  the  isosulphocyanate  is  heated,  it  melts  and  undergoes  a  mole- 
cular change,  being  transformed  into  the  common  sulphocyanate. 

The  free  isosulphocyanic  acid  has  not  yet  been  obtained,  but  we  are 

acquainted  with  a  series  of  ethers  of  this  acid,  of  which  the  best 

known  is  oil  of  mustard  or  allyl  isosulphocyanate,  having  the  con- 

f  CS 
stitution  N  -j  ^'^tt  ,  from  which  it  follows  that  isosulphocyanic  acid  is 

^       o      o 

siilplwcarlyimidc  N-!  tt  . 


AMIDES   OF   CYANOGEN. 

CNl 
Cyan^xmide     H  >N. — On  passing  gaseous  cyanic  acid  into  a  solu- 

tion  of  ammonia  in  ether,  ammonium  chloride  separates  out,  and  the 
solution  yields  on  evaporation  cyanamidc  in  colourless  crystals,  which 
melt  at  40°  and  are  readily  soluble  in  water.  On  adding  nitric  acid 
to  its  aqueous  solution  it  is  converted  into  carbamide : — 
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<i^}N.„,0  =  C0{gH. 


Dicyanamide  orParaineCJ^^]  VTT^* — ^^^^  polymeric  modification 

is  formed  on  adding  ammonia  to  an  aqueous  solution  of  cyanamide 
when,  after  some  time,  the  parame  crystallizes  out  in  rhombic  plates, 
which  are  readily  soluble  in  water  and  alcohol,  and  sparingly  in 
ether;  it  melts  at  205°.  By  evaporating  the  aqueous  solution,  in 
presence  of  an  acid,  dicj/aiidiamine  CgHflN^O  is  formed,  a  white 
crystalline  substance,  which  forms  with  water  a  strongly  alkaline 
solution,  and  combines  with  acids  forming  crystalline  salts. 

The  constitution  of  these  compounds  is  probably  the  following  : — 

Dicyaiiamide.  Dicyandiamine. 

NHo  CO.NH. 


C  NH 


C 


N        N  o.NH 

II 
NH 


NH, 

Cyanuric  Amide  or  Melamine  C^^^<  NH,. — On  heating  cyanamide 

Lnh, 

to  150**  a  violent  reaction  sets  in,  melamine  being  formed,  which 
crystallized  in  shining,  rhombic  octahedrons,  readily  soluble  in  water 
but  insoluble  in  alcohol  and  ether.  It  combines  like  ammonia  with 
acids,  forming  compounds  like  C3H3(NH2)3HC1. 

When  cyanuric  amide  is  boiled  with  dilute  nitric  acid  it  assimi- 
lates water,  ammonia  is  formed,  and  it  is  converted  successively  into 

Ammeline      ....     C3H5N5O 
Ammelide      ....     CgH^N^Og 
Cyanuric  Acid     .     .     .     C3H3N3O3. 

Ammdinc  C3N3-I  kjr  ^^  is  a  powder  insoluble  in  water,  alcohol, 

and  ether,  but  soluble  in  alkalies  and  acids,  and  forms  salts  which 
are  decomposed  by  water. 

Aymndide  C^T!f^\  /r\Ti\    is  a  white  powder  which,  like  ammeline, 

dissolves  in  alkalis  and  acids,  but  does  not  combine  with  the  latter. 
Its  ammoniacal  solution  gives  with  silver  nitrate  a  white  precipitate 

having  the  composition  C3N3(NH2)-<  qa 

PhoiipliarnsTncyamdcV{(SS)^. — To  prepare  this  compound  silver 
cyanide  and  phosphorus  trichloride,   diluted  with   chloroform,   are 
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heated  in  sealed  tubes.  After  cooliug,  the  contents  of  the  tubes  are 
heated  in  a  retort,  through  which  a  current  of  carbon  dioxide  is 
passed;  at  160"*  the  phosphorus  tricyanide  begins  to  sublime  in  long 
white  needles  or  plates.  On  gently  heating  them  in  the  air  they  take 
fire,  and  by  water  they  are  resolved  into  prussic  acid  and  phos- 
phorous acid  : — 


P(CN)3  -h  SHgO  =  3CNH  +  PO3H 


8 


CARBONYL  AND  SULPHOCAKBONYL  COMPOUNDS. 

The  dyad  radical  carbonyl  CO  exists  in  the  free  state  as  carbon 
monoxide ;  it  is  a  non-saturated  compound  combining  directly  with 
several  elements  or  radicals,  forming  the  following  compounds  : — 

rn  n  /  Oarbonyl  Oxide  or      .  ,^  (  OK     Hydric  Potassium 
^^•^  I      Carbon  Dioxide.      ^^  \  OH  Carbonate. 

^,^  f  OK     Potassium  /i/\o  ii    u       i  a  i  i.j 

^^  { OK     Carbonate.  ^  ^^'^  Carbonyl  Sulphide. 

CO  I  2\      ^^'arbonyl  Chloride    CO  |  ^^^  Carbamide. 

The  sulphocarbonyl  compounds  contain  the  dyad  radical  sulpho- 
carbonyl  CS,  wliich  is  not  known  in  the  free  state,  but  from  which  the 
following  compounds  are  derived  : — 

CS.S     Sulphocarbonyl  sulphide  or  carbon  disulphide. 

.,c,fSH     Sulphocarbonic         p(;.fSK     Potassium  Sulpho- 
^^  ( SH  Acid.  ^^  i  SK  carbonate. 

'■■S-lS      '"SS?"-'         Cs{55«.S«Iphocarbam*. 

Carhofi  Monoxide  or  Carhonjjl  CO. — This  gas  is  always  formed  by 
the  abstraction  of  oxygen  from  carbon  dioxide  or  carbonates  ;  thus  it 
is  obtained  by  passing  carbon  dioxide  over  red-hot  charcoal,  or  by 
heating  chalk  with  iron  or  zinc : — 

CO   4-  C-    =  2C0 
CaCoJ  +  Zn  =  CaO  +  ZnO  4-  CO 

It  is  also  produced  by  heating  certain  metallic  oxides,  such  as  those 
of  iron,  zinc,  lead,  &c.,  with  charcoal,  and  further  occurs  as  a  pro- 
duct of  the  decomposition  of  several  carbon  compomids ;  for  instance, 
formic  acid  when  lieated  with  strong  sulphuric  acid  is  resolved  into 
water  and  carbon  monoxide  : — 

COH) 


j;}o  =  C()4-«}0 
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By  acting  with  sulphuric  acid  on  oxalic  acid,  water  is  formed,  and  a 
mixture  of  equal  volumes  of  carbon  monoxide  and  dioxide  is  given 
off:— 

CO.oS  I  =  ^^0  +  C«^  +  H^-« 

The  most  convenient  method  for  preparing  carbon  monoxide  is  to 
heat  coarsely  powdered  potassium  ferrocyanide  with  eight  times  its 
weight  of  commercial  sulphuric  acid ;  this  acid  contains  about  10 — 
15  per  cent,  of  water,  which  take  part  in  the  reaction.  In  the  first 
stage  prussic  acid  is  set  free,  wliich  by  the  action  of  the  sulphuric 
acid  is  transformed  into  ammonia  and  formic  acid,  and  the  latter 
then  splits  up  into  water  and  carbon  monoxide.  The  final  reaction  is 
expressed  by  the  following  equation : — 

K.FCgNg  +  GHoSO,  -f  GHoO  =  6C0  -h  KgSO,  -h  3(NHJS0,  4-  FeSO^ 

Carbon  monoxide  is  a  colourless,  tasteless  gas,  which  has  not  yet 
been  condensed  to  a  liquid ;  its  specific  gravity  is  0-969.  It  is  but 
sparingly  soluble  in  water,  and  acts  as  a  strong  poison,  producing 
death  when  inhaled  even  in  small  quantities.  It  is  readily  inflam- 
mable, burning  with  a  characteristic  blue  flame,  and  it  acts  as  a  reducing 
agent  on  many  metallic  oxides,  which  when  heated  in  this  gas  part 
with  their  oxygen : — 

FcoO,  -h  3C0  =  2Fe  -h  3C0, 

Chlorine  and  carbon  monoxide  combine  under  the  influence  of 
sunlight,  carbonyl  chloride  COCl^  being  formed,  and  by  heating  carbon 
monoxide  with  caustic  potash  it  is  absorbed  with  the  formation  of 
potassium  formate : — 

It  also  combines  with  metallic  potassium;  from  the  compound 
C'oOgKg  thus  produced  a  series  of  remarkable  acids  is  derived,  which 
will  be  described  later  on. 

Carbon  Dioxide  COg  is  always  produced.by  heating  carbon  or  carbon 
compounds  with  an  excess  of  oxygen,  and  is  also  formed  by  different 
processes  of  slow  oxidation,  as  in  those  of  respiration,  putrefaction,  &c. 
It  exists  in  the  free  state  in  the  air  and  in  mineral  springs,  and  is 
emitted  in  large  quantities  from  the  craters  of  active  volcanoes  as  well 
as  from  fissures  in  tlistricts  of  extinct  volcanic  action. 

To  prepare  pure  carbon  dioxide  a  carbonate  is  decomposed  by  an 
acid;  calcium  carbonate  (chalk  or  marble)  and  hydrochloric  acid, 
or  sodium  bicarbonate  and  dilute  sulphuric  acid  being  usually 
employed. 

Carbon  dioxide  is  a  colourless,  inodorous  gas,  possessing  a  pungent, 
slightly  acid  taste.  It  is  tolerably  soluble  in  water,  more  readily  in 
cold  than  in  warm,  and  is  found  in  all  spring  water,  which  owes  its 
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refreshing  taste  to  the  presence  of  this  gas ;  it  is  contained  in  larger 
quantities  in  soda-water,  champagne,  and  other  sparkling  drinks^  which 
have  been  saturated  with  this  gas  under  pressure. 

By  the  application  of  strong  pressure  or  by  exposure  to  a  very  low 
temperature  it  is  condensed  to  a  mobile  liquid,  boiling  at  —  78**,  which 
on  rapid  evaporation  absorbs  so  much  heat  that  a  part  of  it  freezes  to 
a  snow-like  mass.  When  a  tube  containing  liquid  carbon  dioxide  is 
placed  in  liquid  ammonia  allowed  to  evaporate  very  quickly,  so  much 
cold  is  produced  that  the  carbon  dioxide  solidifies  to  a  transparent  ice- 
like mass,  wliich  by  pressure  is  easily  divided  into  cubiccd  crystals. 
On  heating  potassium  or  magnesium  in  carbon  dioxide  a  carbonate 
is  formed  with  the  separation  of  finely  divided  carbon. 

Carbonic  Acid  and  Carbonates. — The  aqueous  solution  of  carbon 
dioxide  has  a  slight  acid  reaction,  and  may  be  considered  to  contain 
the  dibasic  carbonic  acid.  This  latter  body,  however,  has  not  yet  been 
isolated,  but  from  it  is  derived  a  series  of  salts,  called  carbonates : — 

CO  {OH    C„b»„icAcid.  C0{g|    «=gS~f'" 

r,r\  f  OK    Normal  Potaasium    ^^  fO^oni-       ni.      ^ 
^^  {  OK        Carbonate.  ^^  i  0  p^  ^^^'^'^  Carbonate. 

The  carbonates  of  the  alkaline  metals  are  soluble  in  water,  those 
of  the  other  metals  insoluble.  By  passing  carbon  dioxide  into  lime- 
water  or  baryta-water  a  white  precipitate  is  formed,a  most  characteristic 
reaction  of  carbon  dioxide. 

When  moist  carbon  dioxide  is  brought  in  contact  with  potassium 
formic  acid  is  produced : — 


2CO2  4-  0  j  g  +  K2  =  CO  {  g|  +  CO  I 


H 
OK 


When  carbon  dioxide  is  passed  over  strongly  heated  sodium  it  com- 
bines with  it  and  fonns  sodium  oxalate  : — 

CO2  Na   CO.ONa 

+   =  I 
CO2  Na   CO.ONa 

Carhonyl  Chloride  COClg. — This  compound,  also  called  carbon  oxy- 
chloride  or  phosgene  (jas,  is  obtained  by  exposing  a  mixture  of  equal 
volumes  of  pure  carbon  monoxide  and  dry  chlorine  in  large  white 
glass  balloons  to  the  sunlight  {<f>m  and  yevdo)).  In  preparing  it  a 
slight  excess  of  chlorine  is  used,  and  the  gas  after  combination  has 
tiiken  place  is  passed  through  a  tube  filled  with  metallic  antimony, 
by  which  the  free  chlorine  is  absorbed.  Carbonyl  chloride  is  a  colour- 
less gas,  fuming  strongly  in  the  air,  and  possessing  a  most  unpleasant 
suffocating  odour.  By  the  application  of  cold  it  is  condensed  to  a 
mobile  liquid  boiling  at  +  8** ;  it  is  heavier  than  water,  which,  however, 
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rapidly  acts    on    it,  carbon    dioxide   and  hydrochloric  acid   being 
formed  : — 

COClj  +  H^O  =  CO2  4-  2HC1 

Carbonyl  chloride  is  also  formed  by  heating  chloroform  with  potas- 
sium dichromate  and  an  excess  of  sulphuric  acid  : — 

2CIICI3  +  2Cr03  =  2COCI2  +  CI,  +  H,0  +  Cr^Oj 

By  exposing  a  mixture  of  bromine  vapour  and  carbon  monoxide, 
to  the  sunlight  carbonyl  dibromide  COBrg  is  formed,  a  compound 
which  is  very  little  known. 

Carhamic  Acid  CO -j  ^y^  is   not   known   in    the  free  state;    its 

salt  CO  \  QT^^  is  obtained  by  mixing  dry  carbon  di- 
oxide with  dry  ammonia.  It  is  a  white  solid,  which  is  very  volatile, 
being  decomposed  at  a  gentle  heat  into  its  constituents.  It  dissolves 
in  water,  forming  ammonium  carbonate.  Other  metallic  carbamates 
have  not  yet  been  obtained,  but  there  exists  a  series  of  ethers  of  this 
acid  or  compounds  containing  alcohol  radicals  in  the  place  of  the 
hydrogen  of  the  hydroxyl. 

Carbamide  or  Urea  CO  \  X^tj^- — This  body  is  formed  when  carbonyl 
chloride  is  acted  upon  by  dry  ammonia : — 

CO  I  J^J  +  4NH3  =  CO  I  ^gj  +  2NH,C.l 

It  is  also  produced  when  ammonium  carbonate  or  the  commercial 
sesquicarbonate  are  heated  to  130°  to  140°  in  closed  tubes  : — 


ammonium 


CO  {  mK  =  CO  {  gg*^  +  H,o 


Carbamide  occurs  in  the  urine  of  mammals,  birds,  and  reptiles,  and 
is  also  found  in  other  animal  liquids ;  it  was  known  for  a  long  time 
before  its  constitution  was  determined,  by  the  name  of  urea.  It  may 
be  obtained  from  urine  by  evaporating  it  to  the  consistency  of  a 
syrup,  and  adding  to  the  cold  residue  strong,  pure  nitric  acid,  which 
precipitates  urea  nitrate,  a  salt  easily  purified  by  recrystallization. 
Urea  is,  however,  most  conveniently  prepared  from  ammonium 
cyanate,  a  compound  which,  as  has  already  been  mentioned,  under- 
goes on  heating  a  remarkable  molecular  change,  being  transformed 
into  urea* 

To  obtain  it  by  this  method  eight  parts  of  anhydrous  potassium 
ferrocyanide  are  fused  with  three  parts  of  potassium  carbonate,  and 
fifteen  parts  of  red  lead  are  gradually  added.  The  cooled  moss  is 
exhausted  with  water,  and  the  solution  of  potassium  cyanate  is 
evapomted  with  eight  parts  of  ammonium  sulphate.  The  dry  residue, 
C  P 
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consisting  of  potassium  sulphate  and  urea,  is  treated  with  warm 
alcohol,  by  which  the  latter  compound  is  dissolved. 

Urea  can  be  reconverted  into  a  cyanate  ;  thus  on  evaporating  its 
aqueous  solution  with  silver  nitrate,  ammonium  nitrate  and  silver 
cyanate  are  formed. 

Urea  crystallizes  in  colourless  needles  or  long  striated  prisms  ;  it  is 
readily  sohible  in  water  and  alcohol,  but  almost  insoluble  in  ether, 
and  has  a  cooling  taste  like  saltpetre.  Its  solution  has  a  neutral  re- 
action, yet  urea  has  marked  basic  properties,  combining  like  ammonia 
with  acids,  formingj  crvstcilline  salts. 

Urea  Nitrate  CO(NH2)2.N03H  is  readily  soluble  in  water,  but  only 
sparingly  in  strong  nitric  acid,  and  is  therefore  obtained  as  a  crystalline 
precipitate  by  adding  nitric  acid  to  an  aqueous  solution  of  urea ; 
from  water  it  crystallizes  in  long  prisms. 

Urea  Oicalate  2[C0(NH  J^l.C^O^Hg  is  obtained  as  a  white  crystalline 
precipitate  by  mixing  solutions  of  oxalic  acid  and  urea;  it  is  only 
sparingly  soluble  in  water. 

TTrea  also  enters  into  combination  with  metallic  oxides  and  several 
salts.  Mercuric  nitrate  produces  in  a  solution  of  urea  a  white  precipi- 
tate having  the  composition  2CO(NH2)2  4-  3HgO  +  Hg(N03)2.  This 
reaction  is  made  use  of  to  determine  the  quantity  of  urea  in  urine. 
Two  volumes  of  urine  are  mixed  with  one  volume  of  a  mixture  con- 
sisting of  equal  volumes  of  baryta- water  and  a  cold  saturated  solution 
of  barium  nitrate,  in  order  to  precipitate  the  phosphates  and  sulphates 
contained  in  urine.  To  15  cb.cm.  of  the  filtrate  (corresponding  to  10 
cb.cm.  of  urine)  a  solution  of  mercuric  nitrate  of  known  titrc  is  added 
by  means  of  a  burette,  as  long  as  a  precipitate  is  formed.  The  end  of 
the  reaction  is  easily  recognized  by  adding  a  solution  of  sodium 
carbonate  to  a  drop  of  the  liquid,  which  assumes  a  yellow  coloration 
as  soon  as  a  slight  excess  of  mercury  has  been  added.  It  is  convenient 
to  have  the  mercury  solution  of  such  a  strength,  that  1  cb.cm.  should 
correspond  to  001  gram  of  urea. 

When  urea  and  water  are  heated  together  in  sealed  tubes  to 
above  100"*,  carbonic  dioxide  and  ammonia  are  produced;  the  same 
change  occurs  in  the  putrefaction  of  urine.  This  reaction  may  also 
be  used  for  the  quantitative  determination  of  urea  ;  the  urine  has 
only  to  be  heated  with  an  ammoniacal  solution  of  barium  chloride, 
and  the  barium  carbonate  formed,  to  be  weighed. 

Nitrogen  trioxide  acts  readily  upon  urea,  as  it  does  on  all  other 
amido-compounds,  the  products  of  the  reaction  being  carbon  dioxide, 
water,  and  free  nitrogen  : — 

C0|  ^J{2  +  N,03  =  2N,  +  CO,  +  2H,0 
Bivrct  CjHjNgOj  is  formed  when  urea  is  heated  to  150° — 160°: — 


v 
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NH, 

H, 

N'H,  / 

/  CO 

CO  \ 

\  NH, 

NH, 

Biiiret  is  sparingly  soluble  in  cold,  but  more  readily  in  hot  water, 
from  which  it  crystallizes  in  colourless  needles.  On  heating  it  above 
170°,  ammonia  escapes  and  cyanuric  acid  is  left  behind,  and  when  it 
is  heat«d  in  a  current  of  dry  hydrochloric  acid,  carbon  dioxide  and 
gitanidine  CH^Ng  are  formed,  together  with  cyanuric  acid : — 

NH, 

CO^  NH, 

\  I 

NH        -      CO,  +      (^0=NH 

I 
xrtT 


f'O  NH 

NH, 


Guanidine  is  a  strong  base,  which  will  be  described  later  on. 

IsvrcHne  CH^NgO. — This  isomeride  of  urea  is  produced  by  digest- 
ing an  alcoholic  solution  of  hydroxylamine  with  strong  hydrocyanic 
acid  at  40"*— 50"*.  By  evaporation  it  is  obtained  in  long,  colourless 
crystals,  having  a  strong  alkaline  reaction  and  melting  at  104°.  The 
hydrochloride  CH^NgO.HCl  forms  deliquescent  rhombic  plates ;  the 
sulphate  and  oxalate  are  also  crystallizable. 

Heated  abm^e  its  melting-point  isuretine  readily  decomposes,  giving 
a  considerable  sublimate  of  ammonium  carbonate  and  yielding  a  resi- 
due containing  amraelidc  (p.  61). 

An  aqueons  solution  of  isuretine  evaporated  on  a  water  bath  under- 
goes decomposition  with  evolution  of  nitrogen,  ammonia,  and  carbon 
dioxide,  and  a  residue  is  left  containing  urea  and  biuret.  The  consti- 
tution of  isuretine  is  probably  expressed  by  one  of  the  following 
lormulai : — 

C  NH  (  NH 

C-^'NH.OH  orCV  O.NH.^ 
(H  (  H 

Hydroxyl  Carbamide  CO  4  tjxT/QTTA  is  produced  by  acting  upon 

cyanic  acid  with  hydroxylamine  NHgCOH).     To  prepare  it  a  solution 
of  hydroxylammonium  nitrate  is  cooled  down  to  —  10^  and  mixed 

F  2 
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with   a   concentrated   aqueous   solution   of  potassium   cyanate.     It 
crystallizes   in   white   needles,   melting  at   130°. 

Carhonyl  Sidphide  or  Carbon  OxysvUphide  COS. — This  compound 
is  formed  by  passing  carbon  monoxide  and  sulphur  vapour  through  a 
red-hot  porcelain  tube.  It  is,  however,  best  prepared  by  adding 
potassium  sulphocyanate  to  a  cold  mixture  of  four  parts  of  water 
and  five  parts  of  concentrated  sulphuric  acid,  the  sulphocyanic  acid 
which  is  first  set  free,  taking  up  water,  forms  ammonia  and  carbonyl 
sulphide  : — 

^'JJ  1  S  -h  H,0  =  COS  +  NH3 

Carbonyl  sulphide  is  a  colourless  gas  possessing  a  peculiar  resinous 
smell,  resembling  at  the  same  time  that  of  hydrogen  sulphide ;  it  is 
very  inflammable,  burning  with  a  blue  flame.  It  is  slightly  soluble 
in  water,  and  appears  to  occur  in  some  sulphur  springs.  Caustic 
potash  absorbs  it  but  slowly,  potassium  carbonate  and  sulphide  being 
formed : — 

COS  +  4  KOH  =  K,C03  -h  K,S  +  2Tifi 

Carbon  JDlsulphide  CSg  is  obtained  as  a  heavy  colourless  liquid  by 
passing  sulphur  vapour  over  red-hot  charcoal.  The  commercial  pro- 
duct has  a  very  unpleasant  odour,  due  to  impurities  contained  in  it ; 
these  may  be  destroyed  by  heating  the  crude  sulphide  with  water  in 
closed  tubes  to  100°. 

Pure  carbon  disulphide  boils  at  433°,  and  possesses  an  ethereal 
odour.  On  evaporating  it  rapidly,  by  means  of  a  strong  current  of 
air,  so  much  heat  becomes  latent  that  a  portion  of  the  sulphide  soli- 
difies to  a  white  mass  resembling  cauliflowers,  and  melting  again  at 
—  12°.  Carbon  disulphide  is  insoluble  in  water,  and  has  at  0°  the 
specific  gravity  10272;  it  is  highly  inflammable:  its  vapour,  when 
mixed  with  air,  takes  fire  at  149^  It  is  poisonous ;  the  inhalation  of 
its  vapour  produces  giddiness,  congestion,  and  vomiting.  It  is  manu- 
factured on  a  large  scale,  as  it  is  found  to  be  an  excellent  solvent 
for  resins,  oils,  fats,  caoutchouc,  phosphorus,  sulphur,  &c.  On  account 
of  its  inflammability  and  poisonous  properties  great  care  must  be  taken 
in  usinc;  it. 

Sii/phocarbonic  Acid  and  SidplwcarboRatcs. — Just  as  carbon  dioxide 
and  metallic  oxides  combine  to  form  carbonates,  carbon  disulphide 
combines  with  metallic  sulphides,  forming  sulplwcarbonates.  Sodium 
sulphocarbonate  CSgNag  is  obtained  by  dissolving  carbon  disulphide 
in  a  solution  of  sodium  sulphide;  on  adding  alcohol  to  this  solution 
the  compound  separates  out  as  a  thick  brownish  red  liquid,  from 
which  the  free  sulphocarbonic  acid  may  be  obtained  by  adding  hydro- 
chloric acid  and  water ;  it  is  a  heavy  brown  oil  having  a  peculiar 
disagreeable  odour.  The  sulphocarbonates  of  the  metals  of  the  alkalis 
and  alkaline  earths  are  soluble  in  water ;  those  of  the  otlier  metals 
are  insoluble. 
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Sulphocarlonyl  Chloride  CSClg  is  a  colourless  liquid  possessing  an 
initating  smell ;  it  boils  at  70°  and  is  formed  amongst  other  products 
by  the  action  of  chlorine  upon  carbon  disulphide. 

Sulphocarbamic  Acid  CS  <  i-rr  2. — The  ammonium  salt  of  this  acid 

is  formed  together  with  ammonium  sulphocarbonate  by  adding  carbon 
disulphide  to  a  solution  of  ammonia  in  absolute  alcohol.  It  ciystal- 
lizes  in  large  yellow  prisms ;  on  heating  it  to  100°  it  is  decomposed, 
with  the  formation  of  ammonium  sulphocyanate  and  hydrogen 
sulphide  : — 

The  free  sulphocarbamic  acid  is  obtained  by  decomposing  the  am- 
monium salt  with  hydrochloric  acid ;  it  is  a  reddish  oil,  which  soon 
decomposes  into  hydrogen  sulphide  and  sulphocyanic  acid. 

J  TV  XT 
^.v.^„vw..«. ^v.»..w,.  ^.   ^^.^,,«.w    ^,^w J  XH^  ^®  formed  by  heating 

ammonium  sulphocyanate  for  some  hours  to  170°;  a  molecular  change 
takes  place  analogous  to  the  transformation  of  ammonium  cyanate 
into  urea.  Sulphocarbamide  crystallizes  in  silky  needles  and  com- 
bines like  common  urea  with  acids;  the  nitrate  crystallizes  ex- 
ceedingly well.  When  sulphocarbamide  is  heated  above  170°,  carbon 
disulphide,  hydrogen  sulphide,  and  ammonia  are  given  off,  and  a 
yellowish  powder  called  mellam  Cj^HgN^^  is  left  behind. 


ACIDS    FROM   POTASSIUM  CARBOXIDE. 

On  passing  carbon  monoxide  over  fused  potassium  the  gas  is 
absorbed,  the  metal  being  converted  into  a  black  porous  mass, 
having  the  composition  CgOgKg ;  the  same  body  is  formed  as  a  bye- 
product  in  the  manufacture  of  potassium.  It  is  not  altered  in  dry 
air,  but  in  presence  of  moisture  it  soon  colours  red  and  afterwards 
yellow.  By  water  it  is  decomposed  with  great  violence,  and  often 
with  an  expldsion.  By  adding  the  freshly  prepared  compound  very 
cautiously  to  dilute  hydrochloric  acid,  trihydrocarhoa^ylic  acid  CgOgHg 
is  formed,  crystallizing  in  white  needles.  Its  colourless  solution 
darkens  when  it  is  exposed  to  the  air,  and  black  needles  of  hihydrox- 
ylic  acid  C3H3H2  gradually  crystallize  out,  whilst  the  compound 
C2O2K2,  aft^r  having  been  exposed  a  short  time  to  moist  air,  yields 
hydrocarhoxylic  acid  C^O^Hg.  When  the  black  mass  has  become  red 
by  longer  exposure  to  the  air,  it  contains  the  potassium  salt  of  rlwdi- 
zonic  acid  CgO^H^ ;  the  free  acid  is  obtained  by  acting  on  the  red 
mass  with  hydrochloric  acid.  It  forms  colourless  needles,  which  lose 
water  at  100°  and  turn  black.  Ehodizonic  acid  is  bibasic  ;  the  silver 
salt  CgO^HgAgg  is  a  red  precipitate.  On  boiling  a  solution  of  potas- 
sium rhodizonate  with  potash,  potassimn  croconatc  C^O^Kj  is  formed, 
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a  salt  which  is  also  contained  in  the  original  substance  after  being 
coloured  yellow  by  long  exposure  to  the  air.  Free  croconic  acid 
C5H5H2  is  obtained  by  adding  sulphuric  acid  and  alcohol  to  the 
potassium  salt  and  evaporating  the  solution ;  it  crystallizes  in  yellow 
laminai.  Both  rhodizonic  and  croconic  acid  are  oxidized  by  nitric  acid 
to  lenconic  acid  CgOj^Hg,  which  is  tribasic  and  obtained  as  a  colourless 
syrup  by  adding  alcohol  to  the  aqueous  solution. 

Neither  the  molecular  weights  nor  the  constitution  of  these  remark- 
able compounds  are  known. 


HYDEOCAEBONS  OF  THE  SEEIES  CkBL  +  gOE  PAEAFFINS. 

Of  the  hydrocarbons  homologous  with  marsh -gas  those  containing 
less  than  five  atoms  of  carbon  are  gases  at  the  ordinary  temperature  ; 
the  next  higher  ones  are  mobile,  colourless  liquids,  having  a  faint  but 
characteristic  ethereal  odour ;  and  those  richest  in  carbon  are  crystal- 
line solids.  A  mixture  of  the  latter  has  been  known  for  a  long  time 
under  the  name  of  paraffin  (parum  affinis),  a  name  given  to  them 
from  the  fact  that  they  resist  in  the  cold  the  action  of  strong  oxidizing 
agents.  But  as  the  gaseous  and  liquid  hydrocarbons  of  this  group 
show  the  same  resistance  against  nitric  acid,  chromic  acid,  &c.,  it 
appears  appropriate  to  give  to  the  whole  group  the  name  the 
paraffins.  Whilst  they  are  not  acted  upon  in  the  cold  even  by  a 
mixture  of  fuming  nitric  and  sulphuric  acids,  on  the  application  of 
heat  they  are  oxidized,  even  by  dilute  nitric  acid,  the  products  con- 
sisting of  carbon  dioxide  and  water,  besides  small  quantities  of  fatty 
acids,  succinic  acid,  and  nitriles,  whilst  chromic  acid  produces  carbon 
dioxide  and  water,  as  well  as  a  little  acetic  acid. 

By  acting  on  the  paraffins  wdth  chlorine  in  diflPused  daylight, 
substitution  products  are  formed,  the  first  product  being  the  chloride 
of  a  monad  radical,  marsh-gas  or  methane  yielding  methyl  chloride : — 

CH4  +  CI2  =  CH3CI  +  HCl 

By  continued  action  of  chlorine  a  further  exchange  of  chlorine  for 
hydrogen  takes  place ;  thus  from  marsh-gas  the  following  bodies  have 
been  obtained  : —  ? 

CII,      +CU  =  CH3C1  +HC1 

CH3CI  -f  Ci;  =  CH^CU  +  HCl 

CHoCl,  +  CI2  =  CHCI3"*  +  HCl 

CH^'Ci;  +  CI2  =  CCl,      +  HCl 

In  the  same  way  the  six  atoms  of  hydrogen  in  ethane  CgH^  have 
been  substituted  one  after  the  other  by  chlorine,  whilst  in  propane 
C3H3  and  hexane  C^H^^  only  six  have  thus  been  replaced. 
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When  chlorine  is  passed  into  a  liquid  paraffin,  a  portion  of  the 
monochloride  first  formed  is  always  further  acted  upon  by  chlorine 
before  all  the  hydrocarbon  has  been  attacked,  but  tlie  formation  of 
such  higher  chlorides  can  be  almost  completely  avoided,  when  chlorine 
is  broujrht  in  contact  with  the  vapour  of  the  boiling  hydrocarbon  ; 
the  monochlorides  being  less  volatile  condense  at  once,  and  thus  are 
brought  out  of  the  reach  of  an  excess  of  chlorine. 

Bromine  acts  on  the  paraffins  in  a  manner  similar  to  that  of 
chlorine,  only  much  less  energetically,  whilst  iodine  has  no  action 
whatever. 

The  monochlorides  can  by  double  decompositions  easily  be  trans* 
formed  into  the  alcohols  and  other  derivatives.  Thus  on  heating 
methyl  chloride  with  caustic  potash  we  obtain  methyl  alcohol : — 

CH3CI  -h  KOH  =  CIK  +  CH3.OH 

By  heating  the  chlorides  with  concentrated  hydriodic  acid,  the 
iodides  are  formed ;  which  compounds  are  also  obtained  by  acting 
upon  alcohols  with  hydriodic  acid.  Thus  amyl  alcohol  yields  amyl 
iodide : — 

CsH.^.OH  -f  HI  =  CgHj,!  +  H2O 

On  the  other  hand  these  derivatives  of  the  pafaffiiis  can  again  be 
transformed  into  the  original  hydrocarbons.  Thus  by  treating  the 
substitution  products  of  marsh-gas  with  zinc  and  hydrochloric  acid, 
an  invei'se  substitution  takes  place,  hydrogen  again  replacing  one  atom 
of  chlorine  after  the  other  : — 

CCI4  +  H2  =  CH  CI3  -f  HCl 
CH  CI3  +  H2  =  CH2CI2  +  KCl 
CH.3CI2  +  H2  =  CH3CI  +HC1 
CH3CI   +U2  =  CH,       4- HCl 

The  iodides  are  even  more  easily  reduced  by  the  same  reaction, 
and  thus  from  any  alcohol  the  con'esponding  paraffin  may  be  obtained. 
The  alcohols  of  dyad,  triad,  tetrad,  and  hexad  radicals  can  also  be 
converted  into  paraffins,  inasmuch  as  these  bodies  are  readily  trans- 
formed into  iodides  of  monad  radicals  by  the  action  of  hydriodic  acid. 
Thus  mannite  CgHg(OH)g  yields  hexyl  iodide : — 

CgHgCOH),  -h  llHI  =  CflHi3l  +  6H2O  +  5T2 

And  this  iodide  is  transformed  by  nascent  hydrogen  into  hexane: — 

CeHi3l  +  H^  =  C«Hi,  +  HI 

Instead  of  acting  on  the  iodides  with  nascent  hydrogen  they  may 
be  heated  with  zinc  and  water  in  sealed  tubes  to  150°,  when  basic 
zinc  iodide  and  a  paraffin  are  formed  : — 

C.HnI  +  H,0  +  Zii  =  C,H,,  +  Zn  {  J^jj 

The  paraffins  obtained  from  the  iodides  by  these   two  methods 
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have  been  called  hydrides;    methane  being   considered   as   methyl 

hydride      t|  \   and  hexane   as  hexi/l  hydride     ^  j}  |  .     But  from 

these  names  it  might  appear  that  the  paraffins  contain  one  atom  of 
hydrogen  combined  with  carbon  in  a  manner  different  from  that  in 
which  the  remainder  of  the  hydrogen  is  attached  to  the  carbon,  which 
is  not  the  case ;  for  on  further  action  of  chlorine  on  the  monochlorides 
we  obtain  chlorides  of  dyad,  triad,  &c.  radicals,  propane  for  instance 
yielding : — 

Propyl  Chloride,  Propene  Dichloride.         Propenyl  Trichloride. 

C3H7CI  C^HgClg  CgH^Clj 

And  therefore  propane  might  be  called  propene  hydride  and  propenyl 
hydride,  as  well  as  propyl  hydride. 

A  second  general  method  to  obtain  paraffins  is  to  act  wdth  a  metal 
upon  an  iodide  of  an  alcohol  radical ;  in  this  reaction  the  radicals 
are  set  free,  but  as  a  monad  radical,  as  we  have  seen,  camiot  exist  in 
the  free  state,  two  of  them  are  linked  together  by  the  two  free  com- 
bining units.  Thus  by  heating  dry  methyl  iodide  and  zinc  to  150^ 
ethane  is  formed  : — 

2CH3  -h  Zn  =  C^H^  +  ZuT^ 

Sodium  acts  violently  upon  a  mixture  of  ethyl  and  amyl  iodide,  the 
hydrocarbon  CyHj^  being  formed : — 

C^H.I  -h  CsH,,!  +  Nao  =  C7II10  +  2NaI 

The  paraffins  formed  by  this  synthetical  process  have  been  called 
alcolwl  radicals,  beqau^e  it  w^as  forinerly  l>elieved  that  their  constitu- 
tion was  diflerent  from  the  so-called  hydrides  ;  they  were  regarded  as 
the  free  radicals,  of  which  two  were  united  to  itorm  a  molecule,  just  as 
the  molecule  of  hydrogen  consists  of  two  atoms.  But  we  now  know 
that  hydride  of  ethyl  is  identical  with  dimethyl;  both  possessing  the 
same  physical  and  chemical  properties,  and  yielding  by  the  action  of 
chlorine  as  the  first  product,  ethyl  chloride. 

In  ethyl-amyl  one  atom  of  carbon  in  the  ethyl  group  is  linked  to 
one  atom  of  carbon  in  amyl,  exactly  in  the  same  manner  as  all  the 
other  carbon  atoms  are  attached  to  each  other,  and  thus  on  acting 
with  chlorine  on  this  hydrocarbon,  we  obtain  heptyl  chloride  CyHj^Cl, 
and  not,  as  might  have  been  expected  according  to  the  old  theoiy,  a 
mixture  of  ethyl  chloride  and  amyl  cliloride. 

A  third  general  method  of  obtaining  paraffins  consists  in  the 
decomposition  of  an  alkaline  salt  of  a  fatty  acid  by  the  galvanic 
current.  When  an  acid  or  a  salt  is  decomposed  by  electrolysis,  the 
basic  hydrogen  or  the  metal  is  set  free  from  the  —  pole,  and  the 
remainder  of  the  compound  from  the  -h  pole.  The  first  action  of  a 
galvanic  current  upon  a  concentrated  solution  of  potassium  acetate  is 
consequently  to  resolve  the  salt  into  K  and  CgHgOg.  But  as  this 
decomposition  takes  place  in  presence  of  water,  the  latter  is  actijd 
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upon  by  the  potassium,  and  liydrogen  is  given  oft'  from  the  —  pole, 
whilst  the  group  C^HjOg.  which  cannot  exist  in  the  free  state,  is 
decomposed  into  carbon  dioxide  and  methyl  CH3,  of  which  latter  two 
combine  to  form  ethane.  This  electrolysis  of  acetates  may  be  ex- 
pressed by  the  following  equation  : — 

CI13  ^^1^-3  ^'Hj 

I         +1  =  I       +  aCO,  +  Hj 

COjH      COjH       CH3 

Paraffins  are  also  formed  by  heating  the  fatty  acids  and  the  acids 
of  the  series  C„Hj„(C02H)2  with  an  alkali  When  sodium  acetate 
is  heated  strongly  with  caustic  soda,  pure  methane  is  given  ofl": — 

CH3  jr     ^ 

+  ^    [  0  =  CH,  +  COsNa, 

By  heating  subeiic  acid  with  caustic  baryta  hexane  is  formed : — 
C9H12 1  ^^«2  +  2BaO  =  C«H„  +  2C03Ba 

There  is  one  method  by  which,  it  appears,  paraflins  can  be  obtained 
from  almost  every  carbon  compound  This  method  consists  in  heating 
the  substance  with  a  large  excess  of  fuming  hydriodic  acid  in  sealed 
tubes  to  a  very  high  temperature.  The  products  consist  of  one  or 
several  paraflins,  besides  free  iodine,  oxides  of  carbon,  ammonia  (when 
the  substance  contained  nitrogen),  and  other  bodies.  By  this  reaction 
ethyl  alcohol  C^HgO  and  acetic  acid  Cfifi^  were  converted  into 
ethane  C^Hg ;  butyric  acid  C^HgOg  and  succinic  acid  C^HgO^  yielded 
butane  C^H^q,  whilst  benzene  CgH^  and  phenol  CgH^jO  were  transformed 
into  hexane  CgHj^.  From  wood,  charcoal,  and  coal,  a  mixture  of  a 
great  number  of  paraffins  was  obtained,  but  graphite  underwent  no 
change. 

Paraffins  also  generally  occur  amongst  the  products  of  destructive 
distillation  of  organic  substances,  and  are  consequently  found  in 
wood  tar  and  coal  tar,  chiefly  in  such  which  have  been  obtained  from 
coal  rich  in  hydrogen,  as  that  known  as  boghead  and  cannel  coal. 
Some  kinds  of  petroleum,  as  for  instance  that  now  largely  exported 
from  Pennsylvania,  consist  chiefly  of  a  mixture  of  paraffins,  which 
may  be  isolated  by  treating  the  oils  with  sulphuric  acid,  and  after- 
wards with  fuming  nitric  acid,  or  a  mixture  of  concentrated  sulphuric 
acid  and  commercial  nitric  acid.  All  other  compounds  occurring 
besides  paraffins  in  these  oils  will  thus  be  removed,  being  either 
oxidized  or  converted  into  nitro  compounds,  which  are  either  dis- 
solved by  the  acids  or  are  nmch  less  volatile  than  the  hydrocarbons. 
The  oils  are  now  washed  with  water,  dried  over  caustic  potash,  and 
rectified  over  sodium.  The  distillate  now  consists  only  of  paraffins, 
which  are  separated  by  fractional  distillation. 

In  the  chapter  on  isomerism,  it  has  already  been  mentioned  that 
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among  the  paraffins  a  great  number  of  isomerides  may  exist.  Those 
of  which  the  constitution  has  been  ascertained  may  be  divided  into 
the  following  four  gi'oups :- — 

(1)  Normal  Paraffins, — The  carbon  atoms  are  linked  together  to  a 
single  chain,  or  no  atom  of  carbon  is  united  with  more  than  two 
others,  thus : — 

C-C— C— C— &c. 
The  following  are  known :— 


Boiling- 

Boiling 

point. 

point. 

Methane    . 

.     C   H^ 

gas 

Hexane 

•     ^'e  ^14 

7r 

Ethane  .     . 

.     CaHg 

Heptane     . 

•       ^1  ^16 

100 

Propane 

•     C3  Hg 

— 

Octane  .     . 

.     Cg  H^g 

125 

Butane  .     . 

•     ^A  Hjo 

+  r 

Dodecane  . 

.     C12H2Q 

201 

Pentane     . 

•     C5  Hi2 

38 

Hecdecane 

•       ^l^U 

278 

(2)  The  paraffins  of  the  second  group  are  derived  from  propane  by 
a  single  chain  of  carbon  atoms  being  linked  to  the  middle  carbon 
atom : — 


CH— CH2— &c. 


CH3 

The  lowest  member  of  this  group  contains,  therefore,  four  atoms  of 
carbon,  and  can  be  considered  as  marsh-gas  in  which  three  atoms  of 
hydrogen  have  been  replaced  by  methyl,  arid  may  therefore  be  called 
irimethyl-methane.    The  following  are  known  : — 


Trimethyl-methane 


Dimethyl-ethyl-methane 
(Amyl  Hydride) 

Dimethyl-propyl-methane 
(Ethyl-butyl) 

Dimethyl-butyl-methane 
(Ethyl-amyl) 


3 


(CH, 

CH-^  ch; 
(ch; 

(CH 

CCH3 

CH-?  CH3 

(G3H, 

(CH3 
CH-^  CH, 


Boiling-point. 

-  15" 


+  30 


G2 


91 


(3)  The  paraffins  of  the  third  group  contain  the  group  CH3 — CH 
— CH,  twice,  the  lowest  member  being  tdramethjl-ethane : — 
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CH,  CH, 

\  /      ' 

GH— CH 

/  \ 

CH,  CH, 


The  following  belong  to  this  group  :■ 


Boiliug-point. 


Tetramethyl-ethane  ^  „ 

(Di-isopropyl)  ^20t{^^»)^  58 

Tetramethyl-butaue  .,  „  /pxr  -.  ,  ^o 

(Di-isobutyl)  L^U^{CU^^  109 

Tetramethyl-pentaue  r  H  COH  ^  I'i^ 

(Aiuyl-isobutyl)  *    *^      *■'*  " 

'^"''^X^^"""''"  C«H,(CH,),  158 

(4)  One  atom  of  carbon  is  linked  together  with  four  others : — 

Boiliug-uoint. 

Tetraniethyl-methane  CCCHg)^  9'5* 

Trimethyl^thyl-methane      C  |  J?^^^^  45 

Dimethyl-dietbyl-methane  C  j  i?^h  SQ 

I  (^L  2x15)2 

The  paraffins  found  in  coal  naphtha  and  in  American  petroleum 
belong  to  the  first  group ;  besides  these,  petroleum  contains  smaller 
quantities  of  hydrocarbons  belonging  to  other  groups.  Solid  paraffins 
occur  also  in  nature  ;  thus  attar  of  roses  contains  one  M'liich  appears 
to  be  Ci^Hg..  Boghead  coal,  which  on  distillation  yields  a  large 
quantity  of  liquid  and  solid  paraffins,  contains  solid  paraffin  ready 
formed,  which  can  be  extracted  by  means  of  ether ;  and  similar  com- 
pounds are  found  in  coal  measures  and  other  bituminous  strata, 
forming  the  minerals  known  as  fossil  ica.v,  ozoccnie,  &c.  Solid 
paraffin  exists  also  in  lai-ge  quantities  in  Canadian  petroleum  and 
other  kinds  of  rock  oiL 


COMrOUNDS   OF  MONAD  EADICALS. 

By  substituting  in  a  paraffin  one  atom  of  hydrogen  by  another 
element  or  radical,  compounds  are  formed  in  which  the  residue  of 
the  hydrocarbons  acts  a«  a  monad  radical.  These  radicals  have  been 
called  the  alcohol  radicals^  as  of  their  compounds  the  alcohols  have 
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been  known  longest,  and  they  moreover  generally  serve  as  starting- 
points  for  the  prei)aration  of  other  compounds.  The  alcohols  are 
hydroxides  or  compounds  of  the  alcohol  radicals  with  the  monad 
group  hT/dro.vf/l  OH.  Thus  common  alcohol  CjH^.OH  may  be  looked 
upon  as  ethane  in  which  one  atom  of  hydrogen  lias  been  exclianged 
for  OH,  or  may  be  considered  as  water  in  which  one  atom  of  hydro- 
gen has  been  substituted  by  the  monad  radical  ethyl : — 

HK.     w.  ^'2^:,  lo      Ethyl  Hydroxide  or 

J  J  ^  u     » atei  j^  ^  u  j^^j^^j  Alcohol. 

The  alcohols  have  therefore  a  constitution  analogous  to  that  of  the 
hydroxides  of  monad  elements,  such  as  potassium  liydroxide  KOH,* 
and  as  by  acting  with  an  acid  on  the  latter  we  get  a  potassium  salt 
and  water,  so  by  treating  an  alcohol  with  an  acid  it  yields  a  compoutui 
or  saline  etJiei%  the  alcohol  radical  replacing  the  hydrogen  of  the 
acid : — 

C^H.OH  -}-  HCl        =  HoO  +  a,n,i:i  Ethyl  Chloride. 

C2H5.OH  -}-  HNO3     =  H2O  -}-  C2H,.X03       Ethyl  Nitrate. 

C2H5.OH  4  J  I  SO,  =  H.O  +  ^'2^1 1  SO,    Ethyl-sulphuric  Acid. 

In  a  great  number  of  other  reactions  the  alcohols  behave  in  a 
manner  quite  analogous  to  water,  as  the  chemical  properties  of  their 
radicals  have  much  greater  resemblance  to  those  of  hydrogen  than  to 
those  of  the  metals.  Ly  acting  with  iodine  and  phosphorus  upon 
water  we  obtain  phosphorous  acid  and  hydriodic  acid  or  hydrogen 
iodide,  whilst  by  the  action  of  these  elements  on  an  alcohol  the  corre- 
sponding iodide  is  formed : — 

r  -}-  31  -}-  SHgO  =  r03H3  -}-  HI 

P  -f  31  +  3C2H5.OH  =  PO3H3  +  SCgH.I 

Phosphorus  trichloride  and  water  yield  phosphorous  acid  and 
hydrochloric  acid,  and  by  the  action  of  the  trichloride  on  alcohol 
ethyl  phosphite  is  formed  : — 

PCI3  -}-  3H2O  =  PO3H3         +  3HC1 

1»C13  +  3C2H..OH  =  P03(C2H5)3  -}-  3HC1 

Tlie  alkali-metals  act  violently  upon  the  alcohols,  hydrogen  being 
given  off,  and  a  mixed  oxide  or  an  alcohol,  in  which  one  atom  of 
hydrogen  has  been  replaced  by  the  metal,  being  formed  : — 

CJI 


3^J^}o  +  Xa  =  CJT.|o-,II 


By  acting  upon  this  compound  with  ethyl  iodide  the  metal  is 
replaced  by  ethyl,  and  we  obtain  eilufl  oxide  or  dirthyl  ether : — 
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By  using  the  iodide  of   other  alcohol   radicals   tnijced  ethm^s  are 

formed,  as  ^  tt^  f  0. 

The  oxygen  of  the  alooliols  or  the  ethers  may  be  substituted  by 
dyad  sulphur;  such  compounds  are  formed  by  acting  with  alkaline 
sulphides  upon  the  chlorides  of  the  alcohol  radicals  : — 

C,H,C1  +  K  }  ^  =  ^^'^  ^  ^ '  H  }  ^ 

2C2H,C1  +  K  }  ^"5  =  2KCI  +  ^  A  J  s 

But  the  analogy  between  liydrogen  and  the  alcohol  radicals  appears 
most  striking  when  the  latter  replace  hydrogen  in  ammonia.  The 
compound  ammonias  or  ayninea  thus  formed  are  vohitile  bodies,  pos- 
sessing an  ammoniacal  smell,  having  a  strong  alkaline  reaction,  and 
combining  with  acids  like  ammonia.  The  amines  are  obtained  by 
heating  the  iodides  of  the  alcohol  radicals  with  ammonia : — 

Ktliylaininc. 

H )  c.tr,. 

C"  H.I  +  H  VN  =  HI  + 

By  acting  again  upon  ethylamine  with  ethyl  iodide  a  second  atom 
of  hydrogen  is  replaced  by  ethyl : — 

Diethylaiiiiiie. 

CjjHJ  +       H  5-  N  =  HI  +  C",H,  VN 


H  J-N 
Hj 


On  subjecting  diethylamine  to  the  same  reaction  we  obtain  triethyla- 
C',H, ) 
mine  C,Hj  v  N.     Instead  of  substituting  the  three  atoms  of  liytlrcen 

in  ammonia  by  one  and  the  same  radical,  we  may  replace  them  by 
different  radicals,  and  thus  obtaiii  mixed  amines,  as  methyl-ethyl- 

.       C  H,  ) 
amylamine  C^Hjj   >X. 

C\H„J 

The  triamines  combine  directly  witli  iodides,  just  as  ammonia 
combines  with  hydriodic  acid.  The  compounds  thus  obtained  are 
not  decomposed  by  alkalis  as  the  salts  of  the  amines  are,  but  are 
acted  upon  by  moist  oxide  of  silver,  a  hydroxide  being  formed : — 


N(CA)J  +  '\?}0  =  ^(^'^"^^} 


<)  +  A"I 
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Tetrethylammonium  iodide  yields  tetrethylammonium  hydroxide. 
These  hydroxides  are  non-volatile  solids  and  very  soluble  in  water ; 
they  have  a  very  strong  alkaline  reaction,  and  are  as  caustic  as  caustic 
potash,  and  give  with  metallic  salts  reactions  like  those  of  the  caustic 
alkalis.  Like  the  latter  they  neutralize  acids,  a  salt  and  water  being 
produced.  The  chlorides  of  these  compound  ammoniums,  as  well  as 
the  hydrochlorides  of  the  amines,  form  crystalline  double  compounds 
with  platinum  tetrachloride  and  gold  trichloride,  corresponding  to 
the  double  salts  of  potassium-  and  ammonium  chloride,  and  their 
sulphates  combine  with  aluminium  sulphate,  forming  alums  isomor- 
phous  with  common  alum. 

Tlie  monaniines  are  readily  acted  upon  by  nitrous  acid ;  just  as 
ammonium  nitrite  easily  splits  up  into  nitrogen  and  water,  so  a 
solution  of  ethylammonium  nitrite  (which  may  be  obtained  by  decom- 
posing the  chloride  with  silver  nitrite)  yields  on  heating,  nitrogen, 
ethyl  alcohol,  and  water : — 

N(C,H5)H3.N02  =  C2H5.OH  +  Kg  +  H,0 

The  other  elements  of  the  nitrogen  group  form  compounds  corre- 
sponding to  the  amines,  &c. : — 

Ethylphosphine.  Diethylphosphlnp.  Triethylphosphine.  * 


Trimethylarsiiiei  Triethylstibine.  Triethylbismuthine. 


CH3VAS  CaHsVSl)  CoH.  VBi 

m,)  CaHj 

Alcohol  radicals  can  also  be  combined  with  several  metals;  these 
compounds  correspond  to  the  chlorides  of  the  metals  : — 

NaCl  NaCgHg  Sodium  Ethide 

Zn  I  ^J  Zn  I  ^2^8  2:inc  Ethide 

Sn  ^  .^1  Sni  ^}^5''>  Stannic  Ethide. 


)01  ^")cX 

( 01  ( cy  I, 


The  compound  ethers  of  the  acids  of  cyanogen  have  a  particular 
theoretical  interest  on  account  of  each  occurring  in  two  isomeric 
forms. 

By  rioting  with  silver  cyanide  upon  ethyl  iodide  we  obtain  ethyl 
cyanide,  a  volatile  liquid,  which  is  acted  upon  by  aqueous  acids  with 
the  formation  of  ethylamine  and  formic  acid.  Ethyl  cyanide  or  ethyl 
carhaminc   is   also   formed   by  acting  with   caustic   potash  upon   a 
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solution  of  ethylamine  in  chloroform  CCI3H.  These  reactions  show 
that  in  these  carbamines,  the  alcohol  radical  is  combined  with  the 
nitrogen  of  cyanogen  : — 

(1)  cKCoH^  +  2H2O      =  H2X.C2H5  +  capg 

(2)  CCI3H      +  H2N.C2H,  =  CN.C2H5    +  3HC1 

The  carbamines  are  transformed  by  the  action  of  heat  into 
isomerides  called  nitrileSy  whicli  are  therefore  always  obtained  when 
the  metal  in  a  metallic  cyanide  is  replaced  by  an  alcohol  radical  in  a 
reaction  taking  place  only  at  a  high  temperature.  The  nitriles  are  not 
acted  upon  by  aqueous  acids,  but  they  are  decomposed  on  heating 
them  with  alkalis,  ammonia  being  formed  and  a  fatty  acid,  containing 
one  atom  of  carbon  more  than  the  alcohol  radical.  This  reaction 
shows  that  the  carbon  of  the  cyanogen  is  combined  with  the  alcohol 
radical.  Thus  the  isomeric  ethyl  cyanide  or  jp^vpionitrile  yields 
propionic  acid : — 

I        +  2H,0  =1  +  NH3 

CX  "        CO.OH 

Whilst  ethyl  carbamine  is  still  an  ethyl  compound,  its  isomeride 
propionitrile  does  not  belong  to  this  group  ;  but  is  a  derivative  of 
propane  CjHg,  three  atoms  of  hydrogen  of  this  paraffin  being  replaced 
by  nitrogen. 

The  nitriles  combine  with  hydrogen  in  the  nascent  state,  forming  an 
amine.     Thus  propionitrile  yields  pro]>ylamine  : — 


CH3 

1 

+ 

2H, 

CH3 

CN 

CH^NHj 

Fihi/l  Cyanatc  p  „  r  0  is  formed  by  passing  the  vapour  of  cyanogen 
chloride  into  sodium  ethylate : — 

CN  \      C0H5  \r\_  C2H5  I  Q   .  XaCl 

By  the  action  of  alkalis  it  is  decomposed  in  the  same  manner  as 
other  compound  ethers,  alcohol  and  gotassium  cyanate  being  formed. 

A  body  isomeric  with  ethyl  cyanate  is  obtained  by  distilling  a 
mixture  of  potassium  cyanate  and  potassium  ethyl  sulphate.  In  this 
reaction  most  probably  ethyl  cyanate  is  first  formed,  which  how- 
ever, at  the  high  temperature  at  which  the  reaction  takes  place, 
undergoes  a  molecular  change,  being  converted  into  ethyl  varhimide 

N  I  p?f^^     On  heating  this  compound  with  caustic  pota-sh,  we  obtain 
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ethylamine  and  carbon  dioxide,  which  proves  that  the  alcohol  radical 
is  combined  with  nitrogen : — 

The  same  kinds  of  isomerism  occur  amongst  the  ethers  of  sulpho- 
cyanic  acid : — 

S{g^«»    Ethyl  Sulphocyanate        KJgA    Ethyl^f«lpho- 

The  first  of  these  compounds  yields,  on  treating  it  with  caustic 
potash,  potassium  sulphocyanate  and  ethyl  alcohol,  whilst  the  second 
when  heated  with  water  forms  ethylamine,  carbon  dioxide,  and 
hydrogen  sulphide : — 

The  alcohols  and  their  derivatives  are  divided  into  three  very 
distinct  groups. 


(1)    PRIMARY   ALCOHOLS   AND   FATTY    ACIDS. 

All  paraffins  contain  the  group  CH3  twice  or  more.  By  replacing 
one  atom  of  hydrogen  in  one  of  these  methyl  groups  by  hydroxyl  we 
obtain  a  primary  alcohol : — 

Isobutyl  Alcohol. 

CHq  CH« 

</ 

CH 


Ethyl  Alcohol. 

CH3 

Propyl  Alcohol. 

CH, 

OH,.  OH 

CHj 

CH2.OH 

CH,.OH 

The  most  characteristic  property  of  the  primary  alcohols  is  that  by 
the  moderate  action  of  oxidizing  agents,  they  first  lose  two  atoms  of 
hydrogen,  a  compound  being  formed  called  an  aldehyde  (alcohol 
dehydrogenatum).     Ethyl  alcohol  yields  acetaldehyde  : — 

CjH^O  4-  0  =  C^H.O  +  H2O 

The  aldehydes  combine  again  with  nascent  hydrogen,  being  recon- 
verted into  alcohols,  but  they  much  more  readily  take  up  one  atom 
of  oxygen  and  form  monobasic  acids,  which  are  compounds  of 
monad  oxygenated  radicals,  containing  one  atom  of  oxygen  in  place 
of  two  atoms  of  hydrogen  in  the  alcohol  radical : — 


Ethyl  Alcohol.  Acetic  Acid. 

^'^^^  I O  +  O,  =  ^^"sO  I  O  +  H,0 
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These  monobasic  acids  have  been  called  fatty  acids,  because  many 
of  them  occur  ready  formed  in  different  fats  and  oils.  The  hydroxyl 
of  these  acids  can  be  replaced  by  the  elements  of  the  chlorine  group. 
Thus  by  acting  with  phosphorus  trichloride  upon  acetic  acid,  we 
obtain  acetyl  chloride : — 

^(^''^  H  }  ^  )  +  ^^'3  =  ^(^'^Cl)  +  ^^3^3 

The  chlorides  of  the  acid  radicals  differ  from  those  of  the  alcohol 
radicals  by  being  less  stable  compounds  ;  they  are  rapidly  acted  upon 
by  water  with  the  formation  of  the  original  fatty  acid  and  hydro- 
chloric acid. 

The  hydrogen  in  the  hydroxyl  group  can  also  be  replaced  by  alcohol 
radicals  as  well  as  by  metals  ;  the  compounds  thus  formed  are  named 
saline  or  compound  ethers.  These  ethers  may  be  formed  by  different 
reactions.     Thus  ethyl  acetate  may  be  obtained — 

(1)  By  heating  potassium  acetate  with  ethyl  chloride  : — 


C2H3 


ojo       cn  _c,H301q     en 


K 

(2)  By  acting  upon  ethyl  alcohol  with  acetyl  chloride : — 

C2H3O)       CA|o-^AO)q      H| 
CI  j   +      H  I  ^  "     C,H,  j  ^  ^  CI  J 

(3)  By  distilling  a  mixture  of  ethyl  alcohol  and  sulphuric  acid  with 
potassium  acetate : — 

C2H3O  \  Q  ,  C2H5  \q_  C2H3O  I  o  4-  H  O 

The  oxides  of  the  acid  radicals,  commonly  called  anhydrides,  are 
also  known.  Thus  we  obtain  acetyl  oxide  or  acetic  anhydride  by 
acting  with  acetyl  chloride  upon  potassium  acetate : — 

These  anhydrides  are  readily  acted  upon  by  water,  thus  : — 

By  acting  on  fatty  acids  with  phosphorus  pcntasulphide  we  obtiiin 
so-called  thio-acids : — 

5  (^«^30  1 0  )  +  P,S,  =  5  (^^^''g  I  S  )  +  P,0, 

These  thio-acids  are  also  monobasic,  and  form  salts,  saline  ethers, 
anhydrides,  &c. : — 

C2H3O  \  g     p,,tnssium  Thiacetate 


CHj 
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^?l?  I  ^    ^^^y^  Thiacetate 
^*jT*Q  J-  S    Thiacetic  Anhydride  or  Acetyl  Sulphide 

M  if  • 

The  acid  radicals  can  also  replace  hydrogen  in  ammonia  and  in  the 
amines  ;  such  compound  ammonias  are  called  amides: — 

amide  gj^     amide       ^2^*a^|^     diacetamide     %|f  j 

In  a  great  number  of  reactions  the  fatty  acids  are  decomposed  in 
such  a  manner  that  one  atom  of  carbon  is  separated  from  the  mole- 
cule. We  have  already  seen  that  by  electrolysis  acetic  acid  splits  up 
into  hydrogen,  carbon  dioxide,  and  methyl,  which  latter  in  the  nascent 
state  combines  with  another  methyl  to  form  ethane : — 

g^c^HjO  1 0 )  =  2  CO,  +  n,  +  I  g 

By  the  same  reaction  butyric  acid  C^HgOg  yields  hexane  Cgll^^ : — 

2(C,H.O  1 0  )  =  2  CO,  +  H,  + 1  gagr 

On  heating  a  mixture  of  sodium  acetate  and  caustic  soda,  marsh-gas 
is  formed ; — 

C,H^O  j.  0  +  ^  }  0  =  CH,  +  Na,C03 

On  the  other  hand,  any  fatty  acid  can  be  built  up  synthetically  from 
an  alcohol  containing  one  atom  of  hydrogen  less. 

Sodium  methide  combines  directly  with  carbon  dioxide,  forming 
sodium  acetate : — 

NaCHj  -}-  COo  =  NaCJIgOg 

By  combining  cyanogen  with  methyl  we  obtain,  as  already  explained, 
acetonitrile,  which  on  heating  with  caustic  potash  yields  ammonia 
and  potassium  acetate  : — 

I       -fK0H  +  H20=   I        -i-NHj 
CN  COjK 

From  all  these  different  decompositions  and  formations  of  acetic 
acid  it  appears  that  it  contains  the  group  CHg,  and  we  can  explain 
all  these    reactions  by  giving  to   acetic  acid  the  rational  formula 

CH  CO  ) 

3    ,j  5-0,  being  a  compound  of  methyl  with  the  monad  group 

^  )    C=0 

CO ")  — 

ij  vO  or    I  which  h;:»s  been   called    carhoxyl  or  oxatyl.     This 

^  >  OH 
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compound  radical  is  present  in  most  of  the  oi-ganic  acids,  and  the 
basicity  of  an  acid  depends  on  the  number  of  times  it  occurs.  Thus 
the  fatty  acids  are  compounds  of  carboxyl  with  monad  alcohol 
radicals,  their  general  formula  being  CnHg^  +  ^  ^0)  p. 

H ) 
The  group  carboxyl  is  derived  from  methyl  by  oxidation : — 

CH3  CH3  CH3 

I  Ethane         |  Ethyl  Alcohol         I  Acetic  Acid 

CH3  CH2.OH  CO.OH 

« 

Carboxyl  is  also,  as  we  have  already  seen,  easily  derived  from 
cyanogen,  which  by  the  action  of  alkalis  takes  up  water  and  forms 
ammonia  and  carboxyl : — 

CH3  CH3 

I        +211fi=   I  +NH3 

CN  CO.OH 

On  the  other  hand,  carboxyl  can  again  be  reconverted  to  cyano- 
gen ;  by  heating  ammonium  acetate,  it  decomposes  into  water  and 
acetamide : — 

CH3  CHo 


A 


=     1  +H2O 

O.ONH^      CO.NH2 


And  on   distilling  acetamide   with  phosphorus  pentoxide  another 
molecule  of  water  is  taken  out  and  acetonitrile  is  formed : — 


CH3  CH3 


I  -   I        +H3O 

CO.NHg      CN 

By  acting  on  fatty  acids  with  chlorine,  substitution  takes  place  in 
the  alcohol  radical ;  thus  from  acetic  acid  the  following  three  chlo- 
rinated acids  have  been  obtained  : — 

MoDochloracetic  Dichloracetic  Trichloracetic 

Acid.  Acid.  Acid. 

CH2CI  CHCI2  CCI3 


CO.OH  CO.OH  CO.OH 

In  the  place  of  chlorine  we  may  also  introduce  bromine  or  iodine, 
and  these  elements  can  again  be  exchanged  by  other  monad  radicals. 
By  replacing  them  by  alcohol  radicals  we  obtain  higher  members  of 
the  series  of  fatty  acids ;  thus,  by  heating  iodacetic  acid  with  ethyl 
iodide  and  finely  divided  silver,  butyric  acid  is  formed  : — 


G  2 
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CH3  CH3 


+  Ag,  =  2AgI+   I 
CIIJ  CHg 


CO.OH  CO.OH 

If  wo  act  upon  tlie  compound  ether  of  a  fatty  acid  with  sodium, 
hydrogen  is  replaced  by  the  metal ;  thus  etliyl  acetate  yields  as  the 

CHgNa 


first  product  of  the  reaction  sodacetic  ether 

co.oaHg. 

By  treating  this  compound  with  ethyl  iodide  the  ethyl  and  sodium 
change  places,  and  the  ethyl  ether  of  ethyl-acetic  acid  or  btUyric  add 
is  formed. 

It  will  be  easily  understood  how,  by  employing  other  alcoholic 
iodides,  the  whole  series  of  the  fatty  acids  may  be  built  up  syntheti- 
cally. 

\\y  the  further  action  of  sodium  upon  sodacetic  ether  the  compounds 
CIINag  CNag 

I  and    I  are  formed,  which  are  acted  upon  by  the 

CO.OCJIs         CO.OC2H5 

iodides  of  the  alcohol  radicals  in  the  same  manner  as  sodacetic  ether. 
Thus  by  treating  them  with  methyl  iodide  disodacetic  ether  yields 
the  ethyl  ether  of  dinicthyl-iuetic  or  isohutyric  acid,  and  trisodacetic 
ether  gives  the  ethyl  compound  of  trimethyl-acctic  or  tertiary  valerianic 
acid : — 

Isobutvric  Acid.  Tertiary  Valerianic  Acid. 

CH3  Clfa  CH, 

\/  I 

^"  CH3-C-CIJ3 

^^0,11  CO,H 

All  fatty  acids  can  be  again  reduced  to  the  alcohols  from  which 
they  are  derived  by  oxidation. 

(1)  \\y  distilling  an  intimate  mixture  of  dry  calcium  formate  with 
the  calcium  salt  of  a  fatty  acid,  the  aldehyde  of  the  latter  is  pro- 
duced : — 

CH3  H  CHs 

I  +1  =1        -I-  CO2  +  H,0 

CO.OH      CO.OH      COH 

Tlie  aldehydes  combine  readily  with  nascent  hydrogen,  as  we  have 
already  soon,  and  are  converted  into  alcohols. 

(2)  On  acting  on  a  mixture  of  an  acid  and  its  chloride  with  sodium 
amalgam  the  chlorine  is  n^])laced  by  hydrogen,  and  the  aldehyde  thus 
fnrmed  combines  with  a  molecule  of  hydrogen: — 
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+  3(<',H^0}0)  +  NaCi 

The  following  table  coQtain9  all  the  primary  alcohols  and  fatty 
acids  which  have  been  more  closely  studied : — 


Series  op  Primary  Aijcobois. 


Series  of  FArry  Acids. 


Boili.g. 

Eoilag- 

5°oo- 

Methyl  Alcohol 

CH.O 

66°'' 

Formic     Acid 

CH.O, 

Ethyl 

C,  H,0 

78-4 

Acetic 

<:,  h:(), 

118 

Propyl 

c  hJo 

97 

Propionic      „ 

<-l  1'.  <\ 

141 

Botyl 

C,  H,,0 

116 

Butyric 

t_\H    (»., 

163 

Pentyl 

C,  H,,0 

137 

Pentylic 

c,  ii„(); 

185 

Hexyl 

C,  H„0 

157 

Hexylic        „ 

1',  ii,.,o: 

205 

Heplyl       „ 

C,  H„0 

170 

Heptylic 

(Ml,/); 

224 

Ootyl 

C,H„0 

195 

Octylic 

clii,,"; 

233 

Nonylic 

c„n„(); 

254 

Isobutyl  Alcohol  C,  K^fi  109" 

Amyl        „         Cs  H,jO  132 

Isohexyl    ,.  Cg  H^.O  150 

iBoheptyl   „  C,  H„0  166 


laobutyric  Acid  C^HgO,  153° 

Valerianic     „  CsHioOj  175 

Isohexylic     „  CaH,iO,  199 

Isoheptylic  „  C,H„Og  212 


M.ltln(|- 

Moltinf. 

point 

point 

Capric  Acid 

C,.II,o. 

30* 

Lairic 

l'.„l!.,,Oj 

43-6 

Myriptie 

c;,n;(). 

53-8 

Cetyl  Alcohol 

C„H„0 

50° 

Palmitic 

C,."a"i 

62 

Stearic 

t'JI.iO. 

69-2 

Arachidic     „ 

i-'jijj; 

75 

Behenic 

c;h,,i); 

76 

Ceiyl 

C„H„0 

79 

Cerotic 

cJh^d: 

78 

Melissyl     „ 

C„H^O 

85 

Melissic       „ 

c«ii«o; 

80 

The  alcohols  and  acids  forming  the  first  gronp  contain  the  carbon- 
atoms  linked  together  in  a  single  chain,  and  are  called  normal 
compounds,  whilst  those  constituting  the  second  group  have  the 
carbon-atoms  arranged  in  the  same  way  as  in  the  second  group  of  the 
paraffins.  The  constitution  of  the  members  of  the  third  group,  which 
all  occur  ready  formed  in  nature,  is  not  yet  exactly  known. 
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(2)    SECONDARY   ALCOHOLS   AND   KETONES. 

In  the  secondary  alcohols  the  group  OH  is  linked  to  a  carbon  atom, 
itself  combined  with  two  other  atoms  of  carbon.  The  lowest  member 
in  the  series  contains  consequently  three  atoms  of  carbon,  and  is  the 
secondary  propyl  alcohol  or  dimethyl  carhinol : — 

CH3 

CH.OH     =     SS»  I  CH.OH 


i 


CH3 


H 


3 


This  body  may  be  regarded  as  methyl  alcohol  in  which  two  hydro- 
gen atoms  are  substituted  by  niethyl,  and  has  therefore  received  the 
name  dimethyl  carbinol,  the  term  carbinol  being  used  for  methyl 
alcohol  in  order  to  avoid  such  cumbrous  terms  as  dimethylated 
methyl  alcohol,  &c. 

Secondary  alcohols  are  formed  by  several  general  reactions : — 

(1)  On  acting  with  chlorine  upon  the  paraffins  there  is  always  a 
mixture  of  a  primary  and  a  secondary  chloride  formed  at  the  same 
time. 

(2)  AH  alcohols  of  polygenic  radicals  yield,  on  heating  them  with 
an  excess  of  concentrated  hydriodic  acid,  secondary  iodides.  Thus 
mannite  CgH8(0H)g  is  converted  by  this  reaction  into  a  secondary 
hexyl  iodide : — 

CeHgCOH)^  +  llHI  =  CgHigl  +  6H3O  +  51, 

(3)  The  hydrocarbons  of  the  series  CnHj^  combine  directly  with 
the  hydracids  forming  secondary  chlorides,  bromides,  or  iodides : — 


CII  +  HI      -      CHI 

I 


From  these  chlorides,  &c.,  the  alcohols  are  obtained  by  the  same 
reactions  by  which  the  primary  chlorides  are  converted  into  alcohols. 

The  secondary  alcohols,  as  well  as  their  haloid  ethers,  differ  from 
the  primary  compounds  by  being  much  more  easily  resolved  into  an 
olefine  and  water  or  a  hydracid.  Both  groups,  however,  are  most 
readily  distinguished  by  their  products  of  oxidation.  The  secondary 
alcohols  lose  in  the  first  instance,  like  the  primary  alcohols,  two 
atoms  of  hydrogen,  but  the  compound  thus  formed  is  not  an  aldehyde 
but  an  acetone  or  ketone : — 
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Dimethyl  Carbinol.  Dimethyl  Ketone. 

CIL  CH- 

I  I 

OH.OH  -  IT.,      =      CO 


CII,  CH3 

The  ketones  contain  two  alcohol  radicals  combined  with  carbonyl; 
they  may  be  obtained  by  different  other  reactions  besides  the  oxidation 
of  secondary  alcohols. 

(1)  By  the  action  of  the  zinc  compounds  of  the  alcohol  radicals 
upon  the  chlorides  of  the  fatty  acids.  Thus  zinc  methide  and  acetyl 
chloride  yield  dimethyl  carbinol,  and  by  acting  upon  the  same  chloride 
with  zinc  ethide,  methyl-ethyl  ketone  is  produced  : — 

Zn  -  P^'  -f  2^  CO    =2-^  CO     +  ZuCL 

^^A       (cir3       (CH 

(2)  Ketones  are  also  formed  by  the  destructive  distillation  of  the 
calcium-  and  other  salts  of  fatty  acids,  or  by  passing  the  vapours  of 
these  acids  through  a  red-hot  tube  : — 


CH, 


CO.OII 
CO.OII 

I 

CH, 


CH, 


=      CO  +  CO,  +  H»0 

I 
CH. 


» 


The  ketones  are  capable  of  combining  with  nascent  hydrogen  like 
the  aldehydes,  a  secondary  alcohol  being  again  formed ;  but  on 
further  oxidation  they  do  not  yield  like  the  aldehydes  an  acid 
containing  the  same  number  of  carbon  atoms,  but  the  molecule  is 
broken  up  into  two  fragments  according  to  the  following  law.  The 
most  simple  alcohol  radical  remains  combined  with  the  carboxyl  and 
forms  a  fatty  acid,  whilst  the  other  alcohol  radical  is  oxidized  exactly 
in  the  same  way  as  the  alcohol  corresponding  to  it  would  be.     Thus 

CH  1 

iHmcthyl  ketone  pxr^  >  CO  yields  acetic  acid  and  formic  acid  (or  carbon 

^  CH    ) 

dioxide) ;  victhyUcthyl  ketone  ^  j|   I-  CO  yields  only  acetic  acid,  and 

CHI 
diethyl  ketone  p  tt^  r  CO  acetic  and  propionic  acids,  and  the  same 

^    ^  CH  ') 

two  acids  are  obtained  from  metliyl-propyl  ketone  ^  ^  >-C0,  whilst 

CH  )  ^ 

methyl'isopropyl  ketone  x^tt  >^  qt|  f  CO  is  first  resolved  into  acetic 
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acid  and  dimethyl  ketone,  which  latter  is  then  further  oxidized  as 
stated  above. 

The  constitution  of  a  secondary  alcohol,  as  well  as  a  ketone,  can 
therefore  be  easily  ascertained  by  examining  their  products  of  oxida- 
tion.    Tllus  the  secondary  hexyl  alcohol  from  mannite  was  found  to 

be  methyl-butyl  carhinol  q  tj^  f  CH.OH ;  for  it  yields  on  oxidation 

first  a  ketone,  which  on  further  oxidation  is  resolved  into  acetic  and 
butyric  acids. 

The  following  table  contains  the  secondaiy  alcohols  which  have  so 
far  been  prepared  : — 

Boiling-point 

Dimethyl  Carbinol  ^JJ«  |  CH.OH  84° 

Methyl-ethyl  Carbinol  ^PJ*  |  CH.OH  97 

CH  1 
Methyl-isopropyl  Carbinol/ ^jj  x  qj|  r  CH.OH         108 

Methyl-propyl  Carbinol  ^^^  \  CH.OH  120 

Methyl-butyl  Carbinol  ^^3 1  CH.OH  136 

Methyl-amyl  Carbinol    .^jj  .  ^^^  I  CH.OH  147 

Methyl-pentyl  Carbinol  ^^^^  I  CH.OH  160 

Methyl-hexyl  Carbinol  ,,^"3 1  CH.OH  181 

Mothyl-nonyl  Carbinol  J^^^  |  CH.OH  229 


(3)    TERTIARY    ALCOHOLS. 

In  these  alcohols  the  hydroxyl  is  combined  with  a  carbon  atom 
itself  linked  to  three  others,  the  lowest  member  of  the  group  being 
trimethyl  carbinol  or  tertiary  butyl  alcohol  (CH3)3C.OH.  Tertiary 
alcohols  are  formed  by  one  general  reaction,  viz.  the  action  of  the 
chlorides  of  the  fatty  acids  upon  the  zinc  compounds  of  the 
alcohol  radicals.  As  we  have  already  seen,  acetones  are  formed  by 
acting  with  two  molecules  of  these  chlorides  upon  one  molecule  of 
the  zinc  compound,  but  when  an  excess  of  the  latter  is  employed  the 
acetone  combines  with  it  just  as  it  combines  with  one  molecule  of 
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hydrogen.  Thus  on  adding  an  excess  of  zinc  methide  to  acetyl  chloride 
we  obtain  the  compound  CH3  J-CO.ZnCHg,  which  is  decomposed  by 


water  with  the  formation  ol  trimethyl  carbinol,  marsh-gas,  and  zinc 
hydroxide : — 

CH3) 

.ZnCH,  +  2HoO  =  CH,  IC.OH  +  CH.  +  Zii(OH), 

CH3J 

The  oxidation  of  tertiary  alcohols  takes  place  according  to  a  law 
similar  to  that  which  rules  the  oxidation  of  the  ketones ;  the  most 
simple  alcohol  radical  remaining  combined  with  the  carbon-atom  by 
which  the  whole  group  is  kept  together,  whilst  the  two  other  radicals 
are  oxidized  separately. 

The  following  tertiary  alcohols  are  known : — 


CH3 


Boiling-poiut. 


Trimethyl  Carbinol  (JH,  J-C.OII  82 

CII3 

CIIj 
Dimethyl-ethyl  Carbinol  CH3  J-C.OH  100 

CH3 
Dimethyl-isopropyl  Carbinol        CH,  J-C.OH  112 

(CH3),CH  j 


Dimethyl-propyl  Carbinol  CH3J-C.OH  115 


o 


CH  ^ 
Methyl-diethyl  Carbinol  CgHHcOH  120 

C,H,  j 

C"  Hj  ) 
Triethyl  Carbinol  C-.H,  VC.OH  140 

Diethyl-propyl  Carbinol  CjH^  >C.OH  — 


C3H,  j 


A  very  singular  reaction  must  be  mentioned  here  by  which  normal 
primary  alcohols  may  be  converted  into  iso-alcohols,  secondary,  and 
tertiary  alcohols.  This  general  method  consists  in  heating  the  hydro- 
chlorides of  the  amines  with  silver  nitrite  and  water.  Thus  when 
normal  propylamine  is  submitted  to  this  reaction  it  is  converted  into 
secondary  propyl  alcohol : — 
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CHjj  CH3 


CHj      +      NO.OH      =      CH.OH  +  N2  +  HjO 


CH2.NH2  CH3 

By  the  same  reaction  primary  normal  butylamine  is  transformed 
into  isobutyl  alcohol,  and  isobutylaraine  into  tertiary  butyl  alcohol: — 

CH3  ^"s 

I  I 

CHg  tJH2 

I       +  NO.OH      =       I  +X2  +  H2O 

CHg  CH.OH 

I  I 

CH2.NH2  CH3 

CH3 

I  CH3  CH3 

CHg  \/ 

+  NO.OH  =      C.OH  +  N«  +  H«0 

I 
CH3 


CH.OH 

I 

ca 


3 


The  action  of  nitrous  acid  on  the  monamines  may  thus  be  described 
as  always  producing  the  alcohol  of  a  radical  containing  one  more 
methyl  group  than  the  original  amine,  provided  the  amine  be  capable 
of  forming  an  isomeride  containing  one  more  methyl ;  thus  tertiary 
butylamine  cannot  contain  mqre  than  three  methyl-groups,  and  yields, 
therefore,  by  the  above  reaction  again  the  tertiary  alcohol. 


METHYL    COMPOUNDS. 

Methyl  Alcohol  CH3.OH. — This  compound,  commonly  called  wood 
spirit  (jjL€0v  wine,  vXi]  wood),  occurs  amongst  the  products  of  the  de- 
structive distillation  of  wood,  forming  about  one  per  cent,  of  the 
aqueous  distillate.  To  isolate  it,  the  liquid,  which  contains  a  large 
quantity  of  acetic  acid,  is  distilled,  and  the  first  portion  of  the  distil- 
late, consisting  of  aqueous  methyl  alcohol  mixed  with  other  volatile 
bodies,  such  as  methyl  acetate,  acetone,  dimethyl  acetal,  and  empy- 
reumatic  oils,  is  rectified  over  quicklime.  On  adding  anhydrous  cal- 
cium chloride  to  the  liquid,  heat  is  evolved,  the  methyl  alcohol 
combining  with  the  calcium  chloride  forming  a  solid  crystalline  com- 
pound, whilst  the  other  bodies  present  remain  as  an  oily  layer  which 
is  poured  off,  the  last  traces  of  these  being  removed  by  heating,  the 
solid  mass  to  100°,  at  which  temperature  the  compound  is  not  decom- 
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posed.  The  dry  residue  yields,  on  distillation  with  water,  aqueous 
methyl  alcohol,  which  is  dried  over  quicklime  and  again  distilled 
from  a  water  bath. 

The  alcohol  thus  obtained  is  not  quite  pure.  To  prepare  the  pure 
compound,  purified  wood  spirit  is  carefully  mixed  with  its  own  weight 
of  sulphuric  acid,  two  parts  of  potassium  binoxalate  are  added,  and 
the  mixture  distilled.  As  soon  as  crystals  of  methyl  oxalate  appear 
in  the  neck  of  the  retort,  the  receiver  is  changed  and  the  distillation 
continued  as  long  as  this  compound  comes  over.  These  crystals  are 
finely  powdered,  pressed  between  filter  paper,  and  dried  over  sulphuric 
acid.  On  distilling  the  pure  ether  with  water  it  splits  up  into  methyl 
alcohol  and  oxalic  acid  : — 

CA{g5;4.2«}o=CA{S+2CH3jo 

The  dilute  methyl  alcohol  thus  obtained  is  distilled  from  a  water 
bath,  to  remove  the  greater  part  of  the  water,  dried  over  quicklime, 
and  rectified. 

The  winter-green  oil  from  Gaulthcria  prociimbens,  a  plant  indi- 
genous to  North  America,  consists  chiefly  of  the  methyl  ether  of 
salicylic  acid.  On  distilling  this  oil  with  caustic  potash  pure  methyl 
alcohol  is  obtained. 

Methyl  alcohol  is  a  colourless,  mobile  liquid,  possessing  a  pure 
spirituous  smell ;  its  specific  gravity  is  0*8142  at  0°,  and  it  boils  at 
66**.  It  burns  with  a  bluish  non-luminous  flame,  and  is  miscible 
with  water  in  all  proportions.  With  caustic  baryta  and  with  cal- 
cium chloride  it  forms  crystalline  compounds  which  are  decomposed 
by  water. 

Methyl  alcohol  is  used  instead  of  spirits  of  wine  as  a  solvent  for 
resins,  essential  oils,  &c.,  for  heating  purposes,  and  in  the  manufacture 
of  aniline  colours. 

On  oxidation  it  is  converted  into  formic  acid ;  this  acid  is  also 
formed  by  passing  the  vapour  over  heated  soda-lime  : — 

CH2.OH  -f  NaOH  =  CHO.ONa  H-  211^ 

Potassium  and  sodium  dissolve  in  methyl  alcohol  with  the  evolu- 
tion of  hydrogen.  On  cooling,  the  compounds  CH3.OK  or  CHg-ONa 
crystallize  out,  which  are  decomposed  by  water,  methyl  alcohol  and 
caustic  alkali  being  formed. 

Methyl  Chloride  CH3CI  is  obtained  by  heating  a  mixture  of  one 
part  of  methyl  alcohol  and  three  parts  of  sulphuric  acid  with  two 
parts  of  common  salt : — 

CH3.OH  +  NaCl  -f  HgSO^  =  CH3CI  -f  NaHSO,  -f  H^O 

It  is  a  colourless  gas,  possessing  an  ethereal  smell.  When  exposed 
to  a  low  temperature  it  is  condensed  to  a  mobile  liquid,  boiling  at 
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—  21°.  It  burns  with  a  fine  green  flame,  like  most  organic  chlorine 
compounds.  On  heating  it  for  some  time  in  closed  vessels  with 
caustic  potash  to  100°  methyl  alcohol  is  formed  : — 

CH3CI  -f  KOH  =  CH3.OH  H-  KCl 

Methyl  Bromide  CHgBr  is  formed  by  acting  on  methyl  alcohol 
with  phosphorus  and  bromine.  It  is  a  colourless  liquid,  heavier  than 
water,  and  boiling  at  4-  13°. 

Methyl  Iodide  CH3I. — To  prepare  this  compound  100  parts  of 
iodine  are  gradually  added  to  a  mixture  of  thirty-five  parts  of  puri- 
fied wood  spirit  and  ten  parts  of  amorphous  phosphorus.  After 
standing  for  some  hours  the  methyl  iodide  is  distilled  off: — 

5CH3.OH  +  51  +  P  =  5CH3I  +  H3PO,  +  HgO 

Methyl  iodide  is  a  colourless  liquid  with  the  specific  gravity  2*2  at 
0°.  It  boils  at  43°,  and  possesses  a  peculiar  smell  somewhat  resem- 
bling that  of  garlic.  Like  other  alcoholic  iodides  it  becomes  brown 
when  exposed  to  light  and  air  by  the  separation  of  free  iodine.  It  is 
used  in  the  manufacture  of  aniline  violets  and  green. 

OH   ) 
Methyl  Nitrate  -v^q*  f  0,  a  colourless  liquid  with  a  pleasant  smell, 

is  obtained  by  distilling  a  mixture  of  metliyl  alcohol,  saltpetre,  and 
sulphuric  acid.  It  boils  at  66°,  and  its  vapour,  when  heated  to  150°, 
decomposes  with  a  violent  explosion.  It  is  also  used  in  the  manu- 
facture of  aniline  colours. 

Methylmlphuric  Acid      j|  >  SO^.— On  mixing  methyl  alcohol  with 

concentrated  sulphuric  acid  much  heat  is  evolved,  the  following 
reaction  taking  place: — 

CII3.OH  +  JJ  I  SO,  =  ^\  I  SO,  +  HgO 

To  obtain  the  pure  compound  the  mixture,  which  contains  some 
free  methyl  alcohol  and  an  excess  of  sulphuric  acid,  is  diluted  with 
water,  and  carefully  neutralized  in  the  cold  with  freshly  precipitated 
barium  carbonate,  and  the  filtrate  evaporated  at  a  low  temperature 
to  obtain  the  barium  salt  of  the  monobasic  methylsulphuric!  acid, 
which  forms  colourless  crystals  having  the  composition  (CH3)2(SO,)2Ba 
4-  2H2O.  On  adding  dilute  sulphuric  acid  to  the  aqueous  solution 
of  this  salt  until  all  the  barium  is  precipitated,  a  solution  of  the  free 
methylsulphuric  acid  is  obtained,  which  on  evaporation  in  vacuo 
crystallizes  in  white  needles  which  are  readily  soluble  in  water, 
forming  a  strongly  acid  solution. 

Methyl  Svlphate  (0113)280,  is  produced  by  distilling  a  mixture  of 
one  part  of  methyl  alcohol  and  eight  parts  of  sulphuric  acid.  It  is  a 
colourless  liquid,  smelling  like  leek,  and  boiling  at  188°.  On  heating 
it  with  water  it  yields  methyl  alcohol  and  methylsulphuric  acid. 
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OH  1 

Dimethyl  Ether  ar  Methyl  OjyUle  ^^  >•  O.  —  This    compound    is 

formed  by  the  action  of  methyl  alcohol  on  metliylsulphuric  acid : — 

CH,}0  +  CH,|s0,  =  g«3}0  4-i;}s0, 

To  prepare  it  methyl  alcohol  is  distilled  with  four  times  its  weight 
of  sulphuric  acid,  whilst  by  using  a  larger  quantity  of  the  acid  an 
exchange  occurs  in  the  opposite  direction,  methyl  sulphate  and 
water  being  produced. 

Dimethyl  ether  is  a  colourless  gas,  smelling  like  common  ether ; 
it  can  be  condensed  to  a  liquid,  boiling  at  —  21°,  and  combines  with 
sulphur  trioxide,  forming  methyl  sulphate : — 


gg3}o-.so3  =  gg;}so. 


METHYL  CYANIDES. 

Methyl  Cyanide  or  Methyl  Carhamine  CN.CHj. — To  obtain  this  com- 
pound two  molecules  of  silver  cyanide  and  one  molecule  of  methyl 
iodide  diluted  with  some  ether  are  heated  together  for  some  hours  in 
sealed  tubes.  Tlie  products  of  tlie  reaction  consist  of  silver  iodide  and 
a  crystalline  double  compound  CN.ClFg  +  AgCK,  which  is  decomposed 
on  distilling  it  with  potassium  cyanide  and  water. 

Methyl  carbamine  is  a  colourless  licjuid,  boiling  at  58°  and  possess- 
ing a  most  penetrating,  unbearable  smell ;  the  inhalation  of  its  vapour 
pi-oduces  a  bitter  taste  in  the  mouth  and  deep  down  in  the  throat. 
In  larger  quantities  it  causes  giddiness,  nausea,  and  headache.  Water 
acts  on  it  slowly,  more  quickly,  however,  in  presence  of  acids,  formic 
acid  and  methylamine  being  formed  : — 

CN.CHs  +  2II2O  =  H2N.CH3  +  CHgOg 

On  heating  it  gently  with  mercuric  oxide,  different  products  are 
formed,  amongst  which  methyl  carbimide  is  found : — 

{CH 
pj^*. — On  distilling  a  mixture  of  potassium  cyanide 

and  potassium  methylsulphate,  only  a  small  quantity  of  metliyl 
carbamine  is  obtained,  the  greater  portion  undergoing  a  molecuLar 
change,  and  forming  the  isomeric  nitrile,  a  colourless  liquid,  boiling  at 
77^  and  possessing  a  penetrating  but  not  disagreeable  smell.  It  is 
not  acted  upon  by  dilute  acids,  but  on  heating  it  with  a  solution  of 
caustic  potash  it  yields  ammonia  and  potassium  acetate  : — 

CHyCN  +  KOH  +  HgO  =  ^^3  CO  j  ^^  ^  ^^^^ 
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Methyl  Carbimide  N4  po^is  obtained  by  distilling  a  mixture  of 

potassium  cyanate  and  potassium  methylsulphate.  It  is  a  colour- 
less, very  volatile  liquid,  having  a  very  pungent  and  irritating  smelL 
This  body  has  for  a  long  time  been  regarded  as  methyl  cyanate, 
a  compound  which  is  not  known  ;  on  heating  it  with  caustic  potash 
it  does  not  yield  potassium  cyanate  and  methyl  alcohol,  as  would  be 
the  case  if  it  were  a  cyanic  ether,  but  it  gives  potassium  carbonate 
and  methylamine : — 

Methyl  Sulphocyaiiate    p-J  ?-  S,  a  colourless  liquid,  boiling  at  133**, 

and  smelling  like  leek,  is  produced  by  the  distillation  of  potassium 
sulphocyanate  with  potassium  methyl  sulphate. 

r  CH 

Methyl  Siilphocarbimide  "N  <  p^^. — Methylamine     combines     with 

(  NH  PH 

carbon  disulphide,  forming  mcthyl-stilphocarbonic  acid  CS  <  ou  '      ** 

On  heating  the  silver  salt  of  this  acid  with  water,  the  following  de- 
composition occurs : — 

^,g|NH.CH3_      /CH3      gjH 

^^\SAg         ~^|CS    ^      (Ag 

Methyl  sulphocarbimide  forms  white  crystals,  melting  at  34°  and 
boiling  at  119° ;  its  odour  is  pungent,  and  resembles  that  of  horse- 
radish. The  sulphocarbimides  are  also  called  mustard  oils,  because 
they  all  have  a  great  resemblance  to  the  essential  oil  of  mustard, 

r  c  H 

which  consists  of  allyl  sulphocarbimide  N  ■<  p^  ^* 


NITROGEN   BASES   OF  METHYL. 

When  methyl  iodide  is  heated  in  closed  vessels  with  an  alcoholic 
solution  of  ammonia,  the  hydriodides  of  the  three  amines,  together 
with  tetramethylammonium  iodide,  are  fonned  at  the  same  time. 
To  separate  these  compounds  the  liquid  is  filtered,  the  greater  part 
of  the  tetrammonium  iodide,  which  is  sparingly  soluble  in  alcohol, 
being  left  behind.  The  filtrate  is  evaporated  to  dryness,  and  the  resi- 
due distilled  with  caustic  potash.  The  vapour  is  passed  into  a  well- 
cooled  receiver,  in  order  to  condense  the  dimethylamine  and  trime- 
thylamine,  whilst  the  greater  part  of  the  methylamine  escapes  and  is 
absorbed  by  dilute  hydrochloric  acid.  The  mixture  of  the  two  bases, 
containing  a  little  methylamine,  is  mixed  with  ethyl  oxalate,  when  the 
following  reactions  take  place : — 
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Methylamine  forms  methyloxamide  : — 
2(NH2.CH3)  -f  C.O.COC^H,),  =  C20,(NH.CH3)2  +  2(C,H,.0H) 

Dimethylamine  is  converted  into  the  ethyl  ether  of  dimethyl- 
oxaminic  acid  : — 

(CH3),.NH  +  C,0,  {  gg*g^«  =  C  A  {  oc^f  *  +  C,H.OH 

Trimethylamine,  which  is  not  act«d  upon  by  the  oxalic  ether,  is 
removed  by  distillation  from  a  water  bath,  and  the  residue  exhausted 
with  water,  which  dissolves  the  dimethyl-oxamic  ether,  whilst 
methyloxamide  is  left  behind. 

Methylamine  N-c  H      is  obtained  by  distilling  the  hydrochloride 

or  methyloxamide  with  caustic  potash.     It  is  also  formed  by  heating 
methyl  nitrate  with  aqueous  ammonia  to  100°  : — 

CH3.NO3  -f  NH3  =  ^ ^3  I  N.NO3H 

On  bringing  hydrocyanic  acid  in  contact  with  tin  and  hydrochloric 
acid  it  combines  with  the  nascent  hydrogen  to  form  methylamine : — 


NCHh-H^  =  n|S^8 


H. 


A  fourth  method  to  obtain  this  base  is  the  decomposition  of  methyl 
carbimide  by  alkalis;  this  is  the  reaction  by  which  it  was  dis- 
covered. 

Methylamine  is  a  colourless  gas,  condensible  by  means  of  a  freezing 
mixture  to  a  colourless,  mobile  liquid.  It  possesses  a  strong  ammo- 
niacal  smell,  and  is  more  soluble  in  water  than  ammonia,  one  volume  of 
water  at  the  common  temperature  dissolving  about  1,000  volumes  of 
the  gas.  Methylamine  is  inflammable,  and  burns  with  a  yellowish 
flame.  The  aqueous  solution  precipitates  metallic  salts  like  ammo- 
nia ;  the  precipitate  produced  in  copper  salts  is  soluble  in  excess, 
forming  a  deep  blue  liquid,  but  the  hydroxides  of  cobalt,  nickel,  and 
cadmium  are  insoluble  in  methylamine,  whilst  silver  chloride  is  readily 
dissolved.  With  acids  it  forms  neutral  soluble  salts ;  the  platinum 
double  chloride  (N(CH3)3HC1)2  +  PtCl^  crystallizes  from  boiling 
water  in  golden  yellow  plates. 

Methylamine  occurs  in  the  brine  of  herrings  and  amongst  the  pro- 
ducts of  the  destructive  distillation  of  animal  matter  and  wood. 

Dimethylamine  CH-  >N  is  obtained  by  distilling  ethyl  dimethyl- 

.oxamate  with  caustic  potash : — 

^A  {  g[P^«  +  2K0H  =  N  {  g'Ha),  ^  ^ ^  |  gK  +c,H..OH 
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It  is  a  colourless  gas  possessing  an  ammoniacal  smell,  and  con- 
densing at  +  8**  to  a  mobile  liquid. 

Trimethylamine  CHg  V  N  boils  at  4-  9*3°,  possesses  a  strong  smell  of 

CH  J 
ammonia  and  herrings  brine,  and  is  miscible  with  water.  It  occurs 
in  many  plants,  as  in  the  flowers  of  the  hawthorn  and  the  pear-tree, 
and  in  Chenopodium  vidvaria,  as  well  as  in  different  animal  liquids. 
Very  often  it  is  met  with  as  a  product  of  the  decomposition  of  nitro- 
genous animal  or  vegetable  compounds  ;  thus  herrings'  brine  contains 
it  in  so  large  a  quantity  that  it  can  be  easily  prepared  from  it  by  dis- 
tillation with  alkalis. 

When  trimethylamine  is  mixed  with  methyl  iodide,  heat  is  evolved, 
tetramethylammonium  iodide  ^{GH^J.  being  formed,  a  salt  which 
forms  colourless  crystals  and  is  not  decomposed  by  alkalis.  On  treat- 
ing its  aqueous  solution  with  freshly  precipitated  silver  oxide,  a 
strongly  alkaline  solution  of  the  hydroxide  N(CH3)^0H  is  obtained, 
which  by  evaporation  in  vacnu)  over  sulphuric  acid  is  left  behind  as  a 
crystalline  mass,  which  is  as  caustic  as  caustic  potash.  When  exposed 
to  the  air  it  rapidly  absorbs  water  and  carbon  dioxide. 


PHOSPHORUS   BASES   OF   METHYL. 

CH3) 

Mcthylphosphine      H  vP. — The  hydriodide  of  this  base  is  produced 

Hi 

on  heating  a   mixture   of  methyl  iodide,  phosphonium  iodide,  and 

zinc  oxide  in  sealed  tubes  for  four  hours  to  150° : — 

2CH3I  -f  2PHJ  -f  ZnO  =  2(P(CH3)H2.HI)  4-  Znl,  +  H^O 

On  adding  water  the  hydriodide  splits  up  into  hydriodic  acid  and 
mcthylphosphine,  a  colourless  gas,  having  a  most  penetrating  and 
overpowering  smell.  By  pressure  or  cold  it  is  condensed  to  a  light 
liquid,  which  boils  at  —  14*".  On  mixing  the  gas  with  air  it  takes 
oxygen  up,  forming  white  fumes,  and  when  gently  heated  it  takes 
fire.  With  acids  it  readily  combines,  forming  well-defined  salts, 
which  are  all  decomposed  by  water.  These  salts  possess  the  remark- 
able property  of  bleaching  vegetable  colours,  whilst  the  free  base  does 
not  act  ui)on  them.  This  can  be  easily  shown  by  holding  litmus 
paper,  which  has  been  partly  moistened  with  an  acid  and  partly  with 
water,  in  the  gaseous  base,  when  only  the  portion  moistened  with  the 
acid  will  be  bleached.  Amongst  the  salts  the  most  characteristic  is 
the  hydriodide  N(CH3)H3T,  obtained  in  compact  crystals  by  passing 
the  gas  into  most  concentrated  hydriodic  acid,  whilst  from  hydriodic 
acid  diluted  with  ether  it  crystallizes  in  iridescent  plates. 

On  passing  mcthylphosphine  into  fuming  nitric  acid  it  is  oxidized 
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dibasic  methylpbosphinic  acid  P03(CH3)H2  being  formed,  a  white 
crystalL'ne  mass,  readily  soluble  in  water,  and  possessing  an  acid  taste. 

CHj 
Dimethylphosphine   CH3  }-P.: — The    hydriodide    of    this   base    is 


"•I 
"rff- 


formed  together  with  methylphosphine,  and  remains  behind  after  the 
addition  of  water  in  combination  with  zinc  iodide : — 

2CH3I  +  PH,I  +  ZnO  =  (CH3)2HP.HT,  Znl^  +  H^O 

This  double  compound  is  decomposed  by  caustic  potash,  and  the 
free  base  obtained  as  a  colourless  liquid  boiling  at  25°.  Exposed  to 
the  air  it  takes  fire,  and  burns  with  a  luminous  phosphorus-like  flame. 

By  the  action  of  nitric  acid  it  is  converted  into  dimethylphosphinic 
acid  P03(CHg)2H,  which  is  monobasic  and  forms  a  white  crystalline 
mass  melting  at  76°  and  volatilizing  at  a  higher  temperature  without 
decomposition. 

Trimcthylphosphine    CH3  >  P   is   formed  by  the   action   of   zinc 

CH3J 

methyl  upon  phosphorus  trichloride.  It  is  a  colourless  liquid,  boiling, 
at  40°  and  possessing  a  peculiar  penetrating  smelL  It  combines  with 
methyl  iodide  to  form  tetramethyljphosphonium  iodide  P(CH3)^T,  white 
crystals,  the  solution  of  which  is  decomposed  by  moist  silver  oxide 
with  the  formation  of  the  strongly  alkaline  and  caustic  hydroxide 
P(CHp^OH.  The  iodide  is  also  formed  together  with  trimethyl- 
phospnine  hydriodide  by  heating  methyl  alcohol  with  phosphonium 
iodide  in  sealed  tubes  : — 


^    H 


}  0  +  PH,I  =  (CH3)3P,  HI  H-  sg  1 0 
}  0  +  PHJ  =  (CH3),PI     +42}0 


AESENIC  BASES  OF  METHYL. 

The  compounds  of  methyl  with  arsenic  may  be  considered  as  being 
derived  from  arsenic  trichloride : — 

Arsenic  Trichloride.  Arsenmethyl  Dichloride. 

r  ci  ( CH3 

As-^  CI  As\  CI 

(Cl  .        (Cl 

Arsendimethyl  Chloride.  Arsentriinethyl. 

As^CHg  As^  Cfl, 

(Cl  (CH, 

C  K 


\. 
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These  compounds  combine  (in  a  manner  analogous  to  phosphoniB 
trichloride)  directly  with  one  molecule  of  chlorine,  and  the  com- 
pounds thus  obtained  are  decomposed  by  heat  with  the  elimination 
of  methyl  chloride : — 

A8(CH3)3Cl2  =  As(CH3)2Cl  +  CH3CI 

As(CH3)2Cl3  =  A8(CH3)Cl2  +  CH3CI 

The  compound  of  arsenmethyl  dichloride  with  chlorine  can  only 
exist  at  a  very  low  temperature,  as  it  is  rapidly  decomposed  even 
below  0** : — 

AsCH3Cl^  =  AsClg  +  CH3CI 

Trimethylarsine  As(CH3)3  is  easily  formed  by  the  action  of 
methyl  iodide  upon  sodium  arsenide  AsNa,.  It  is  a  colourless 
liquid,  boiling  at  120*"  and  possessing  an  unbearable  garlic-like  odour. 
It  combines  readily  with  the  iodides  of  the  alcohol  radicals. 

Tetrarruthylarsonium  Iodide  A&{C13,^Ji  crystallizes  in  shining 
plates ;  its  aqueous  solution  is  easily  acted  upon  by  silver  oxide.  On 
evaporating  the  alkaline  solution  thus  formed  over  sulphuric  acid, 
the  hydroxide  As(CH3)^0H  is  obtained  in  deliquescent  crystals;  it 
combines  readily  with  acids,  forming  well-crystaUized  salts. 

Compounds  of  Arsendimethyl, — The  starting-point  for  the  prepara- 
tion of  these  compounds  is  the  so-called  alcarsine  or  caeodyl  oxide, 
a  highly  poisonous  liquid  possessing  a  most  horrible  smell.  This 
body  is  obtained  on  distilling  a  mixture  of  arsenic  trioxide  and 
potassium  acetate,  a  mixture  of  arsendimethyl  oxide  with  some  arsen- 
dimethyl  being  thus  formed,  which  owing  to  the  presence  of  the 
latter  compound,  takes  fire  in  the  air.  With  fuming  hydrochloric  acid 
it  yields  arsendimethyl  chloride  As(CH3)2Cl,  a  colourless  liquid  boiling 
at  100*",  and  possessing  a  nauseous  smell;  its  vapour  attacks  the  eyes 
and  the  mucous  membranes.   By  distilling  the  chloride  with  a  solution 

of  caustic  potash  it  yields  pure  arsendimethyl  oxide  \Jfn^^  \  O,  an 

oily  liquid  boiling  at  120**,  which  is  not  spontaneously  inflammable 
and  does  not  fume  when  exposed  to  the  air. 

Arsendimethyl  j^Sn-a)   !  or  Caeodyl  {kuko^,  oSelv),  obtained  by 

heating  the  chloride  with  zinc,  is  a  heavy  liquid,  boiling  at  170".  It 
possesses  an  arsenical  penetrating  smell,  and  is  a  very  strong  poison. 
In  contact  with  the  air  it  takes  fire  and  bums  with  a  yellow  flame, 
giving  off  dense  clouds  of  arsenic  trioxide.  When  air  is  brought 
slowly  in  contact  with  it,  it  is  oxidized  to  caeodyl  oxide  and  cacodylic 
acid. 

Cacodylic  Acid      ^      *^\t  [  0  is  best  prepared  by  adding  mercuric 

oxide  to  arsendim  jthyl  oxide,  which  is  covered  by  a  layer  of  water ; 
metallic  mercury  separates  out,  and  on  evaporating  the  solution,  the 
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acid  is  obtained  in  large  colourless  crystals,  which  are  odourless  and 
have  a  slightly  acid  taste.     It  is  not  poisonous. 

Arsenmonomethyl  Compounds, — Arsendimethyl  trichloride  yields,  as 
we  have  seen,  on  heating,  methyl  chloride  and  arsenmonomethyl 
dichloride.  The  latter  compoTind  is  also  obtained  by  the  action  of 
dry  hydrochloric  acid  upon  cacodylic  acid : — 

AsCCHj)^  1 0  +  3HC1  =  As(CH3)Cl2  +  CH3CI  +  2H,0 

Arsenmonomethyl  Chloride  AsCHgClg  is  a  colouriess  strongly  refract- 
ing liquid  boiling  at  135** ;  its  vapours  violently  attack  the  mucous 
membranes.  On  adding  water  and  potassium  carbonate  to  it  the 
oxide  AsCHjO  is  obtained  in  colourless  crystals,  which  smell  like 
asafoetida.    ny  the  action  of  water  and  silver  oxide  upon  the  oxide 

or  chloride  the  silver  salt  arsenmonomethylic  acid  AsCHj-J  q^  is 

formed.  The  free  acid,  obtained  by  decomposing  the  barium  salt  with 
sulphuric  acid,  crystallizes  in  colourless  plates  and  possesses  a  pure 
acid  taste. 


METHTLBORINE  OR  BORON-METHYL  B(CH3)8 

is  formed  by  a  singular  reaction ;  it  is  obtained  by  acting  on  etiiyl 
borate  with  zinc-methyl : — 

2B  j  OcJh'  +  3Zn  I  3  =  28^  ChJ  +  3Zn  {  ^^^^ 

It  is  a  colourless  gas,  having  a  pungent  smell ;  exposed  to  air  it 
takes  fire,  burning  with  a  smoky  green  flame.  By  strong  pressure  or 
cold  it  can  be  condensed  to  a  liqidd.  It  combines  with  dry  ammonia, 
forming  the  compound  B(0H8)3NH3,  a  white  crystalline  mass. 


COMPOUNDS  OF  METHYL  WITH  METALS. 

Zinc  Methide  or  Zinc-methyl  Zn(CH3)2  is  produced  by  heating  zinc 
with  methyl  iodide.  It  is,  however,  much  more  readily  formed  when 
mercuric  methicle  is  heated  with  granulated  zinc  in  a  sealed  tube  for 
24  hours  to  120°.  Zinc  methide  is  a  colourless  mobile  liqidd,  pos- 
sessing a  peculiar  disagreeable  smell.  It  takes  fire  in  the  air,  burning 
with  a  greenish  blue  flame,  and  with  the  formation  of  dense  clouds  of 
zinc  oxide.    With  water  it  forms  zinc  hydroxide  and  methane : — 


Z°{cS:+2g}0  =  Zn{gg  +  2CH, 


•    •  •  V 

\l1       •*■•.■ 
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On  adding  sodium  to  zinc  methide,  zinc  separates  out,  and  a 
crystalline  compound  Zn(CHg)2  +  NaCHj  is  formed.  It  has  not 
been  possible  so  far  to  isolate  from  this  compound  pure  sodium 
methide  NaCHj.  On  passing  carbonic  dioxide  over  it,  it  is  absorbed, 
with  evolution  of  heat  and  formation  of  sodium  acetate : — 

NaCIIg  -f  CO2  =  NaCgHgOg 

Mercuric  Methide  Hg(CH3)2. — Methyl  iodide  is  not  acted  upon  by 
liquid  sodium  amalgam,  but  on  adding  a  small  quantity  of  acetic 
ether,  a  brisk  reaction  set  in,  sodium  iodide  and  mercury  methide 
being  formed.  It  is  not  understood  what  part  the  acetic  ether  plays 
in  this  reaction,  as  it  remains  unaltered. 

Mercuric  methide  is  a  heavy  colourless  liquid  with  a  peculiar  though 
not  an  unpleasant  smell.  It  is  most  poisonous,  is  not  acted  upon  by 
the  air,  and  boils  at  95**. 


METHANE   AND   ITS   SUBSTITUTION   PRODUCTS. 

Methane,  Methyl  Hydride,  CH^. — This  gas  occurs  in  nature,  being 
always  formed  when  vegetable  matters  decay  in  the  absence  of  air. 
It  is  found  in  coal  mines  (firedamp),  and  in  marshes  and  stagnant 
waters  (marsh-gas),  and  in  many  districts  it  is  evolved  from  the 
soil,  as  in  Baku  on  the  Caspian  Sea,  where  the  holy  fires  have  been 
burning  from  time  immemorial.  Although  the  most  simple  of  all 
hydrocarbons,  it  cannot  be  produced  by  direct  combination  of  carbon 
and  hydrogen,  but  is  formed  by  passing  hydrogen  sulphide,  mixed 
with  the  vapour  of  carbon  disulphide,  over  red-hot  copper : — 

CS2  -f  2SH2  +  4Cu2  =  CH,  -f  4CU2S 

Pure  methane  is  obtained  by  the  action  of  water  upon  zinc  methyl, 
but  a  readier  method  to  prepare  it  is  to  heat  a  mixture  of  dry  sodium 
acetate  with  twice  its  weight  of  soda  lime  : — 

{  C?:Na  +  iS  }  0  =  CH,  +  C03Na, 

Methane  is  a  colourless,  inodorous  gas,  which  burns  with  a  pale 
flame.  It  has  not  yet  been  condensed  to  a  liquid  by  the  strongest  pres- 
sure or  cold.  With  ten  volumes  of  air  or  with  two  volumes  of  oxygen 
it  forms  a  mixture,  which  on  applying  a  light  ignites  with  a  violent 
explosion.  By  exposing  a  mixture  of  equal  volumes  of  marsh-gas  and 
chlorine  to  direct  sunlight  an  explosion  takes  place,  with  the  separa- 
tion of  carbon ;  but  in  diffused  light  the  action  goes  on  more  gently, 
the  principal  product  being  methyl  chloride,  and  if  an  excess  of 
phlorine  is  present  higher  chlorinated  substitution  products  are 
jfcarmed.    These  bodies  are  generally  regarded  as  compounds  of  dyad 
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and  triad  radicals,  but  as  they  bear  very  little  relation  to  other  groups 
of  carbon  compounds  they  will  be  treated  of  here. 

Methene  IHchloride,  I>ichloromethane  CHgCl^  can  be  obtained  by  the 
action  of  chlorine  upon  marsh-gas,  or  by  adding  hydrochloric  acid  cuid 
zinc  to  an  alcoholic  solution  of  chloroforuL  It  is  a  heavy  liquid, 
smelling  like  chloroform  and  boiling  at  41°. 

Chloroform,  Trichloromethane  CHCI3: — The  third  substitution  pro- 
duct of  marsh-gas  is  also  formed  by  the  action  of  bleaching  powder  on 
ethyl  alcohol,  and  other  carbon  compounds.  To  prepare  it  ten  parts 
of  bleaching  powder  are  mixed  with  forty  parts  of  hot  water  in  a 
large  still,  and  one  part  of  spirits  of  wine  is  added ;  a  reaction  soon 
sets  in  by  which  sufficient  heat  is  evolved  to  drive  the  chloroform 
over. 

Chloroform  is  a  colourless  mobile  liquid,  possessing  a  peculiar 
sweetish  smell  and  taste.  It  boils  at  62°,  and  has  at  0°  the  specific 
gravity  1'525.  The  inhalation  of  its  vapour  produces  aneesthesia, 
and  it  is  therefore  largely  employed  in  surgical  operations.  It  is  also 
used  as  a  solvent  for  iodine,  bromine,  alkaloids,  gutta  percha,  &c. 

The  smallest  quantity  of  chloroform  can  be  easUy  detected  by 
adding  to  the  liquid  to  be  tested  a  monamine  (or  aniline)  and  an 
alcoholic  solution  of  caustic  potash.  When  it  is  present  in  larger 
quantities  the  peculiar  odour  of  the  carbamines  is  given  off  at  once, 
or  after  gently  heating  when  only  traces  are  present  Vice  versd, 
chloroform  can  be  used  for  detecting  the  presence  of  a  monamine. 

Tetrachlorometfiane,  Carbon  Tetrachloride  CCL  is  best  prepared  by 
acting  with  chlorine  upon  chloroform  in  the  sunlight ;  it  may  also  be 
obtained  by  passing  chlorine  and  carbon  disulphide  through  a  porcelain 
tube  filled  with  fragments  of  porcelain.  It  is  a  heavy  liquid,  boiling 
at  77°  and  possessing  the  odour  of  chloroform.  On  heating  it  with  an 
alcoholic  solution  of  potash  it  yields  potassium  chloride,  potassium 
carbonate,  and  water  : — 

CCl,  +  6K0H  =  CO  I  qI  +  4KC1  +  SH^O 

When  its  vapour  mixed  with  hydrogen  is  passed  through  a  glass- 
tube  filled  with  broken  glass,  and  heated  to  a  dull  red  heat,  hexa- 
chlorethane  CgClg  is  formed : — 

2CC1,  +  Hg  =  2HC1  +  CgCle 

Bro7no/orm,  Tribromomethane  CHBrg,  a  liquid  resembling  chloroform 
and  boiling  at  152°,  is  obtained  by  adding  bromine  to  a  solution  of 
potash  in  ethyl  alcohol ;  bromoform  very  often  occurs  in  commercial 
bromine. 

Tetrabromomethane,  Carbon  Tetrabromide  CBr^. — On  heating  bromine 
with  carbon  disulphide  in  sealed  tubes  to  180°,  an  exceedingly  slow 
action  sets  in,  which  is  very  much  accelerated  by  adding  some  iodine. 
To  prepare  tetrabromomethane,  two  parts  of  carbon  disulphide,  four- 
teen parts  of  bromine,  and  three  parts  of  iodine  are  heated  to  150° 


102  THE  CHEMISTRY  OF 

in  sealed  tubes  for  forty-eight  hours.  It  is  also  readily  formed  by 
heating  bromoform  with  bromine  and  iodine.  Tetrabromomethane 
crystallizes  in  white  shining  plates,  melting  at  91%  and  boiling  with 
slight  decomposition  at  189'5°. 

lodofomiy  TH'iodomethanc  CHI3. — This  compound  is  formed  by 
acting  with  potash  or  potassium  carbonate  and  iodine  upon  ethyl 
alcohol,  aldehyde,  acetone,  and  many  other  carbon  compounds,  but 
pure  methyl  alcohol  yields  no  iodofcrm.  It  crystallizes  in  yellow 
scales,  smells  like  saffron,  melts  at  120%  and  is  decomposed  at  a 
liigher  temperature,  but  may  be  volatilized  in  a  current  of  steam. 
On  heating  it  in  a  closed  tube  for  some  time  to  150%  methene  di- 
iodide  or  di-iodomethane  CHgIg  is  formed,  .a  compound  which  can  also 
be  obtained  by  heating  chloroform  with  fuming  hydriodic  acid  : — 

CHCI3  +  4HI  =  CHJj  -f  3HC1  +  I2 

This  compound  is  a  yellowish  heavy  liquid,  which  boils  at  181**  and 
at  —  2°  solidifies  to  a  crystalline  mass. 

Nitrochloroforni,  NitrotricMorometluine,  or  Chloropicrin  C(N02)Cl8  is 
formed  when  methyl-  or  ethyl  alcohol  are  distilled  with  salt,  saltpetre, 
and  sulphuric  acid,  and  also  by  the  distillation  of  many  nitro-com- 
pounds  with  a  solution  of  bleaching  powder. 

It  is  best  prepared  by  mixing  in  a  still,  ten  parts  of  bleaching 
powder  with  water  to  form  a  paste,  and  adding  one  part  of  picric 
acid  CgH2(N02)30H ;  a  violent  reaction  sets  in  and  the  chloropicrin 
distils  over.  It  is  a  colourless  liquid,  possessing  a  most  irritating 
smell,  and  boiling  at  112".  On  distilling  it  with  acetic  acid  and  iron- 
filings  it  is  reduced  to  raethylamine  : — 

C(N02)Cl3  -f  6H2  =  CH3.NH2  -f  3HC1  +  2H,0 

Nitroform,  Trinitromethanc,  Gll(^O^y — This  body  is  produced  by 
decomposing  trinitroacetonitrilc  C2(N02)3N  (see  Fulminates)  with 
water : — 

{  CN  ^'^''  +  2H,0  =  CO,  +  NH3  +  CH(N0j)3 

Nitroform  is  a  weak  acid ;  the  product  of  the  reaction  consists 
therefore  of  the  ammonium  salt.  On  acting  on  trinitroacetonitrilc  with 
caustic  potash,  the  potassium  salt  CK(N02)8  is  obtained,  which  forms 
yellow  crystals.  On  adding  concentrated  sulphuric  acid  to  one  of 
these  salts,  nitroform  separates  out  as  a  light  oily  layer,  which  on 
cooling  solidifies,  forming  colourless,  cubical  crystals.  It  has  an  un- 
pleasant smell  and  bitter  taste,  and  is  highly  inflammable.  In  water 
it  dissolves  with  a  yellow  colour.  On  quickly  heating  it  or  one  of  its 
salts,  it  decomposes  with  a  violent  explosion. 

Tclranitroviethnne  Ci^O^^.—^y  passing  a  current  of  air  through  a 
solution  of  nitroform  in  a  mixture  of  concentrated  nitric  and  sulphuric 
acids,  tetranitroraethane  distils  over  : — 
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CH(NO^,  +  ^H* }  0  =  C(NO^,  +  g  }  0 

It  is  a  colourless  mobile  liquid,  boiling  at  126°,  and  solidifying  at 
—  13°.  It  is  not  explosive,  and  not  inflammable,  but  on  pouring  it 
over  red-hot  charcoal  a  vivid  combustion  sets  in. 

(SO3H 

JUethine-trisyipJionic  Acid CIi<  SU3H. — This    acid   is    formed    by 

(SO3H 
heating  calcium  methyl-sulphate  with  a  large  excess  of  fuming 
sulphuric  acid  for  some  time  to  100°.  To  obtain  the  free  acid,  the 
lead  salt  is  decomposed  by  hydrogen  sulphide ;  it  crystallizes  in  long 
deliquescent  needles.  It  is  a  powerful  tribasic  acid,  decomposing 
nitrates  and  chlorides,  and  forming  well-crystallized  salts,  of  which 
the  lead  and  barium  salt  are  sparingly  soluble  in  water. 

Chmnidine  C(NH)(NH2)2. — This  powerful  base  was  first  obtained 
from  guanine  C5H5N5O,  a  compound  occurring  in  guano.  It  is  also 
formed  by  heating  biuret  (see  page  67)  in  a  current  of  dry  hydro- 
chloric acid  gas. 

Guanidine  is  also  easily  produced  by  heating  cyanogen  iodide  with 
an  alcoholic  solution  of  ammonia : — 


ICN  +  2NH3  =  C(NH)  I  ^g2  +  HI 


or  by  the  action  of  alcoholic  ammonia  upon  chloropicrin : — 

CCI3NO2  +  4NH3  =  C(NH)(NH2)2  4-  3HC1  -f  N^  +  2Rfi 

Guanidine  combines  with  acids,  forming  crystalline  salts,  of  which 
the  nitrate  is  only  sparingly  soluble  in  water.  When  a  solution 
of  silver  nitrate  is  added  to  its  solution  the  compound  CH5N3.AgN05 
separates  in  colourless  needles.  On  adding  gold  chloride  to  a  mode- 
rately concentrated  solution  of  guanidine  hydrochloride  the  double 
salt  CH5N3  CIH  +  AuClj  crystallizes  after  some  time  in  beautiful, 
deep-yellow,  long  needles. 

To  obtain  the  free  base  the  hydrochloride  or  hydriodide  is  decom- 
posed with  a  solution  of  silver  sulphate,  and  baryta-water  is  added  as 
long  as  a  precipitate  is  formed.  On  evaporating  the  filtrate  in  vacuOy 
guanidine  is  left  behind  in  colourless  crystals,  which  are  soluble  in 
water  and  alcohol ;  it  possesses  a  strongly  alkaline  taste,  and  readily 
absorbs  caibon  dioxide  from  the  air. 


FORMYL   COMPOUNDS. 


Methyl  Aldehyde  or  Formaldehyde  CHgO  is  a  colourless  gas, 
possessing  a  pungent  and  suffocating  smell.  It  is  formed  by  passing 
a  current  of  air  charged,  with  vapour  of  methyl  alcohol  over  a  coil  of 
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red-hot  platinum  wire.  The  product  condensed  in  a  well-cooled 
receiver  consists  of  a  solution  of  the  aldehyder  in  methyl  alcohol. 
Exposed  to  the  air,  it  absorbs  oxygen,  the  aldehyde  being  oxidized 
to  formic  acid.  This  oxidation  takes  place  quickly  on  adding  a  little 
ammonia  and  silver  nitrate  to  the  liquid  and  heating  the  mixture 
gently ;  metallic  silver  separates  out,  which  coats  the  sides  of  the 
vessel  with  a  brilliant  metallic  mirror  : — 

CH,0  -f.  Ag,0  =  CH,0,  -h  Ag2 

Like  other  aldehydes,  formaldehyde  readily  changes  into  a  polymeric 
modification ;  for  this  reason  it  is  impossible  to  isolate  the  pure  com- 
pound from  its  solution,  which,  on  evaporation  in  vacuo  over  sulphuric 
acid,  leaves  a  white  solid  residue  oi  parafoi^maldehyde  C3H-O3,  a  body 

CH  CI  1 

which  is  also  formed  by  heating  dichloromethyl  ether  p-rr^pi  j-  O 

with  water,  and  further  by  the  action  of  silver  oxalate  on  methene 
iodide  : — 


SCgO.Aga  +  3CH2I2  =  CgHgOg  -f-  6AgI  -f-  SCO  -f-  3C0 


2 


Paraformaldehyde  (formerly  called  dioxymcthene)  is  a  white  in- 
distinctly crystalline  mass,  which  sublimes  below  lOO"*  without  pre- 
viously melting.  When  it  is  heated  in  a  closed  vessel,  it  melts  at 
152°,  and  boils  at  a  few  degrees  higher,  at  the  same  time  being  I'esolved 
into  three  molecules  of  gaseous  formaldehyde.  This  gas  can  only 
be  kept  for  a  short  time  at  the  common  temperature;  when  it  is 
collected  over  mercury,  the  mercury  soon  begins  to  rise,  the  aldehyde 
being  rapidly  reconverted  into  the  paraldehyde. 

Formic  Acid  -rr  \  0. — ^This  acid  exists  in  the  free  state  in  sting- 
ing-nettles, in  red  ants,  and  in  several  species  of  caterpillars.  It  may 
be  obtained  by  oxidizing  methyl  alcohol  by  means  of  dilute  sulphuric 
acid  and  potassium  chromate  or  manganese  dioxide.  Besides  methyl 
alcohol  a  great  number  of  other  carbon  compounds,  such  as  sugar, 
gum,  and  starch,  yield  formic  acid  as  a  product  of  oxidation. 

Formic  acid  is  obtained  synthetically  by  heating  carbon  oxide  and 
caustic  potash  in  closed  vessels,  to  100° : — 

or  by  the  action  of  moist  carbon  dioxide  on  potassium : — 
2C0{0«.K.  =  C0{«.'^0H}0^g}o 

The  best  method,  however,  for  preparing  large  quantities  of  formic 
acid  consists  in  decomposing  oxalic  acid  by  heat  in  presence  of 
glycerin : — 

C,H,0,  =  CO,  -f-  CH^O, 
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The  best  yield  is  obtained  by  heating  a  mixture  of  anhydrous 
glycerin  and  crystdUized  oxalic  acid  CjHgO^  +  2H2O  from  90°  to 
100°  as  long  as  carbon  dioxide  is  evolved ;  the  residue  is  again  heated 
with  oxalic  acid,  and  this  process  several  times  repeated.  During  the 
operation  aqueous  formic  acid  distils  over ;  at  first  a  dilute  acid, 
which  after  each  addition  of  oxalic  acid  becomes  more  concentrated, 
until,  according  to  the  equation — 

CjHjO,  +  2H2O  =  COg  +  CHgOj  +  2H2O 

from  each  126  parts  of  oxalic  acid,  82  parts  of  aqueous  formic  acid, 
containing  56  per  cent,  of  real  acid,  have  been  formed. 

To  prepare  anhydrous  formic  acid,  the  hot  aqueous  acid  is  neutral- 
ized with  litharge  or  white  lead ;  on  cooling,  lead  formate  crystallizes 
out,  which  after  having  been  well  dried  is  placed  in  a  retort,  and  dry 
hydrogen  sulphide  passed  over  it,  at  the  same  time  applying  a  gentle 
heat.  The  distillate  is  freed  from  an  excess  of  hydrogen  sulphide  by 
rectifying  it  over  a  little  lead  formate. 

Pure  formic  acid  is  a  colourless  liquid,  solidifying  at  +  1**  in 
shining  plates,  and  boiling  at  100^  It  possesses  a  sour  and  pungent 
odour,  and  a  very  acid  taste,  and  is  so  corrosive  that  it  produces 
blisters  on  the  skin. 

The  salts  of  formic  acid  or  formates  are  for  the  most  part  soluble 
in  water,  and  crystallize  well.  When  calcium  formate  is  subjected 
to  fractional  distillation  different  products  are  formed,  amongst  which 
formaldehyde  is  found  : — 

CHO'  }^^^  CH2O  +  CaCOg 

On  heating  the  sodium  salt,  hydrogen  is  given  off  and  sodium 
oxalate  is  formed : — 

HCO.ONa  CO.ONa 

=  2H+   I 
HCO.ONa  CO.ONa 

COH  ) 
Ammonium  Formate  -j^xx   f  0  is  obtained  by  bringing  together  dry 

ammonia  and  anhydrous  formic  acid.  On  rapidly  heating  it,  it 
decomposes  into  water  and  hydrocyanic  acid : — 


N^^  }  0  =  2H2O  +  HON 


It  has  already  been  mentioned  that  by  the  inverse  reaction  hydro- 
cyanic acid  takes  up  water  and  yields  ammonium  formate.  Hydro- 
cyanic acid  is  therefore  the  nitrite  of  formic  acid,  or  it  stands  in 
the  same  relation  to  formic  acid  as  acetonitrile  (methyl  cyanide) 
to  acetic  acid. 

The  most  characteristic  of  the  salts  of  formic  acid  is  lead  formate 
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(CH02)2Pb,  crystallizing  from  a  hot  aqueous  solution  in  white,  shining, 
rhombic  prisms,  which  are  only  sparingly  soluble  in  cold  water. 

Silver  Formate  CHOgAg  is  a  white  precipitate,  which  on  exposure 
to  the  light  rapidly  blackens.  When  heated  with  water  it  is  decom- 
posed, metallic  silver  separating  out,  whilst  carbon  dioxide  escapes: — 

2CaH|o^COH|Q^C0.4-Ag, 

When  aqueous  formic  acid  is  gently  heated  with  mercuric  oxide, 
carbon  dioxide  is  given  off,  and  mercurous  formate  crystallizes  out  in 
white  shining  scales  : — 

3^^2  }  O  +  2HgO  =  ^^^^*}0,  +  COg  +  2H,0 

On  boiling  this  salt  with  water,  a  decomposition  analogous  to  that 

of  the  silver  salt  ensues,  metallic  mercury  and  carbon  dioxide  being 

formed.    These  reactions  of  the  silver  and  mercury  salts  are  made 

use  of  as  a  means  for  detecting  formic  acid. 

COH  ) 
Methyl  Formate   qtt   ?■  0  is  obtained  by  distilling  methyl  sulphate 

with  sodium  formate  : — 

n^}o.gg;}so,-2<»HJo.N:}so. 

It  is  a  colourless  liquid,  having  a  pleasant  smell,  and  boiling  at 

Zy'4:.     Chlorine  acts  on  it  slowly  in  the  sunlight,  perchloromethyl 

COCl ) 
formate  pp,    >  0  being  formed,  a  colourless  liquid,  possessing  a  very 

pungent  smell,  and  boiling  at  about  180°.  When  its  vapour  is  passed 
through  a  glass  tube  heated  to  350"",  it  is  transformed  into  carbonyl 
dichloride : — 

"ss; }  o = 2C0C1, 

COCl ) 
Methyl  Chloroformate  or  Methyl  Chlorocarbonate    p-rr   f  0,  a  heavy 

colourless  liquid,  possessing  a  suffocating  smell,  and  boiling  at  75**,  is 
formed  by  the  action  of  carbonyl  dichloride  upon  anhydrous  methyl 
alcohoL 

Formamide  COH.NHg. — This  compound,  standing  intermediate 
between  ammonium  formate  and  hydrocyanic  acid,  is  obtained  by 
heating  ammonium  formate  to  140°  in  the  presence  of  urea,  which 
is  transformed  into  ammonium  carbonate  by  the  water  given  ofiT. 

Formamide  can  also  be  obtained  by  saturating  ethyl  formate  with 
dry  ammonia,  and  heating  the  mixture  in  sealed  glass  tubes  for  two 
days  in  a  water-bath  : — 

C^H  }  ^  +  ^^«  "  COH.NH,  +  C,H,.OH 

2      by 
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It  is  a  colourless  liquid  wUch  boils  at  about  194'',  at  the  same  time 
being  partially  decomposed  into  ammonia  and  carbon  monoxide,  and 
partially  into  hydrocyanic  acid  and  water.  By  treating  it  with  a  cold 
solution  of  caustic  potash,  ammonia  and  potassium  formate  are 
produced. 


ETHYL  COMPOUNDS. 


ETHYL  ALCOHOL  CjHg.OH. 


This  compound  is  manufactured  on  the  large  scale,  and  is  the  roost 
important  body  of  the  whole  group,  being  the  staiting-point  for  the 
preparation  of  all  the  other  ethyl  compounds,  which  have  been  most 
fully  investigated.  Ethyl  alcohol  or  spirits  of  wine  is  obtained  by 
the  vinous  fermentation  of  sugar,  a  decomposition  taking  place  in 
dilute  solutions  of  sugar  in  the  presence  of  yeast,  and  by  which  the 
greatest  portion  of  the  sugar  is  resolved  into  carbon  dioxide  and  ethyl 
alcohol : — 

Besides  these  two  products  other  compounds  are  also  formed  in 
smaller  quantities,  such  as  glycerin,  succinic  acid,  &c.  A  more  com- 
plete account  of  this  decomposition  will  be  found  under  the  head  of 
Fermeutation. 

Fermented  liquors  are  prepared  from  the  juice  of  grapes,  apples, 
beet-roots,  and  from  com  and  potatoes,  the  two  latter  being  first 
treated  with  an  infusion  of  malt,  to  convert  the  starch  which  they 
contain  into  sugar  {vide  Sugar). 

The  fermented  liquid  is  first  distilled  to  separate  the  dilute  aqueous 
spirit  from  the  non-volatile  substances,  and  then  rectified  in  stills 
which  have  an  arrangement  by  which  the  more  volatile  alcohol 
distils  whilst  the  greater  portion  of  the  water  remains  behind.  The 
spirit  thus  obtained  contains  besides  water  also  fusel-oil  (which  con- 
sists of  higher  members  of  the  alcohol  series),  and  which  is  removed 
by  treating  the  raw  spirit  with  freshly  heated  charcoaL 

Although  the  boiling-point  of  water  is  much  higher  than  that  of 
alcohol,  the  latter  cannot  be  completely  separated  by  distillation ;  the 
strongest  spirit  thus  obtained  containing  still  about  ten  per  cent,  of 
water. 

To  obtain  pure  anhydrous  ethyl  alcohol,  or  absolute  alcohol,  a  retort 
is  filled  with  fragments  of  freshly  burnt  quicklime,  and  the  strongest 
spirit  poured  on  to  it.  After  standing  for  a  day,  it  is  distilled  with 
the  aid  of  a  water-bath ;  the  distillate  is  nearly  anhydrous ;  to  remove 
the  last  traces  of  water  it  is  necessary  to  leave  it  for  some  time  in 
contact  with  caustic  baryta,  and  to  rectify  it  again. 

Perfectly  pure  ethyl  alcohol  is  a  colourless  mobile  liquid,  which  is 
almost  odourless ;  it  boils  at  78°*4,  and  when  it  is  cooled  down  to 
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—  100''  it  becomes  viscid,  but  does  not  solidify.  Its  specific  gravity 
at  0°  is  0-80625,  and  at  15°  0-79367.  Ethyl  alcohol  is  very  inflam- 
mable, and  burns  with  a  blue,  non-luminous  flame.  It  absorbs  moisture 
with  great  avidity,  and  is  miscible  with  water  in  all  proportions,  the 
mixture  evolving  heat  and  undergoing  contraction.  The  greatest  con- 
traction takes  place  when  forty-six  parts  by  weight  of  alcohol  or  one 
molecule  are  mixed  with  fifty-four  parts  or  three  molecules  of  water. 

Alcohol  is  a  solvent  for  resins,  fats,  essential  oils,  and  many  other 
bodies  which  are  insoluble  in  water.  Many  salts  and  also  gases 
dissolve  in  it  too,  some  of  them  being  even  more  soluble  in  it  than 
in  water. 

As  the  value  of  spirits  of  wine  depends  on  the  quantity  of  alcohol 
contained  in  it,  it  is  of  great  importance  to  have  a  rapid  and  exact 
method  for  ascertaining  its  strength.  When  the  spirit  only  contains 
water,  the  amount  of  alcohol  is  easily  obtained  by  ascertaining  the 
specific  gravity  of  the  liquid  by  means  of  a  delicate  hydrometer,  and 
subsequent  reference  to  accurate  tables,  showing  the  percentage  of 
alcohol.  When  the  liquid  to  be  tested  contains  sugar  or  other  non- 
volatile substances,  as  those  found  in  wine  and  beer,  one-third  of  a 
measured  quantity  of  the  liquid  is  distilled  ofiT,  all  the  alcohol  coming 
over  with  the  first  portion.  The  distillate  is  then  diluted  with  water 
up  to  the  original  volume,  and  examined  with  the  hydrometer.  In 
these  determinations  the  temperature  must  be  observed,  and  correc- 
tions for  deviations  be  made,  when  the  temperature  differs  from  that 
at  which  the  instrument  has  been  graduated,  from  the  fact  that 
alcohol  expands  considerably  with  an  increase  of  temperature. 

The  "  proof  spirit "  of  the  excise  contains  50-8  per  cent,  by  weight 
of  alcohol,  and  has  at  15°-5  (60°  F.)  the  specific  gravity  0'920.  Owing 
to  the  high  duty  on  pure  spirit  the  Government  allow  the  sale  of  a 
mixture  of  ninety  parts  of  strong  spirit,  and  ten  parts  of  crude  wood 
spirit,  called  "methylated  spirit,"  for  manufacturing  and  scientific 
purposes. 

The  quantities  of  alcohol  in  different  spirituous  liquors  vary  veiy 
much.  Brandy,  whisky,  <&c.,  contain  40 — 50  per  cent ;  wines  from 
17  per  cent.  (Madeira,  port)  to  7—8  per  cent,  (light  claret  and  hock)  ; 
whilst  ale  and  porter  contain  6 — 8  per  cent.,  and  German  beer  about 
4  per  cent. 

The  least  trace  of  alcohol  in  an  aqueous  solution  can  be  readily 
detected  by  adding  to  the  liquid  a  little  benzoyl  chloride,  which  is 
only  slowly  acted  upon  by  water,  but  forms  with  alcohol  at  once  ethyl 
benzoate,  a  liquid  having  a  very  characteristic  aromatic  odour,  and 
which  will  be  readily  perceived  after  the  excess  of  the  chloride  has 
been  destroyed  by  caustic  potash.  By  means  of  this  reaction  the 
presence  of  0-1  per  cent,  of  alcohol  in  a  few  cb.cm.  of  water  can  be 
shown. 

C  H  ^ 

Sodium  Ethylate    2   ^^  >  0. — Sodium  dissolves  in  absolute  alcohol 

with  the  evolution  of  hydrogen  ;  on  cooling  colourless  crystals  separate, 
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consisting  of  a  compound  of  sodium  ethylate  with  alcohol,  the  latter 
acting  like  water  of  crystallization.  On  heating  these  crystals  in  a 
current  of  pure,  dry  hydrogen  to  180° — 200^  all  the  alcohol  is 
expelled  and  pure  sodium  ethylate  is  left  behind,  a  white,  light, 
porous  mass,  which  is  decomposed  by  water  into  caustic  soda  and 
alcohol.     Potassium  ethylate  is  a  similar  compound. 

JEthyl  Chloride  CgH^Cl  is  a  colourless  gas,  possessing  a  pleasant 
ethereal  odour ;  on  cooling  it  condenses  to  a  liquid,  which  boils  at 
12°  5.  It  is  inflammable,  and  burns  with  a  smoky  green-bordered 
flame.  To  prepare  it,  absolute  alcohol  is  saturated  with  dry  hydro- 
chloric acid  gas,  and  the  liquid,  after  standing  for  a  few  days,  is  heated. 
The  vapour  is  washed  with  warm  water,  dried  over  fused  calcium 
chloride,  and  condensed  in  a  receiver,  surrounded  by  a  freezing  mixture. 
Ethyl  chloride  is  formed  in  large  quantities  as  a  bye-product  in  the 
manufacture  of  chloral  hydrate  {^lide  Chloral). 

JEJthyl  Bromide  C^H^Br  is  best  prepared  by  adding  gradually  six 
parts  of  bromine  to  a  well-cooled  mixture  of  six  parts  of  spirits  of 
wine  and  one  part  of  amorphous  phosphorus.  After  standing  for 
some  time  the  bromide  is  distilled  off,  the  distillate  washed  with 
caustic  soda  solution,  dried  over  calcium  chloride,  and  rectified. 
Ethyl  bromide  is  a  colourless  heavy  liquid,  possessing  a  sweet  ethereal 
odour  and  boiling  at  39°. 

JEthyl  Iodide  CgHgl. — To  obtain  this  compound  one  part  of  amor- 
phous phosphorus  and  five  parts  of  alcohol  are  placed  into  a  retort,  and 
ten  parts  of  powdered  iodine  are  gradually  added,  and  the  mixture 
allowed  to  stand  over  night.  The  iodide  is  distilled  oflT  next  day  and 
purified  like  the  bromide.  The  formation  of  ethyl  iodide  takes  place 
according  to  the  equation  ; — 

SCCaHfi.OH)  -h  51  -f-  P  =  SC^H,!  -f-  PO^Hj  -f-  H^O 

It  is  a  colourless  heavy  liquid,  having  a  peculiar,  somewhat  garlic- 
like odour,  and  boiling  at  72°.  When  it  is  exposed  to  the  light  and 
air  it  assumes  a  brown  colour,  iodine  being  set  free.  Ethyl  iodide  is 
very  largely  used  for  the  preparation  of  other  ethyl  compounds,  as  it 
very  readily  exchanges  its  iodine  by  double  decomposition.  It  is 
prepared  on  the  large  scale,  and  used  in  the  manufacture  of  the  violets 
known  as  Hofmann's. 

CHI 

JEthi/l  Oxide,  Diethyl  Ether  ^^  V  0. — This  body,  commonly  called 

"  ether,*'  ^  can  be  formed  by  several  reactions,  the  most  simple  being 
the  action  of  ethyl  iodide  upon  sodium  ethylate : — 

C2H40+     H-^«^4o+  n 

Ether  is  manufactured  on  the  large  scale  by  heating  a  mixture  of 

>  The  name  of  the  radical  ethyl  is  derived  from  ether;  the  affix  ''yl,"  which  haa 
been  introduced  for  the  purpose  of  designating  organic  radicals,  being  derived  from 
0\77  "the  matter  or  stuff  of  which  a  substance  is  miMe." 
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strong  alcohol  and  concentrated  salpharic  acid  to  140°.  The  reaction 
takes  place  in  two  stages ;  in  the  first  ethylsulphtmc  acid  and  water 
ore  formed : — 

The  ethylaulphuric  acid  acts  at  140°  upon  another  molecule  of 
alcohol ;  hydrogen  and  ethyl  change  places,  and  ether  and  sulphuric 
acid  are  formed : — 

The  ether  and  the  water  produced  distil  off,  whilst  the  sulphuric 
acid  remains  behind,  ready  to  convert  another  quantity  of  alcohol  into 


ether.  This  method  is  called  the  process  of  "  continuous  etherifica- 
tion,"  as  a  current  of  alcohol  may  be  passed  without  interruption 
through  the  acid  heated  up  to  140°,  and  thus  large  quantities  be 
converted  into  ether  by  means  of  a  small  quantity  of  sulphuric 
acid.  The  reason  why  we  are  unable  to  transform,  as  the  theory 
indicates,  an  unlimited  quantity  of  alcohol  into  ether  with  a  given 
quantity  of  sulphuric  acid,  is  that,  besides  the  chief  reaction,  secondary 
reactions  take  place  at  the  same  time,  by  which  more  water  is  formed 
than  is  removed  by  the  distillation,  and  the  acid  becoming  too  weak 
the  formation  of  eUiylsulphuiic  acid  at  last  ceases. 
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To  illustrate  in  the  lecture  room  the  preparation  of  ether  by  this 
process,  the  apparatus  (Fig.  9)  is  used. 

The  crude  ether  thus  obtained  swims  as  a  h'ght  layer  upon  the 
water,  and  generally  contains  besides  alcohol  also  sulphuric  dioxide. 
To  obtain  it  in  a  pure  state  it  is  washed  with  dilute  soda  solution, 
dried  over  quicklime,  and  rectified  with  the  aid  of  a  water-bath. 
To  obtain  it  completely  free  from  water  and  alcohol,  it  must  be  left 
in  contact  with  metallic-  sodium  so  long  as  any  action  takes  place, 
and  then  be  distilled  off. 

Pure  ethyl  ether  is  a  very  mobile  liquid,  possessing  a  characteristic 
penetrating  odour  and  a  burning  taste.  It  boils  at  34''*5,  and  has  at 
0*"  the  specific  gravity  0-736.  It  is  somewhat  soluble  in  water,  and 
mixes  with  alcohol  in  all  proportions.  It  is  highly  inflammable, 
burning  with  a  luminous  flame.  Its  vapour,  which  is  2*557  times 
heavier  than  water,  and  which  can  be  poured  from  vessel  to  vessel 
like  carbon  dioxide,  forms  with  air  an  explosive  mixture;  great 
care  must  therefore  be  taken,  in  working  with  large  quantities  of 
such  a  volatile  and  inflammable  body,  to  avoid  the  presence  of  any 

Methyl-ethyl  ^^^Q-g^  f  0  is  obtained  by  the  action  of  ethyl  iodide 

upon  sodium  methylate,  and  may  also  be  prepared  by  heating  methyl 
sulphuric  acid  with  ethyl  alcohol  It  is  a  very  volatile  liquid,  boiling 
at  12^ 

On  acting  upon  well-cooled  ether  with  chlorine  in  the  diffused 
daylight,  substitution  products  ai-e  formed. 

if onochlorethyl  Oxide    *nV   [  0  is  a  limpid  liquid  boiling  at  97**. 

C  H  CI  ) 

Dichlorethyl  Oxide  ^  q*^*  f  ^  ^^  ^*  ^^^^'  ^^  possesses  a  pungent 

smell ;  when  heated  with  water  in  sealed  tubes  to  120"*,  it  yields 
ethyl  alcohol  and  monochloracetaldehyde : — 

CHjCl  CHjCl 


I  +  H,0  =  I  +  HO.C^Hg  +  HCl 
-                         — 

2^6 


+  H,0  =  I 
CHaOCoH.  CHO 


By  the  action  of  zinc  ethide  on  dichlorethyl  oxide,  the  compounds 
CjHjClCC^H,)  I  o  and  ^2^8(C2H|),  \q^  produced.    When  the  first 

of  the^e  is  heated  with  fuming  hydriodic  acid,  it  is  decomposed  with 
the  formation  of  ethyl  iodide  and  secondary  butyl  iodide : — 

COaCl  CHa 

I  I 

C^jO.CH      +  4HI  =  CjHjI  +  CHI  +  HgO  +  HCl  +  I, 

c^g  c^g 
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Diethylated  ethyl  oxide  is  converted  by  hydriodic  acid  into  ethyl 
iodide  and  a  secondary  hexyl  iodide : — 

CHj.CgHg  CHj-CgHg 

C2H5O.CH  -f  2HI  =  C2H5I  +  CHI  +  H2O 


CgHg  CgHg 

Tetrachlorethyl  Oxide     ^^  „ *  f  0  is  a  liquid  boiling  at  189^  and 

smelling  like  fennel.  On  heating  it  with  water  to  lOO"*  it  yields 
alcohol  and  trichloracetaldehyde  (chloral) : — 

CCI3  CClg 

I  +  HgO  =  I         +  HO.C2H5  +  HCl 

CCI.OC2H5  CHO 

C  CI  ) 
Perchlorethyl  Oxide  n^pi^  [-0  is  the  final  product  obtained  by  acting 

with  chlorine  on  tetrachlorethyl  oxide  in  the  sunlight.  It  forms  white 
crystals  melting  at  69°,  and  decomposing  at  300°  into  hexachlorethane 
and  triacetyl  chloride : — 


C'ci' }  ^  =  ^2^^  +  C,Cl30Cl 


CHI 

Ethyl  Nitrate    t^q^  f  0   may   be  obtained  by  gradually  adding 

perfectly  pure  concentrated  nitric  acid  to  absolute  alcohol,  which  is 
contained  in  a  vessel  surrounded  by  ice.  Common  nitric  acid  exerts 
a  violent  action  on  alcohol,  oxidation  takes  place,  and  nitric  trioxide  is 
given  off,  wfiich  acts  on  a  portion  of  the  alcohol,  forming  ethyl  nitrite ; 
but  if  a  substance  is  present  which  is  capable  of  destroying  any 
nitrogen  trioxide  as  soon  as  it  is  formed,  ethyl  nitrate  will  be  pro- 
duced. This  compound  can  easily  be  prepared  in  quantities  by 
mixing  one  part  of  urea  with  five  parts  of  pure  nitric  acid  and  three 
parts  of  commercial  absolute  alcohol,  and  distilling  the  mixture.  To 
the  residue  the  same  quantities  of  acid  and  alcohol  may  be  added, 
and  the  operation  be  repeated  so  long  as  no  red  fumes  appear. 

Ethyl  nitrate  is  a  liquid  possessing  a  fragrant  odour  and  boiling  at 
86°.  It  burns  with  a  bright  white  flame,  and  its  vapour,  when  heated 
above  the  boiling-point,  decomposes  with  a  violent  explosion. 

Ethyl  Nitrite  CgHg.NOg  is  a  mobile,  very  volatile  liquid,  having  a 
very  agreeable  odour  of  apples,  and  boiling  at  16*5°.  It  is  best  pre- 
pared by  acting  upon  potassium  nitrite  with  a  cold  mixture  of  alcohol 
and  sulphuric  acid.  Caustic  potash  decomposes  it  into  alcohol,  and 
potassium  nitrite  and  nascent  hydrogen  acts  on  it  in  the  following 
way  : — 

C2H5NO2  +  3H2  =  C^H^-OH  +  H2O  +  NH3 
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The  sweet  spirit  of  nitre  of  pharmacy,  which  is  prepared  by  distil- 
ling a  mixture  of  alcohol,  sulphuric  and  nitric  acid  with  copper  wire, 
consists  chiefly  of  a  solution  of  ethyl  nitrite  in  spirits  of  wine,  but 
contains  also  aldehyde  and  other  products. 

Nitro-ethane  CjHg.NOg. — This  isomeride  of  ethyl  nitrite  is  pro- 
duced by  heating  ethyl  iodide  with  silver  nitrite.  It  is  a  limpid  and 
very  refractive  liquid,  boiling  at  112°,  and  possessing  a  peculiar 
pleasant  smell.  It  has  acid  properties ;  with  alcoholic  soda  it  solidi- 
fies to  a  white  magma,  which  after  expelling. the  alcohol  has  the 
composition  CgH^Na-NOg.  On  heating  this  compound  it  explodes 
like  gun-cotton.  By  the  action  of  nascent  hydrogen  it  is  converted 
into  ethylamine : — 

C2H5.NO2  +  3Hj  =  CgHg.NHj  +  2HaO 

This  reaction  shows  that  in  this  compound  the  nitrogen  is  com- 
bined with  carbon,  whilst  in  ethyl  nitrite  the  nitrogen  is  linked 
to  the  ethyl  by  means  of  an  atom  of  oxygen,  the  constitution  of  the 
isomerides  being : — 

Ethyl  Nitrite.  Nitro-ethane. 


C2H5O.NO 


^A.^  {  g> 


JEthyl  Per  chlorate  CjHg.ClO^. — This  is  the  only  ether  of  the  oxy  acids 
of  chlorine  known.  It  is  obtained  by  distilling  small  quantities  of 
an  intimate  mixture  of  potassium  perchlorate  and  potassium  ethyl- 
sulphate,  as  a  colourless  liquid  having  an  agreeable  smell ;  the  dry 
compoimd  explodes  most  violently  by  the  faintest  concussion. 

CHI 
Ethyl  Hydrosulphate  or  Ethyhvlphuric  Acid      ^  -if  r  SO^. — This 

compound,  also  called  sulphovinic  acid,  is  formed  by  mixing  sulphuric 
acid  with  alcohol  The  yield  varies  according  to  the  strength  of  the 
alcohol  and  the  heat  evolved  on  mixing  it  with  the  acid,  By  heat- 
ing the  mixture  and  allowing  it  to  stand  for  some  time,  more  will  be 
formed,  but  it  is  not  possible  to  convert  all  the  alcohol  or  all  the  sul- 
phuric acid  present  into  ethylsulphuric  acid.  TJie  liquid  is  diluted 
with  a  large  quantity  of  water,  neutralized  in  th^  cold  witji  barium 
carbonate  or  lead  oxide,  and  the  filtrate  evaporated  to  a  small  bulk 
on  a  water-bath,  and  left  to  crystalliza  From  the  solution  of  the 
barium  or  lead  salt  the  free  acid  is  obtained  by  dUute  sulphuric  acid 
and  evaporating  the  filtrate  in  a  vacuum.  It  forms  a  strongly  acid, 
syrupy  liquid,  which  is  very  easily  decomposed,  and  has  not  yet 
been  obtained  quite  free  from  sulphuric  acid.  Ethylsulphuric  acid 
is  monobasic,  and  forms  well-crystallized  salts,  which  are  all  soluble 
in  water ;  on  heating  them  witU  ^ater  they  decompose,  alcohol  ai^d  a 
sulphate  being  formed. 

Q  XT    \ 

Ethyl  Sxdjphate  n*H*  i  ^^*  ^®  ^^*  formed,  like  methyl  sulphate,  by 

the  action  of  ethylsulphuric  acid  upon  ethyl  alcohol,  but  is  ob- 

C  \ 
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tained  by  passing  the  vapour  of  sulphur  trioxide  into  well-cooled 
anhydrous  ether,  a  reaction  perfectly  analogous  to  the  formation  of 
sulphuric  acid  from  the  trioxide  and  water : — 


Hj}0  +  S0,      =      lf^}m. 


The  product  of  the  reaction,  when  shaken  with  four  volumes  of  water 
and  one  of  ether,  separates  into  two  layers,  the  lower  consisting  of 
an  aqueous  solution  of  ethylsulphuric  acid  and  other  products,  whilst 
the  upper  layer  consists  of  an  ethereal  solution  of  ethyl  sulphate.  By 
heating  it  gently  the  ether  is  volatilized,  and  ethyl  sulphate  remains 
as  a  syrupy  liquid,  smelling  like  peppermint*  It  cannot  be  distilled, 
as  it  is  decomposed  by  heat.  Ethyl  sulphate  is  also  produced  by  the 
action  of  sulphuryl  chlorhydrato  on  absolute  alcohol : — 

2CA }  0  +  HO  J  so^  =  g;3;g}so,  +  hci  +  h,o 

CHI 

Ethyl  Sulphite  p^jr*  \  SOg  is  obtained  by  acting  on  alcohol  with 

thionyl  chloride  SOClg  (the  chloride  of  sulphurous  acid) : — 

SOCI2  +  2C2H,.OH  =  Q^g^Q  j  SO  +  2HC1 

and  is  also  formed,  together  with  other  products,  by  adding  absolute 
alcohol  to  chlorine  bisulphide  S^Cl^.  It  is  a  limpid  liquid,  boiling  at 
160*,  and  smelling  like  peppermint ;  it  is  slowly  decomposed  by  water, 
and  quickly  when  heated  with  a  solution  of  caustic  potash.  By  act- 
ing on  it  with  caustic  potash  in  the   cold,  potassium  ethylsulphiie 

r  H   i  "^^8  ^®  formed,  which  crystallizes  in  silky  scales.    The  free 

ethylsulphurous  acid  is  not  known,  but  an  isomeric  compound  called 
ethylsulphonic  acid  exists,  which  is  formed  by  oxidizing  ethyl  sul- 
phide, hydrosulphide,  and  other  sulphur  compounds  of  ethyl.  The 
potassium  salt  of  this  acid  is  also  obtained  by  heating  ethyl  iodide 
with  a  concentrated  solution  of  potassium  sulphite,  lie  free  ethyl- 
sulphonic acid  is  best  prepared  by  decomposing  the  lead  salt  with 
hydrogen  sulphide.  On  evaporating  the  solution  it  is  left  as  a 
heavy  oil,  which  after  some  time  solidifies  to  a  crystalline  mass.  It 
is  a  monobasic  acid  and  a  very  stable  compound;  its  salts  crystal- 
lize well. 

The  existence  of  these  isomeric  compounds  shows  that  the  two 
hydrogen  atoms  of  sulphurous  acid  have  not  the  same  value,  or 
occupy  difiFerent  positions  in  the  molecule,  the  constitution  of  these 
different  compounds  being  probably  as  follows : — 

Salphurous  Acid. .  Ethyl  Sulphite. 

H— O— S— O— 0— H  CjHg— 0— S— 0-  0— C,Hj 
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Potassium  Ethylsulphite.  Ethylsnl phonic  Acid. 

K— 0— S— 0— 0— CjHg  •        C^Hg— 0— S— 0— 0— H 

Ethyl  Phosphates, — Orthophosphoric  acid  forms  three  ethyl  ccm- 
pounds : — 

Triethyl  Phosphate  C^\  IpO,  Diethylphosphoric  g«^  )  p^^ 

Ethylphosphoric  Acid       H  VPO^ 

HJ 

Triethyl  Phosphate  is  obtained  by  heating  silver  phosphate  with 
ethyl  iodide,  or  by  acting  with  phosphorus  oxychloride  upon  sodium 
ethylate.  It  is  a  colourless  liquid,  boiling  at  215°,  and  having  a  pecu- 
liar smelL     It  is  soluble  in  water,  by  which  it  is  slowly  decomposed, 

Diethylphosphoric  Acid  is  a  monobasic  acid,  which  is  only  known 
in  solution.  It  is  formed  by  bringing  alcohol  vapour  gradually  in 
contact  with  phosphorus  pentoxide : — 


^*  J  0  +  P,0,  =  C*h!  t  PO,  +  HPO, 


Lead  diethylphosphate  is  soluble  in  water  and  crystallises  in 
needles.  When  heated  it  melts,  and  at  a  higher  temperature  it  is 
decomposed  into  triethyl  phosphate  and  lead  ethylphosphate  :— 


cIh^Jpo,        c,h 


CjH 

c 


Pb  =    c,h,Ipo,  +    °*?^}P0, 


Ethylphosphoric  Add  is  also  formed  by  heating  alcohol  with  syrupy 
phosphoric  acid.  It  is  a  colourless,  syrupy  liquid,  of  a  very  sour 
taste.  The  lead  salt  is  almost  insoluble  in  water  ;  the  barium  salt  is 
readily  soluble,  and  crystallizes  in  brilliant  hexagonal  prisms. 

Ethyl  Pyrophosphate  Vjd^{Gfi^^  obtained  by  the  action  of  ethyl 
iodide  on  silver  pyrophosphate,  is  a  viscid  liquid. 

Ethyl  Phosphites, — By  acting  with  phosphorus  trichloride  on  abso- 
lute alcohol  or  sodium  ethylate,  triethyl  phosphite  P03(C2H5)8  is 
formed,  a  liquid  boiling  at  191*"  and  possessing  a  disagreeable  odour. 
By  avoiding  an  excess  of  alcohol  the  first  product  of  the  reaction 
consists  of  P(OC2H5)Cl2,  a  limpid  liquid  boiling  at  117°;  water 
decomposes  it  with  the  formation  of  alcohol,  phosphorous  acid^  and 
hydrochloric  acid. 

CHI 

Ethylphosphorous  Add     *tj^  >  PO3. — This  monobasic  acid  is  pro- 

I  2 
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duced  by  the  action  of  aqueous  alcohol  on  phosphorus  trichloride. 
Its  barium  salt  is  deliquescent ;  the  lead  salt  crystallizes  from  a  hot 
aqueous  solution  in  white  scales. 

Ethyl  Arsenate  CgH^  VAsO^  a  colourless  liquid,  is  produced  by 

the  actiotL  of  sUver  arsenate  upon  ethyl  iodide.  It  boils  at  235"*  with 
slight  decomposition,  and  in  contact  with  water  it  is  resolved  into 
ethyl  alcohol  and  arsenic  acid. 

Mhyl  Arsenite  C^H^  >  AsOg  is  prepared  from  ethyl  iodide  and  silver 

arsenite.  It  is  a  colourless  liquid,  boiling  at  IGG"" :  water  decomposes 
it  into  alcohol  and  arsenic  trioxide. 

Ethyl  Borate  C-Hg  J-BoOj  is  formed  by  the  action  of  boron  tri- 

c  A  i 

chloride  upon  alcohol,  and  by  heating  boroil  trioxide  with  alcohol, 
or  by  distilling  a  mixture  of  anhydrous  borax  with  potassium  ethyl- 
sulphate.  It  is  a  mobile  liquid  possessing  a  peculiar  smell  and  bitter 
taste,  and  boiling  at  119**.  It  is  decomposed  by  water;  its  alcoholic 
solution  burns  with  a  green  flame,  giving  ofT  white  clouds  of  boric 
acid. 

Ethyl  Silicates, — When  absolute  alcohol  is  added  to  silicon  tetra- 
chloride as  long  as  hydrochloric  acid  is  given  ofT,  and  the  mixture 
subjected  to  distillation,  first  normal  ethyl  silicate  8i(0CJ3,^^  passes 
over,  a  colourless  liquid,  having  a  pleasant  ethereal  odour,  boiling 
at  162^  and  burning  with  a  bnUiant  white  flame,  emitting  a  dense 
white  smoke  of  finely  divided  silica.  After  the  normal  silicic  ether  has 
distilled  over,  the  temperature  rises  and  diethyl  silicate  SiO(OC^r)j 
distils,  a  colourless  liquid,  boiling  at  350^  Both  compoxmds  are  slowly 
decomposed  by  water,  and  when  in  contact  with  moist  air  they  become 
gradu£dly  thicker  and  thicker,  imtil  at  last  silicic  acid  is  left  behind 
in  the  form  of  a  perfectly  transparent,  hard  mass. 

By  the  action  of  silicon  tetrachloride  upon  silicic  ether  the  volatile 

compounds  ^^^^^^(^f  }  Si,  (^ A^j'  1  Si,  and  ^^^  ]■  Si  are  formed. 

By  acting  on  these  compounds  with  different  aloohols,  a  great 
number  of  silicic  ethers,  containing  two  or  more  alcohol  radicals,  can 
be  obtained. 

Ethyl  Carlonate  ^^^  >  COg  is  a  limpid  liquid,  having  a  pleasant 

smell  and  boiling  at  126''.  It  is  obtained  by  the  action  of  silver  car- 
bonate upon  ethyl  iodide. 

When  carbon  dioxide  is  passed  into  an  alcoholic  solution  of  potas- 
sium ethylate,  a  white  compound,  consisting  of  potassium  ethylcar^ 

hoimfp  p  TT   f  CO3  separates  out,  which  is  decomposed  by  water  with 
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the  fomiation  of  alcohol  and  acid  potassium  carbonate ;  the  free  ethyl- 
carbonic  acid  is  not  known. 

Ethyl  Orthocarbonate  C(OC2H5)^. — This  compound,  corresponding 
to  the  normal  ethyl  silicate,  is  formed  by  acting  with  sodium  uppn  a 
solution  of  chloropicrin  in  absolute  alcohol : — 

4C2H50Na  +  CCI3NO,  =  CCOCjHg),  +  SlTaCl  +  NaNO, 

It  is  a  colourless  liquid,  boiling  at  IBS'*  and  having  an  aromatic 
smelL  When  heated  with  alcoholic  potash  it  is  decomposed,  potas^ 
sium  carbonate,  ether,  and  alcohol  being  formed. 

Ethyl  Carbamate  CO  ]  qq  W  . — This  compound  is  formed  when  dry 

amtnonia  acts  upon  ethyl  carbonate  at  the  common  temperature,  whilst 
if  the  two  substances  are  heated  together  to  100**,  carbamide  is  pro- 
duced. Ethyl  carbamate,  also  caUed  urethane,  is  a  colourless  crystal- 
line solid,  melting  and  boiling  without  decomposition  at  180^;  it  ia 
also  obtained  when  cyanogen  chloride  is  passed  into  alcohol  :— 

CNCl  +  2(02H,.OH)  =  C^^Cl  +  CO-f  J^ 

CHI 

Ethyl  Svlphocarbonaie  n*jr*  \  CS3  is  a  yellow  oil,  boiling  at  240**^ 

which  is  produced  by  acting  with  sodiimi  sulphocarbonate  upon  an 
alcoholic  solution  of  ethyl  iodide.  Nitric  acid  oxidizes  it  to  ethylsul- 
phonic  acid. 

Xanthic  Acid  or  EthyldisiUphocarbonic  Acid  ^2^  |  COSg.— Th^ 

potassium  salt  of  this  acid  separates  in  white  silky  needles  when 
carbon  disulphide  is  added  to  a  hot  alcoholic  solution  of  potash.  By 
adding  cold  dUute  sulphuric  acid  to  this  salt,  xanthic  acid  is  ob* 
tained  as  a  colourless  oil,  having  a  penetrating  smell,  It  is  a  very 
unstable  compound,  being  resolved  at  about  ^5**  ipto  capbon  disul-: 
phide  and  alcohol.  The  xanthat^  of  the  metals  of  the  alkalis 
and  alkaline  earths  are  soluble  in  water,  and  precipitated  by  most 
metallid  a^lts.  Lead  xanthaie  (C2H5.COS2)2Pb  is  a  white  precipitate, ' 
crystallizing  from  hot  alcohol  in  needles.  The  copper  salt  is  a 
beautiful  yellow  powder. 

When  iodine  is  added  to  an  alcoholic  solution  of  a  i^ftnth^te,  tho 
following  reaction  takes  place : — 


t  OC,H,  ^S I  OC,H, 


Ethylditvlphocarbonyl  distUphide  is  formed,  crystallizing  in  brilliant 
white  prisms,  melting  at  28'',  and  possessing  a  peculiar  but  not  un- 
pleasant odour. 
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(  SO  IT 
JEthyl  Xanthate  CS  -J  q^^    6  is  produced  when  ethyl  chloride  and 

potassium  xanthate  are  left  together  in  an  alcoholic  solution  for  some 
time.  It  is  a  colourless  liquid  of  high  refractive  power,  boiling  at 
200^  and  possessing  a  powerful  alliaceous  odour. 

Mhyl  Chloroformate  or  Ethyl  CMorocarbonate  CO  •!  qq  tj  a  colour- 
less liquid,  possessing  a  sufiFocating  smell,  is  produced  by  the  action  of 
carbonyl  chloride  on  alcohol    On  mixing  it  with  an  alcoholic  solution 

f  CO  OC  H 
of  sodium  sulphide,  ethyl  dicarbothionati  S  <  rjo'oC^H*  ^®  produced, 

a  colourless  oil  with  a  peculiar  odour,  and  boiling  at  180^  By  treat- 
ing it  with  caustic  potetsh  potassium  carbonate  and  ethyl  sulphide 

{CO  OH 
po  OH  "^^  *^y 

of  its  metallic  salts  have  been  obtained. 

COH  ) 

Hthyl  Formate,  Formic  Ether  n  g^   r  0  is  prepared  by  distilling  a 

2      6  ^ 

mixture  of  alcohol  and  sulphuric  acid  with  sodium  formate.  A 
cheaper  method  consists  in  heating  glycerin,  oxalic  acid,  and  alcohol 
together  in  a  flask,  which  is  connected  with  a  reversed  condenser. 
Formic  acid  is  formed,  which  in  the  nascent  state  acts  upon  the 
alcohol,  ethyl  formate  and  water  being  produced.  Formic  ether 
boils  at  55°,  and  possesses  a  fragrant  smell  like  peaches;  it  is  used 
for  the  preparation  of  artificial  rum  and  arrack. 

When  sodium  is  added  to  a  mixture  of  chloroform  and  alcohol,  the 
so-called  tribasio  formic  ether  or  ethyl  orthoforniate  CH(OC2H5)j  is 
obtained : — 

CHCI3  +  SCjHfi.ONa  =  3ClNa  +  CHCOC^j)^ 

This  ether  is  a  colourless  liquid,  possessing  a  pleasant  smell,  and 
boiling  at  146°.  On  heating  it  with  acetic  acid  it  yields  ethyl  for- 
mate and  ethyl  acetate  : — 

CH(0C,H,)3  +  2^«^3g  }  0  «  c^H, }°  "*■  2^c[h^}0  +  H,0 


CYANOGEN   COMPOUNDS   OF  ETHYU 


Ethyl  Cyanide  or  Ethyl  Carhamine  CN.CjHg  is  formed  by  heating 
ethyl  iodide  with  silver  cyanide,  but  is  best  prepared  by  adding  an 
alcoholic  solution  of  chloroform  and  ethylamine  to  powdered  caustic 
potash ;  a  violent  reaction  ensues,  and  the  cyanide  distils  over : — 

CHCI3  +  C,H,.NH,  =  3Ha  +  CjHg.NC 
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It  is  a  colourless  liquid,  boiling  at  77^  and  possessing,  like  all 
carbamines,  a  most  penetrating  and  overpowering  smell ;  it  is 
poisonous.  With  dry  hydrochloric  acid  it  combines  with  a  violent 
reaction ;  to  obtain  the  pure  compound  both  substances  must  be  mixed 
in  an  ethereal  solution  at  a  very  low  temperature.  A  crystalline  body 
is  obtained,  having  a  sour  and  bitter  taste ;  it  dissolves  in  water  with 
decomposition,  ethylamine  and  formic  acid  being  formed.  The  same 
decomposition  occurs  by  the  action  of  dilute  acids  on  ethyl  car- 
bamine : — 

C3H5.NC  +  2H2O  =  C2H6.NH,  +  CHjOj 

On  heating  the  carbamine  with  a  conoentmted  solution  of  potash 
a  complicated  reaction  sets  in,  and  amongst  other  products  ethylfor- 

rCOH 
mamide  Nk  C0H5  is  obtained,  a  liquid  having  a  sweet  taste,  and  boil- 
ing at  200°. 

Propianitrile  CjH^.CN  is  the  chief  product  obtained  on  distilling  a 
mixture  of  potassium  cyanide  and  potassium  ethylsulphate.  The  cQs- 
tillate  must  be  treated  with  a  dilute  acid  in  order  to  remove  small 
quantities  of  the  isomeric  carbamine.  Propionitrile  boils  at  97^  and 
possesses  a  penetrating  but  not  unpleasant  smell.  It  combines  with 
acids ;  thus  with  anhydrous  hydrobromic  acid  it  forms  the  compound 
CjH5N.2HBr,  which  is  decomposed  by  water  with  the  formation  of 
propionic  acid : — 

CjE^N  +  2HBr  +  2H,0  =  C3HA  +  NH.Br  +  HBr 

A  similar  reaction  takes  place  on  boiling  the  nitrile  with  a  solution 
of  caustic  potash  : — 

^2      5  ^2^5 

I        +  H,0  +  KOH  =1  ^.  NH3 

CN  CO.OK 

Ethyl  Cyanate,  CyanethoKne  p  tt   j-  O  is  a  thick  non*volatile  liquid, 

insoluble  in  water,  which  is  formed  when  cyanogen  chloride  acts  upon 

sodium  ethylate.      It  absorbs  hydrochloric  acid  and  is  converted  into 

a  white  crystalline  mass,  which  on  heating  gives  off  ethyl  chloride, 

whilst  cyanuric  acid  remains  behind. 

CO  1 
Ethyl  Carbimide  p  -rj   r  N,  a  compound  isomeric  with  ethyl  cyanate, 

.is  obtained  by  distilling  a  mixture  of  potassium  cyanate  and  potas- 
sium  ethylsulphate.  It  appears  most  likely  that  in  this  reaction 
first  ethyl  cyanate  is  formed,  which,  however,  at  the  high  temperature 
undergoes  a  molecular  change,  being  converted  into  the  carbimide. 
This  body,  prior  to  the  discovery  of  the  real  cyanate,  was  believed  to 
be  the  latter  compound,  and  is  still  called  cyanic  ether.    It  is  a 


c, 
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colourless  liquid,  boiling  at  60°,  and  possessing  a  pungent  smell,  irri- 
tating the  eyes.  With  hydrochloric  acid  it  forms  a  liquid  compound 
boiling  at  95°,  which  by  water  is  decomposed  into  carbon  dioxide 
and  ethylamine.  The  same  products  are  formed  when  the  carbimide 
is  boiled  with  caustic  potash  : — 

When  gaseous  cyanic  acid  is  passed  into  absolute  alcohol,  so  much 
heat  is  evolved  that  the  liquid  begins  to  boiL  On  cooling,  colourless 
shining  prisms  of  ethyl  allophanate  CgHjNgOyCjHg  crystallize  out. 
By  the  action  of  caustic  baryta  on  this  ether  the  barium  salt  of 
allophanic  acid  CgH^NjOj  is  obtained,  but  from  this  salt  the  free  acid 
cannot  be  isolated,  nor  indeed  are  other  salts  known.  A  series  of 
allophanic  ethers,  however,  has  been  prepared  by  acting  with  cyanic 
acid  on  different  alcohols. 

When  barium  allophanate  is  treated  with  a  dilute  acid,  carbon 
dioxide  is  given  off  and  urea  is  formed.  Thi9  decomposition  explains 
the  constitution  of  allophanic  acid,  which  stands  to  biuret  in  the 
same  relation  as  carbamic  acid  to  urea : — 

Biuret.  Allophanic  Acid. 

j^jj  j  CO.NH,  „g  f  CO.NH, 

C  H  ) 

Ethyl  Sulphoq/anate     ?i^  f  S,  a  colourless  oily  liquid,  boiling  at 

146°,  and  possessing  a  smell  like  leek,  is  formed  by  distilling  a  mix- 
ture of  potassium  sulphocyanate  and  potassium  ethylsulphate.  When 
this  ether  is  heated  with  sulphuric  acid,  a  copious  evolution  of  carbon 
dioxide  takes  place,  and  a  colourless  volatile  liquid,  having  a  strong 
alliaceous  smell,  is  formed,  which  has  the  composition  and  the  same 
boiling-point  as  ethyl  xanthate.  These  bodies  are,  however,  not  iden- 
tical, for  whilst  the  latter  compound  is  decomposed  by  an  alcoholic 
solution  of  potash  into  potassium  ethyl  sulphocarbonate  and  ethyl 
hydrosulphide,  the  isomeric  compound,  which  has  been  called  car^ 
bonyl'disulpho-dicthyl,  yields  by  the  same  treatment  potassium  car- 
bonate and  ethyl  hydrosulphide.  The  cause  of  this  isomerism  is 
explained  by  the  following  equations : — 

Ethyl  Xanthato. 

Carbonyl -disulgho- 
diethyl. 

f  CS 

EthyUvlphocarhimide  or  Ethyl  Mvstard-oil  ^']  n  jj  >  which  is  iso- 
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meric  with  ethyl  sulphocyanate,  is  prepared  from  ethylamine  in 
exactly  the  same  way  as  the  methyl  compound  is  obtained  firom 
methylamine.  It  is  a  colourless  liquid,  possessing  a  pungent  smell 
and  irritating  the  eyes;  in  contact  with  the  skin  it  produces  red- 
dening, and  a  burning  pain. 


ETHYLAMINES. 

The  different  amines  of  ethyl  are  prepared  from  ethyl  chloride  or 
iodide  in  the  same  way  as  the  methylamines  are  obtained  from 
methyl  iodide.  To  obtain  them  on  the  small  scale  ethyl  iodide  is 
heated  with  alcohol  and  strong  aqueous  ammonia  in  sealed  glass 
tubes  to  100**.  To  prepare  large  quantities  of  them  it  is  best  to  use 
the  crude  ethyl  chloride,  which  is  obtained  as  a  bye-product  in  the 
manufacture  of  chloral  hydrate,  and  which  is  heated  in  large  iron 
digesters  with  alcoholic  ammonia.  After  the  reaction  is  finished 
the  liquid  is  separated  by  filtration  from  the  ammonium  chloride, 
and  the  alcohol  distilled  off.  The  residue,  afker  drying  on  a  water- 
bath,  is  decomposed  by  a  concentrated  solution  of  caustic  soda,  and 
the  light  layer  consisting  of  the  three  bases  treated  with  oxalic 
ether  in  exactly  the  same  way  as  the  amines  of  methyl,  for  although 
the  boiling-points  of  the  ethyl  bases  differ  very  much,  it  is  singular 
that  it  is  not  possible  to  separate  them  by  fractional  distillation. 

Ethylamine      H  >N  is  a  very  mobile  liquid,  smelling  like  am- 

monia,  and  boiling  at  18'7^  It  is  miscible  with  water,  and  is  a  stronger 
base  than  ammonia,  from  which  it  differs  in  its  reactions  chiefly  by 
redissolving  precipitated  aluminium  hydroxide,  when  added  in  excess. 
The  hydrochloride  or  ethylammonium  chloride  N(C^5)H^C1  crystal- 
lizes in  thin  plates  ;  it  is  a  deliquescent  salt,  and  soluble  in  absolute 
alcohol.  The  sulphate  does  not  crystallize,  and  is  very  soluble  in 
water  and  alcohoL 

When  chlorine  is  passed  into  an  aqueous  solution  of  ethylamine, 
dichlorethylamine  CgHjClj-NHj  separates  as  a  yellow  heavy  oil,  having 
a  very  penetrating  smell  and  boiling  at  Ol''.  By  alkalis  it  is  decom- 
posed with  the  formation  of  acetic  acid : — 

I  +  3K0H  =  I  +  2KC1  +  NH,  +  H,0 

CClg-NHj  CO.OK 

On  passing  dry  carbon  dioxide  into  ethylamine,  ethylammonium 

{NTT C  H 
O  N^clrf^H  ^  formed,  a  white  solid,  corresponding 

to  ammonium  carbamate  {vide  page  65). 

Ethylamine  has  also  been  obtained  by  several  other  reactions.    It 
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was  discovered  by  the  action  of  caustic  potash  on  ethyl  carbimide, 
and  is  produced  by  heating  ethyl  nitrate  with  ammonia,  and  by  acting 
with  newcent  hydrogen  upon  acetonitrile.  It  occurs  also  amongst  the 
volatile  bases  formed  by  the  destructive  distillation  of  bones  and  other 
animal  substances. 

Dkthylamine  CglL  v  N  is  a  liquid  boiling  at  ST,  and  possessing  an 

ammoniacal  smell;  it  is  soluble  in  water.  On  distilling  its  hydro- 
chloride with  a  concentrated  solution  of  potassium  nitrate  nUrow- 

diethyline  ^  *  -jk  j-  N  is  formed,  a  liquid  boiling  at  17T*,  and  which 

by  the  action  of  aqueous  hydrochloric  acid  is  again  converted  into 
diethylamine. 

C,H, ) 

Triethylamine   CjHg  >  N  is  a  light  colourless  liquid,  strongly  alka- 

C2H5J 
line,  and  only  sparingly  soluble  in  water,  boiling  at  89*.     On  heating 
its  hydrochloride  with  potassium  nitrite,  ethyl  alcohol  and  nitrosodi- 
ethyline  are  formed. 

Triethylamine  combines  readily  with  ethyl  iodide,  heat  being  evolved 
during  the  reaction,  and  tetrethylammonium  iodide  '^{C^^J.  is  formed, 
a  salt  which  is  soluble  in  water  and  forms  large  colourless  crystals. 
On  treating  its  solution  with  freshly  precipitated  sUver  oxide,  the 
hydroxide  N(C2H5)^OH  is  obtained,  which  baa  a  bitter  and  very 
caustic  taste.  On  evaporating  its  solution  in  vacuo  it  is  left  as  a 
crystalline,  deliquescent  mass.  Like  caustic  potash  it  attacks  and 
dissolves  the  skin,  saponifies  fats,  and  precipitates  metallic  salts,  but 
does  not  redissolve  chromic  hydroxide.  On  heating  the  hydroxide 
it  is  resolved  into  water,  ethene,  and  triethylamine. 

With  acids  it  forms  soluble  salts,  which  crystallize  well.  On  add- 
ing platinum  chloride  to  a  solution  of  tetrethylammonium  chloride, 
2[N(C2H5)4C1]  +  PtCl^  is  obtained  as  a  yellow,  crystalline  preci- 
pitate. 


ETHYLA.TED    UREAS. 

Compound  ureas,  or  carbamide  in  which  hydrogen  is  replaced  by 
alcohol  radicals,  can  be  obtained  in  a  manner  similar  to  that  in  which 
common  urea  is  produced  from  ammonia  and  cyanic  acid,  viz.  either 
by  acting  with  cyanic  acid  upon  an  amine  or  by  treating  a  carbimide 
with  ammonia  or  an  amine. 

Ethyl' carbamide    CO  \  xttt*   *    ^ — This  compound  is  obtained  by 

the  action  of  ammonia  upon  ethyl  carbimide,  as  well  as  by  com- 
bining cyanic  acid  with  ethylamine.    It  crystallizes  from  water  in 
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long  colourless  prisms,  and  combines  with  acids  like  common  nrea ; 
its  nitrate  is  readily  soluble  in  water, 

Diethyl-carhamide  exists   in   two   metameric   modifications ;    one 

having  the  constitution  CO  \  ^xxn^^  is  produced  by  acting  with 

ethylamine  upon  ethyl  carbimide.  It  crystallizes  in  long  prisms, 
fuses  at  107°,  boils  at  263°  and  yields  on  boiling  with  potash  solution, 
potassium  carbonate  and  ethylamine. 

Its  isomeride  CO-<^/p*-rT\    is  formed  by  treating  diethylamine 

with  cyanic  acid.  It  is  decomposed  by  caustic  potash  with  the  forma- 
tion of  potassium  carbonate,  ammonia,  and  diethylamine. 

f  NH  C  H 

Triethyl'Carhamide  CO  •<  ^^A  t|  n  ^>  *  crystalline  solid,  soluble  in 

water,  fusing  at  63°  and  boiling  at  223°,  has  been  prepared  from 
diethylamine  and  ethyl  carbimide. 

Ureas  containing  more  than  three  alcohol  radicals  have  not  yet 
been  obtained,  as  triarnines  do  not  act  either  upon  carbimides  or  on 
cyanic  acid. 

Ethylated  Sulphocarhamides  have  been  produced  by  analogous 
reactions  from  the  so-called  mustard  oils.    Thus  ammonia  and  ethyl 

sulphocarbimide   form  ethyl-sidpliocarbamide    CS  -j  ^^n  tt     white 

crystals,  which  melt  at  106°.    By  acting  with  ethylamine  on  the  same 

mustard-oil,  we  obtain  diethyUsuljphocarhamide  CS-I  ;^TTT'p^^awhite, 

crystalline  solid.  When  its  aqueous  solution  is  boiled  with  mercuric 
oxide,  oxygen  is  exchanged  for  sulphur,  and  diethyl-carbamide  and 
mercuric  sidphide  are  formed.  On  heating  its  alcoholic  solution 
with  ethylamine  and  mercuric  oxide,  a  strongly  alkaline  solution  is 
obtained,  trieihyUguanidine  being  formed  : — 

fNH.C2H5  CNH.C-H5 

C^  S  +  KCgH^.m  +  HgO  =  C  4  N.C2H5     +  H,0  +  HgS 

(NH-CgHg  (NH.C2H5 

This  compound  is  as  powerful  a  base  as  common  guanidine;  its 
solution  rapidly  absorbs  carbon  dioxide  from  the  air,  and  is  converted 
into  a  crystalline  mass. 


PHOSPHORUS  BASES  OF  ETHYL. 


Ethylphosphine-l  H    . — ^The  hydriodide  of  this  base  is  obtained 

from  ethyl  iodide,  phosphonium  iodide,  and  zinc  oxide,  in  the  same 
way  as  the  corresponding  compound  in  the  methyl  series.    The  base« 


124  THE  CHEMISTRY  OF 

set  free  by  means  of  water,  is  a  colourless  liquid  having  a  strong 
refractive  power,  lighter  than  water,  boiling  at  25**,  and  withoat 
any  action  on  vegetable  colours.  Its  odour  is  most  overpowering, 
resembling  that  of  the  carbamines,  and  producing  an  intensely 
bitter  taste  in  the  mouth  and  deep  down  in  the  throat.  In  con- 
tact with  chlorine,  bromine,  or  fuming  hitric  acid  it  takes  fire.  Its 
vapour  bleaches  cork  like  chlorine,  and  india-rubber  in  contact  with 
it  becomes  transparent  and  brittle.  It  combines  with  sulphur  and 
carbon  disulphide,  forming  liquid  compounds,  and  with  concentrated 
hydrochloric,  hydrobromic,  and  hydriodic  acid  it  forms  crystalline 
salts.  The  hydrochloride  gives  with  platiniun  chloride  the  double  adt^* 
rP(C2HpH.Cl]2  +  PtCl^,  crystallizing  in  splendid  crimson  need!!^ 
The  hydrioaide  forms  large,  four-sided,  thin,  iridescent  plates. 

Nitric  acid  acts  on  the  base  in  a  similar  way  as  on  the  methyl  base, 
ethylpJiosphinic  acid  POs(C2H5)H2  being  formed,  a  crystalline  s6Iid, 
which  melts  at  44'',  and  at  a  higher  temperature  volatilizes  without 
decomposition.  This  compound  is  isomeric  with  ethylphosphorous 
acid,  from  which  it  differs  by  being  a  bibasic  acid  whilst  the  latter 
is  monobasic ;  the  constitution  of  the  two  acids  being  represented 
by  the  following  formulae  :-— 

Ethylphospbinic  Acid,  Ethylpbosphoroas  Acid. 

po-^  oh  po-^  oh 

(oh  (h 

fC,H, 
Diethylphospkine  P  <  CoHg  is  formed  together  with  ethylphosphine, 

and  isolated  in  the  same  way  as  the  dimethyl-compound.  It  is  a 
colourless,  light,  refractive  liquid,  boiling  at  SS"*,  and  having  a  neutral 
reaction.  The  odour  is  penetrating  and  very  persistent,  but  quite 
different  from  that  of  ethylphosphine.  It  absorbs  oxygen  rapidly, 
with  much  evolution  of  beat,  the  liquid  sometimes  taking  fire.  With 
sulphur  and  carbon  disulphide  it  forms  liquid  compounds,  and  with 
acids  salts,  which,  with  the  exception  of  the  hydriodide,  do  not 
crystallize  well. 

Diethylphosphinic  Add  VOjSi^^^  is  a  liquid,  and  fonns  crystal- 
line salts. 

TriethylphospMne  P-{  Cfi.. — The  hydriodide  of  this  base  is  pro- 

^C,H, 
duced  by  heating  absolute  alcohol  with  phosphonium  iodide  in  sealed 
tubes  for  some  hours  to  160° : — 

3(CjH5.0H)  +  PH,I  =  (C^JjPHI  +  3HjO 

Triethylphosphine  is  also  formed  by  the  action  of  zinc  ethide  upon 
phosphorus  trichloride.     Phosphorus  trichloride  is  added  drop  by 
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drop  to  a  solution  of  zinc-ethyl  in  ether,  contained  in  a  flask  filled 
with  carbon  dioxide;  a  violent  reaction  sets  in,  zinc  chloride  and 
triethylphosphine  being  formed,  which  are  separated  by  adding  solid 
caustic  potash  and  water,  by  which  sufficient  heat  is  evolved  to  vola- 
tilize the  base. 

It  is  a  colourless,  refractive  liquid,  lighter  than  water,  and  boiling 
at  127*5^  Its  odour  in  the  concentrated  state  is  most  powerful  and 
unpleasant,  but  when  diluted  it  becomes  fragrant,  and  resembles  very 
much  that  of  hyacinths.  When  it  comes  in  contact  teith  the  air 
it  absorbs  oxygen  and  is  converted  into  ti^iethylphosphine  oxide 
PO(C2H5)3,  white  needle-shaped  crystals,  boiling  at  240^  When  this 
oxidation  goes  on  very  rapidly,  so  much  heat  is  evolved  that  the 
liquid  takes  Are.  Triethylphosphine  is  only  a  weak  base,  and  forms 
salts  which  do  not  crystalline  well ;  the  hydrochloride  combines  with 
platinum  chloride  forming  \1?{G^^^G\\  +  PtCl^  a  crystalline 
precipitate. 

Triethylphosphine  also  combines  with  sulphur,  forming  triethyU 
pJiosphine  sulphide  FS(GJ3i^^  which  crystallizes  from  water  in  long 
needles,  melting  at  94°.  The  most  characteristic  property  of  this 
base  is,  however,  that  with  carbon  disulphide  it  forms  the  compound 
P(C2H5)3CS2,  which  is  insoluble  in  water  and  crystallizes  in  beautiful 
red  nee(Ues.  This  reaction  is  made  use  of  to  detect  traces  of  carbon 
disulphide,  as  in  coal  gas. 

Iodide  of  ethyl  and  triethylphosphine  combine  readily,  with  evolu- 
tion of  much  heat,  to  tetrethylphosphonium  iodide,  separating  from 
water  in  fine  crystals.  It  has  also  been  obtained  by  heating  absolute 
alcohol  and  phosphonium  iodide : — 

4(CaH5.0H)  +  PHJ  =  PCCjHg),!  +  4H2O 

This  salt,  which  is  not  decomposed  by  alkalis,  yields  with  silver 
oxide  and  water  the  hydroxide  V{CJ1^  fiH,  a  white  crystalline  and 
very  alkaline  mass,  which  readily  absorbs  carbon  diojcide  from  the  air, 
and  yields  with  acids  soluble  and  crystalline  salts.  On  heating 
the  hydroxide,  ethane  is  evolved  and  triethylphosphine  oxide  is  left 
behind. 


ABSENIC  BASE8  OF  KTHYL, 

Sodium  arsenide  AsNa,  is  violently  attacked  by  ethyl  iodide,  arsen- 
diethyl  As^{G^X  and  triethylarsine  As(C^^^  being  formed,  which 
can  be  separated  by  distilling  the  product  in  an  apparatus  filled  with 
carbon  dioxide;  triethylarsine,  being  the  more  volatile  compound, 
distilling  first.  It  is  a  colourless  liquid,  which  refracts  light  strongly 
and  boils  with  partial  decomposition  at  140^  It  possesses  a  most 
disagreable  odour;  when  exposed  to  the  air  it  absorbs  oxygen, 
emitting  white  fumes  without  taking  fire ;  the  oxide  A80(C2H^)jj,  an 
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oily  liquid,  being  formed.  On  heating  triethylarsine  with  sulphur, 
the  sulphide  AsS(C2H5)  is  obtained,  which  crystallizes  in  large 
prisms.  Triethylarsine  also  readily  combines  with  ethyl  iodide  to 
form  tetrethylarsonium  iodide  A^[Ci^^jL,  a  salt  which  with  moist 
silver  oxide  yields  the  hydroxide,  a  colourless,  deliquescent  mass, 
and  a  very  powerful  base. 

Arsendiethyl  or  Ethyl-cacodyl-]  Ac^p^tt  ^    ^®  *  yellowish  liquid 

possessing  a  most  intolerable  smell,  boiling  at  about  190^  and 
taking  fire  in  the  air.  It  combines  directly  with  sulphur  and  with 
the  elements  of  the  chlorine  group.    By  admitting  air  gradually  to 

an  alcoholic  solution,  ethyl-cctcodylic  add      ^  *    ^Vr  5-  0  is  formed, 

crystallizing  in  deliquescent  plates.  It  has  a  sour  taste  and  forma 
crystalline  salts,  which  are  soluble  in  water. 

Arsenmonethyl  compounds  have  not  yet  been  obtained. 


ANTIMONY  BASES  OF  ETHYL. 


CrtH, 


Triethylstibine  or  Stibethyl  Sb  <  CgH^  is  obtained  by  heating  ethyl 

iodide  with  an  alloy  of  potassium  and  antimony  (SbKg)  in  an 
atmosphere  of  carbon  dioxide.  It  is  a  heavy,  mobile,  colourless 
liquid,  boiling  at  158°,  and  possessing  a  powerful  odour  resembling 
that  of  onions.  Exposed  to  the  air  it  takes  fire,  but  when  it  is 
slowly  oxidized  in  an  alcoholic  solution,  stibethyl  oxide  Sb{C^^fi  is 
obtained,  a  viscid  mass,  readily  soluble  in  water  and  combining  with 
acids.  On  adding  hydrochloric  acid  to  its  solution,  stibethyl  diloride 
Sb(C2H5)3Cl2  is  precipitated,  a  colourless  liquid,  which  smells  like 
turpentine,  and  is  also  formed  by  the  direct  union  of  stibethyl  and 
chlorine. 

Tetrethylstiboniuvi  Iodide  Sb(C2H5)^I  forms  larger  transparent 
crystals;  it  is  readily  acted  upon  by  silver  oxide  and  water;  the 
hydroxide  thus  formed  is  a  thick,  strongly  alkaline  liquid. 


BISMUTH  BASES  OF  ETHYL. 


^2^6 


TrietlvylhismiUhine  Tii<  C^H^  is  obtained  by  the  action  of  ethyl 


^2^6 


iodide  upon  an  alloy  of  bismuth  and  potassium  ;  it  is  a  heavy  colour- 
less liquid,  possessing  a  disagreeable  smell,  and  resembling  triethyl- 
stibine  in  most  of  its  properties,  its  compounds,  however,  being  less 
stable  than  those  of  the  latter.     On  adding  mercuric  chloride  to  its 


THE  CARBON  COMPOUNDS.  127 

solution  mercuric  chlorethide  Hg  -j  p|  ^  is  precipitated,  and  the  solu- 
tion contains  hismuthethyl  dichloride  ^i{G^^Q\^  which  on  evapora- 
tion is  obtained  in  small  crystals. 


CoH, 

BORETHYL  OR  THIETHYLBORINE  Bo 


This  compound  is  prepared  by  gradually  adding  ethyl  borate  to 
zinc-ethyl ; — 

2Bo(OC,H,)3  +  3Zn  (C^H,),  =  2Bo(C,H,)3  +  8Zn(OC2H,)3 

Triethylborine  is  a  colourless  liquid,  boiling  at  95^  and  possessing 
an  irritating  odour ;  its  vapour  strongly  attacks  the  mucous  mem*^ 
braues  and  eyes.  In  contact  with  air  it  takes  fire,  burning  with  a 
smoky  green  flame ;  but  when  air  is  only  very  gradually  brought  in 

contact  with  it,  the  compound  Bo-<  OCgHg  is  formed,  a  liquid  boil- 

ing  at  125**,  and  which  is  decomposed  by  water  into  alcohol  and 
Bo(OH)2C2H5,  a  crystalline  solid,  having  a  sweet  taste.  On  heating 
triethylborine  with  concentrated  hydrochloric  acid,  ethane  is  evolved, 
and  bor-diethyl  chloride  BoCl(C2H5)2  left  behind. 


C0M1*0UNDS  of  ETfiYL  AND   SULPHUfi. 

Ethyl  RydrostUphide,  or  Mercaptan    *  tj  f  S  is  formed  by  the  action 

of  ethyl  chloride,  iodide,  ot  potassium  ethylsulphate  upon  potassium 
hydrosulphide.  To  prepare  it  a  solution  of  caustic  potash  is  saturated 
with  hydrogen  sulphide  and  then  distilled  with  a  concentrated  solu- 
tion of  potassium  ethylsulphate.  It  may  also  be  obtained  by  the 
action  of  phosphorus  pentasulphide  upon  alcohol :  — 

PA  +  5^»5 }  0  -  PA  +  6^*^  }  s 

Mercaptan  is  a  colourless  liquid,  having  a  nauseous,  intolerable 
smell,  like  onions,  and  boiling  at  36°.  It  is  almost  insoluble  in  water 
and  very  inflammable,  burning  with  a  blue  flame.  On  evaporating  it 
by  a  rapid  current  of  air,  so  much  heat  is  absorbed  that  a  portion  of 
the  liquid  solidifies  into  a  crystalline  mass.  The  alkaline  metals  dis- 
solve in  it  with  evolution  of  hydrogen  and  formation  of  mercaptides  as 

K  f  ^'     ^*''^^^  metals  also  are  capable  of  replacing  hydrogen  in 
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mercaptan,  this  compound  having  the  character  of  a  weak  acid 
like  hydrogen  sulphide.  By  adding  mercuric  oxide  to  mercaptan 
a  violent  reaction  ensues,  water  and  mercuric  mercaptide  Sigi&CJl^^ 
being  formed  (mercurio  aptum).  This  compound  is  insoluble  in 
water;  from  an  alcoholic  solution  it  crystallizes  in  white,  silky 
scales ;  it  is  readily  decomposed  by  dry  hydrogen  sulphide,  the  pro- 
ducts being  mercuric  sulphide  and  mercaptan,  which  by  this  method 
is  readily  obtained  in  a  perfectly  pure  state. 

C  H  ) 

Ethyl  Sulphide  n*TT^  f  S. — To  prepare  this  compound  ethyl  chloride 

is  passed  into  a  boiling  alcoholic  solution  of  potassium  sulphide.  It 
is  a  mobile,  colourless  liquid,  boiling  at  91^and  possessing  a  nauseous 
smell  like  mercaptan.  Dilute  nitric  acid  oxidizes  it,  ethyl  svlphaxide 
(C2H5)2SO,  an  oily,  non-volatile  liquid,  being  formed.  By  fuming 
nitric  acid  it  is  transformed  into  dietht/lsviphane  (Gfi^^^O^,  which 
forms  colourless  crystals,  fusing  at  70"*  and  boiling  at  248°.  By 
adding  zinc  and  hydrochloric  acid  to  its  aqueous  solution  it  is 
reduced  to  ethyl  sulphide,  and  on  boiling  it  for  some  time  with 
nitric  acid  it  is  oxidized  to  ethylsulphonic  acid. 

Ethyl  sulphide  readily  combines  with  ethyl  iodide,  forming  iriethyU 
sulphine  iodide  ^{G^^^,  a  crystalline  compound  soluble  in  water, 
and  which  by  the  action  of  water  and  silver  oxide  is  converted  into 
triethylsiUphine  hydroxide  S(C2H5)30H,  a  powerful  base,  forming  deli- 
quescent crystals  and  combining  with  acids,  yielding  well-defined 
salts. 

CHS) 

Ethyl  Disulphide  p^tr'^a  o  *  colourless  liquid,  boiling  at  151**,  and 

having  a  very  disagreeable  smell,  is  formed  by  distilling  a  mixture 
of  potassium  disulphide  and  potassium  ethylsulphate,  or  by  acting 
with  iodine  upon  sodium  mercaptide: — 

2C2H,SNa  +  I,  =  2NaI  +  ^J^^^  |- 


COMPOUNDS  OF  ETHYL  WITH   SELENIUM  AND  TELLUKIUM. 

These  compounds  are  formed  by  reactions  quite  analogous  to  those 
by  which  the  sulphides  of  ethyl  are  obtained,  the  corresponding 
metallic  selenides  and  tellurides  being  employed  in  place  of  metallic 
sulphides. 

Ethyl  Hydrosdenide,  or  Selenium  Mercaptan     *V^  >  Se  is  a  liquid 

possessing  a  most  intolerable  smell,  and  forming  with  mercuric  oxide 
a  crystalline  mercaptide. 

C  H   ) 

Ethyl  Selenide  q  jj^  J-  Se  is  a  yellow  liquid  with  a  most  disagree- 
able  smell,  which  is  oxidized  by  nitric   acid  to   ethyl  sdenoxide 
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C  H  ) 

c!h*  f  ^^^'  ^  basic  compound,  formiBg  crystallized  salts.    On  adding 

hydrochloric  acid  to  its  solution  ethyl-selenium  chloride  (C2H5)2SeCl2 
separates  as  a  heavy  oil. 

Ethyl  Telluride  ^^  j-Te  is  a  reddish  yellow  liquid,  possessing  an 

intolerably  nasty  smell.  It  is  soluble  in  nitric  acid ;  on  the  addi- 
tion of  hydrochloric  acid  to  this  solution,  ethyl-tellurium  chloride 
(C2H5)2TeCl2  separates  out,  a  colouriess  oil,  which  by  treatment  with 
silver  oxide  yields  ethyl-tellurium  oxide  (C2H5)2TeO,  a  crystalline 
solid,  soluble  in  water,  and  possessing  a  faint  alkaline  reaction. 


COMPOUNDS   OF  ETHYL  WITH   THE   METALS. 

Ethyl  Compounds  of  Zinc. 

C  H  7 

Zinc-ethyl  or  Zinc  Eihide  /^  i^tt*  r  Zn. — This  important  compound  is 

most  conveniently  prepared  by  heating  ethyl  iodide  with  an  excess 
of  coarse  zinc  filings  in  a  flask  connected  with  a  reversed  con- 
denser. The  upper  end  of  the  condenser  is  provided  with  a  long 
descending  tube  dipping  under  mercury ;  thus  the  entrance  of  air  in 
the  apparatus  is  prevented,  and  the  reaction  proceeds  quicker  under 
the  increased  pressure.  Tlie  end  of  the  reaction  is  recognized  by 
iodide  of  ethyl  ceasing  to  flow  back  from  the  condenser.  The  flask 
is  now  connected  with  the  upper  end  of  a  condenser,  and  heated  in 
an  oil-bath  as  long  as  zinc-ethyl  distils  over,  which  must  be  col- 
lected in  a  receiver  filled  with  dry  carbon  dioxide.  It  is  absolutely 
necessary  that  the  materials  used,  and  all  parts  of  the  apparatus,  bis 
perfectly  dry. 

C  H  ) 

When  zinc  acts  upon  ethyl  iodide  the  solid  compound    ^  |  >•  Zn  is 

first  formed,  which  at  a  higher  temperature  is  decomposed  with  the 
formation  of  zinc-ethyl  and  zinc  iodide,  thus  : — 

It  is  necessary  to  employ  the  zinc  in  excess,  because  if  an  excess  of 
ethyl  iodide  be  present,  the  latter  acts  on  the  zinc-ethyl  and  hutane  is 
formed : — 


}  +  C  hJ  }  2^  =  2C,H,,  +  Znl, 


Zinc-ethyl  is  a  colourless  mobile  liquid,  heavier  than  water,  and 
possessing  a  peculiar  disagreeable  odour.    It  boils  at  118°,  and  tukes 
C  K 
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fire  in  the  air,  burning  with  a  bright  greenish  flame,  giving  off  tliick 
clouds  of  zinc  oxide.  When  air  is  slowly  admitted  zinc  ethylate 
(C2H50)2Zn  is  formed,  a  white  solid,  which  is  acted  upon  by  water 
with  the  formation  of  ethyl  alcohol  and  zinc  hydroxide.  Water 
decomposes  zinc-ethyl  violently,  ethane  being  given  off : — 

^2^6  j^zn  +  2^  |0  =  2C,H,  +  ZnCOH^) 

On  passing  dry  ammonia  into  zinc-ethyl,  zinc^mide,  a  white  solid, 
and  ethane  are  formed  : — 

&h'}^^  +  2NH3  =  ZnCNHg)^  +  2C2H^ 

The  property  of  zinc-ethyl  to  undergo  readily  double  decomposi- 
tions with  a  great  number  of  other  bodies,  is  frequently  made  use  of 
in  the  preparation  of  ethyl  compounds.  Several  examples  have  already 
been  given,  and  others  will  be  mentioned  hereafter. 

Sodium  and  potassium  dissolve  in  zinc-ethyl,  a  crystalline  double 
compound,  as  CgHgNa  +  (C2H5)2Zn,  being  formed,  from  which  the 
sodium  (or  potassium)  ethide  has  not  yet  been  isolated.  On  passing 
dry  carbon  dioxide  over  it,  sodium  propionate  is  formed  : — 

CjjH^Na  -f  CO2  =  CjH^.COjNa 


Ethyl  Compounds  of  Mercury. 

C  H  ) 

Mercury-diethyl  or  Mercuric  Ethide  q*tt^  fHg  is  obtained  from 

2    5  ' 
sodium  amalgam,  ethyl  iodide,  and  acetic  ether  in  the  same  way  as 

zinc  methyl  from  methyl  iodide.  It  is  a  very  heavy,  colourless  liquid, 
boiling  at  159°,  and  possessing  a  disagreeable  smelL  When  it  is 
exposed  to  the  air  it  is  not  altered,  and  on  heating  it  with  zinc,  zinc- 
ethyl  is  formed,  whilst  with  aluminium  it  gives  aluminiu7n-€thyl 
A\{C^^^,  a  colourless  liquid,  fuming  in  the  air,  and  taking  fire  when 
exposed  in  a  thin  layer.  On  adding  mercury-ethyl  to  a  solution 
of  iodine  in  alcohol,  mercuric  iodethide  C^HgHgl  is  formed,  which 
crystallizes  in  silvery  scales : — 


C 
C 


?^l }  IJg  +  I2  =  C,H  J  -h  ^«^^f  }  Hg 


Mercuric  Chlorethide  CjHgHgCl  is  obtained  by  mixing  mercury-ethyl 
with  an  alcoholic  solution  of  mercuric  chloride.  It  crystallizes  in 
shining  scales,  and  yields,  by  acting  on  it  with  freshly  precipitated 

0  H  ^ 
moist  silver  oxide,  the  hydroxide    hA  rHg,  a  colourless  and  strongly 

alkaline  liquid,  which  forms  salts  with  acids.     By  the  action  of  con- 
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centrated  sulphuric  acid  on  mercury-ethyl  ethane  is  formed,  and 
mercuric  sulfhatethide  (C2H5Hg)2SO^  crystallizing  from  alcohol  in 
lai'ge  colourless  plates. 

Ethyl  Compounds  of  Tin. 

Tin-diethyl  or  Stannous  Ethide  (r^v{\^^  fis  obtained,  together 

with  tin-triethyl,  when  an  alloy  of  tin  and  sodium  is  heated  with 
ethyl  iodide.  It  is  a  colourless,  oily  liquid,  which  on  heating  is  de- 
composed into  metallic  tin  and  stannic  ethide.  Stannous  ethide  is  a 
dyad  radical.  When  exposed  to  the  air  it  combines  with  oxygen, 
foiming  stannic  oxethide  {C2^^2^^^^>  ^^  amorphous  white  pOwder, 
forming  salts  with  acids.  Stannous  ethide  also  readily  combines  with 
the  elements  of  the  chlorine  group.  The  compounds  thus  obtained 
crystallize  well,  and  are  soluble  in  water  and  alcohol ;  on  adding  a 
caustic  alkali  to  the  solution,  stannic  oxethide  is  precipitated. 

Tin-triethyl  or  Stannoso-stannic  Ethide  K^^ti  \\    >•  is  a  thin  liquid 

which  is  easily  separated  from  stannous  ethide;  the  latter  being 
readily  soluble  in  alcohol,  whilst  tin-triethyl  is  insoluble ;  it  is  decom- 

posed  on  heating.   With  oxygen  it  forms  the  compound  /n^xr^N^Cn  f  0> 

a  white  solid  possessing  a  strong,  penetrating  smell,  and  forming 
salts :  thus,  on  adding  hydrochloric  acid  the  chloride  (C2H5)3SnCl  is 
obtained,  a  liquid  boiling  at  210°,  and  possessing  a  very  pungent 
smelL 

P  H  f 

Tin-tetrethyl  or  Stannic  Ethide  p^rj^  >  Sn  is  formed  by  the  action 

of  zinc-ethyl  upon  anhydrous  stannic  chloride  or  the  chlorides 
(C2H5)2SnCl2  and  (C2H5)3SnCl,  as  well  as  by  heating  stannous  ethide. 
It  is  a  colourless  liquid  with  a  faint  ethereal  smell,  boiling  at  181°. 
It  does  not  absorb  oxygen,  but  is  readily  inflammable,  and  bums 
with  a  bright  luminous  flame.  By  the  action  of  iodine  it  yields 
ethyl  iodide  and  stannic  iodo-triethide  (C2H5)3SnI,  and  when  it  is 
heated  with  fuming  hydrochloric  acid  ethane  escapes,  and  stannic 
chloro-triethide  is  left  behind. 

Ethyl  Compounds  of  Lead. 

Zcad-tetrethyl  or  Plumbic  Ethide  prr^  >  Pb  is  formed,  together  with 

lead-triethyl,  by  acting  on  lead  chloride  with  zinc-ethyl : — 

K  2 
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PbgCl,  4-  2Zn(C2H5)2  =  2ZnCl2  +  Pb  +  PbCC^HJ, 

It  is  a  colourless  heavy  liquid,  boiling  at  200*^.  It  does  not  fume 
in  the  air,  but  is  easily  inflammable,  burning  with  a  yellow,  green- 
bordered  flame.  By  fuming  hydrochloric  acid  it  is  decomposed  into 
ethane  and  plumbic  chloro-iriethide  (C2H5)3PbCl,  crystallizing  in 
long  needles,  and  possessing  a  pungent  smell  like  mustard. 

/p    XT  \    pU  "i 

Lead'triethyl    (n^jr  )p\  r  is  a  thin  liquid  which  is  decomposed  on 

heating.  To  prepare  it,  an  alloy  of  lead  and  sodium,  PbNag,  is  heated 
with  ethyl  iodide,  and,  after  cooling,  the  product  exhausted  with 
ether.  It  absorbs  oxygen  from  the  air,  forming  a  solid  oxide  having 
basic  properties  and  yielding  crystallized  salts. 

COMPOUNDS   OF  ETHYL  AND  SIUCON. 

Silicon  Ethide  p^    s  L  gi  ig  obtained  by  the  action  of  zinc-ethyl 

upon  silicon  tetrachloride.  It  is  a  colourless  liquid,  boiling  at  150^ 
and  a  very  stable  compound,  not  being  oxidized  even  by  nitric  acid. 
With  chlorine  it  yields  substitution-products ;  the  first  product  being 
monochlarosilicon-ethyl  SiCgH^gCl,  a  colourless  liquid  boiling  at  150°. 
This  compound  shows  in  all  its  reactions  great  resemblance  to  the 
chlorides  of  the  alcohol  radicals.  Thus,  on  heating  it  with  potassium 
acetate  an  acetic  ether  is  formed,  which  on  treatment  with  caustic 
potash  yields  an  alcohol,  a  liquid  smelling  like  camphor.  Silicon 
ethide  may  therefore  be  considered  as  nonane  or  nonyl  hydride,  in 
which  one  atom  of  carbon  is  replaced  by  one  of  silicon ;  by  substi- 
tuting one  atom  of  hydrogen  by  other  radicals,  compounds  of  the 
monad  radical  silicorumyl  SiCgHig  are  formed  : — 

Boiling-point. 

Siliconethyl  or  Siliconane  SiCgHg^  150° 

Silicononyl  Chloride  SiCgHi^Cl  187 

SiUcononyl  Acetate  ^SFo }  ^  ^  ^  ^ 


SUicononyl  Alcohol  SiCgH^  \  q 


190 


Silico'propionic  Acid  CgHj.SiO.OH. — By  acting  with  zinc-ethyl 
and  sodium  upon  SiCl(OC2H5)3(a  compound  described  under  Ethyl 
Silicate),  the  body  SiC2H5(OC2H5)3  is  formed,  which  has  been  called 
ethyl  orthosilicopropioncUe.  It  is  a  colourless  liquid,  boiling  at  158"'5. 
When  it  is  heated  with  acetyl  chloride  to  180°  ethyl  acetate  is  formed, 
and  siliconmonethyl  trichloride  SiCgH^Clg,  a  liquid  fuming  in  the  air,  and 
which  is  easily  decomposed  by  water  with  the  formation  of  silicopro- 
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pionic  acid,  a  white  liglit  amorphous  powder,  which  has  the  greatest 
resemblance  to  finely  divided  silica.  It  dissolves  in  concentrated 
potash  solution,  and  is  not  precipitated  by  hydrochloric  acid ;  but  on 
boiling  the  alkaline  solution  down  with  sal  ammoniac,  silicopropionic 
acid  is  left  behind  in  the  insoluble  state.  It  differs  from  silica,  how- 
ever, by  not  being  soluble  in  caustic  soda ;  and  moreover  on  heating 
it,  it  begins  to  glow,  an  inflammable  gas  being  evolved.  Silicopropionic 
acid  is  the  first  example  of  a  new  class  of  acids  containing  SiO.OH 
in  the  place  of  carboxyl  CO.OH. 

Silicoheptyl  Compounds. — By  the  further  action  of  zinc-ethyl  and 
sodium  upon  silicopropionic  ether,  first  silicondiethyl  ether  Si(C2H5)j 
(00^11^)2  is  formed,  a  liquid  boiling  at  155"8°,  which  in  appearance 
and  smell  is  very  similar  to  silicic  ether.  On  very  prolonged  treat- 
ment with  sodium  and  zinc-ethyl,  silicoheptyl  ether  Si(C2H5)30C2H5, 
a  liquid  boiling  at  153°,  is  produced.  On  heating  with  acetyl  chloride 
to  180°  it  yields  ethyl  acetate  and  silicontriethyl  cJUoride,  or  silico- 
heptyl chloride  Si(C2H5)3Cl,  a  liquid  having  a  pungent  and  camphor- 
like  smell,  and  boiling  at  143*5°.  It  is  readily  decomposed  by 
aqueous  ammonia,  with  the  formation  of  silicon  triethylhydroxide  or 
tertiary  silicoheptyl  alcohol  Si(C2H5)30H.  This  body  may  be  regarded 
as  triethyl  carbinol,  in  which  one  atom  of  carbon  is  replaced  by 
silicon,  and  may  therefore  be  called  tHethyl  silicoL  It  is  a  colourless 
liquid,  smelling  like  camphor,  and  boiling  at  154^ 

By  the  action  of  fuming  sulphuric  acid  on  triethyl  silicol  it  is 
oxidized  with  the  formation  of  silicopropionic  acid  and  ethene  : — 

SiCCgHJjOH  +  2SO3  =  Si(C2H5)O.OH  -f  2C2H,  +  2SO2  +  H^O 

When  silicoheptyl  ether  is  heated  with  hydriodic  acid  it  yields 

ethyl  iodide  and  silicoheptyl  oxide  ciwn^^  <?  f  0,  a  colourless  liquid, 

boiling  at  231°. 

Sodium  acts  violently  on  a  solution  of  triethyl  silicol  in  pure  ether, 
the  compound  Si(C2H5)30Na  being  formed,  which  is  a  white  powder. 
By  passing  dry  carbon  dioxide  into  its  ethereal  solution,  a  white 
precipitate  is  produced  of  sodium  silicoheptyl-carbonate  Si{Cfi^fi. 
CO.ONa.  It  is  very  deliquescent,  and  is  resolved  by  water  into  tri- 
ethyl silicol  and  sodium  carbonate.  "When  heated  to  redness  it  is 
resolved  into  silicoheptyl  oxide  and  sodium  caTbonate,  being  the  first 
silicon-containing  body  that  leaves  carbonate  instead  of  silicate  when 
heated. 


ETHANE   AND   ITS   SUBSTITUTION- PRODUCTS. 

Etliane  CgH^  is  a  colourless  gas,  wliich,  as  we  have  just  seen,  may 
be  obtained  by  different  reactions.  Pure  ethane  is  formed  by  passing 
a  galvanic  current  through  a  concentrated  solution  of  potassium 
acetate ;  the  gas  must  be  washed  with  caustic  potash  and  concen- 
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trated  sulphuric  acid,  to  free  it  from  carbon  dioxide  and  other  admix- 
tures. It  is  also  formed  by  heating  dry  methyl  iodide  with  zinc  in 
closed  tubes  to  150**,  or  by  decomposing  zinc-ethyl  with  water,  or 
mercuric  ethide  with  sulphuric  acid. 

When  a  mixture  of  equal  volumes  of  ethane  and  chlorine  is  exposed 
to  the  daylight,  ethyl  chloride  and  dichlorethane  C2H^Cl2  are  formed. 
By  the  further  action  of  chlorine  the  following  products  are  formed : — 

Boiling-  Boiling- 

point,  point.   . 

C2H5CI  ....       12-5°     CgHjCl,      ....     127'* 

CgH.CU ....      59         C2HCI5 158 

C^HjClg.     ...       75         CgCle 180 

Dichlorethane  will  be  described  further  on. 

Trichlorcthane  CgHjClj  is  acted  upon  by  an  alcoholic  solution  of 
caustic  potash,  the  products  being  potassium  chloride  and  potassium 
acetate : — 

I     '  -f  4K0H  =  I     '       H-  3KC1  -f  2H2O 
CCI3  CO.OK 

Hexaehlorethane  CgClg,  commonly  called  carbon  sesquichloride, 
forms  colourless  crystals  and  smells  like  camphor. 


ACETYL  COMPOUNDS. 

Acetaldthyde  CgH^O,  commonly  called  simply  aldehyde  (from 
alcohol  dehydrogenatum),  as  it  was  the  first  known  of  this  class  of 
bodies,  is  obtained  by  oxidizing  spirits  of  wine  by  means  of  man- 
ganese dioxide  and  sulphuric  acid,  chromic  acid,  or  platinum  black,  in 
presence  of  air,  or  if  alcohol  or  ether  are  burning  without  a  sufiBcient 
supply  of  air.  It  is  also  formed  by  heating  a  mixture  of  acetate  and 
formate  of  calcium : — 

rH       rCHg    (CH3 

^  CO  +  -^  CO   =^  CO  +CO2  +  HjO 

(oh     (oh     (h 

It  is  contained  in  considerable  quantity  in  the  first  runnings 
obtained  in  the  manufacture  of  spirits  of  wine. 

To  prepare  pure  aldehyde,  three  parts  of  potassium  dichromate  in 
small  pieces  are  placed  in  a  flask,  surrounded  by  a  freezing  mixture, 
and  a  well-cooled  mixture  of  two  parts  of  spirits  of  wine,  four  parts 
of  sulphuric  acid,  and  twelve  parts  of  water  added.  After  con- 
necting the  flask  with  a  condenser,  the  freezing  mixture  is  re- 
moved ;  a  violent  reaction  very  soon  sets  in,  and  the  liquid  begins 
to  boil.    The  vapours  have  first  to  pass  through  an  ascending  tube 
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surrounded  by  warm  water  at  about  50°.  Alcohol  and  different 
products  are  condensed  and  flow  back,  whilst  the  vapour  of  the 
aldehyde,  after  having  passed  through  a  descending  condenser,  is  ab- 
sorbed in  anhydrous  ether.  On  passing  dry  ammonia  gas  into  the 
ethereal  solution,  a  white  crystalline  solid,  called  aldehyde-ammonia 
CjH^O.NHg  separates.  On  distilling  this  substance  with  dilute  sul- 
phuric acid,  pure  aldehyde  is  obtained,  which  may  be  dried  over  cal- 
cium chloride.  Acetaldehyde  is  a  colourless  liquid,  boiling  at  21**, 
and  having  a  very  pungent  and  suffocating  smell.  It  is  readily 
soluble  in  water ;  caustic  potash  transforms  it  into  a  brown  resinous 
mass.  like  all  aldehydes  it  is  very  easily  oxidized,  and  acts  there- 
fore as  a  powerful  reducing  agent.  Thus,  on  heating  it  with  a  little 
ammonia  and  nitrate  of  silver,  metallic  silver  separates  out,  coating 
the  sides  of  the  vessel  with  a  bright  mirror : — 

C^Ufi  +  Ag^O  =  C^Kfi,  +  Ag3 

It  combines  with  ammonia,  and  forms  a  crystalline  compound, 
which  has  a  peculiar  smell  of  mice.  The  constitution  of  aldehyde- 
ammronia  is  the  following : — 

HC— CH, 


OH 

By  dilute  acids  it  is  decomposed,  aldehyde  being  liberated  and  an 
ammonium  salt  formed.  When  kept  in  the  moist  state  it  undergoes 
a  slow  decomposition,  and  is  changed  into  a  brown  syrupy  liquid, 
which  contains  a  basic  compound  called  aldehydine  or  hydracet- 
amide  CgHjgNj : — 

aCC^H.O.NHj)  =  CeHijjN  4-  NHj  +  SH^O 

Aldehydine  is  an  amorphous  mass,  soluble  in  water,  and  possessing 
an  alkaline  reaction.  It  combines  with  acids,  forming  amorphous 
salts.  On  boiling  its  aqueous  solution  ammonia  escapes,  and  a  new 
base,  oxytrialdine  CgH^NO,  is  obtained,  which  possesses  properties 
very  similar  to  those  of  aldehydine. 

If  aldehyde-ammonia  is  heated  with  alcohol,  the  bases  oxytetraldine 
CgHijNO  and  oxypentaldine  Ci^HigNO  are  obtained. 

Aldehyde  combines  with  the  acid  sulphites  of  the  alkali-metals, 
and  forms  crystalline  compounds,  which  are  not  very  soluble  in 
water;  thus  if  aldehyde  is  shaken  with  a  cold  concentrated  solution 
of  acid  sodium  sulphite,  the  liquid  is  converted  into  a  magma  of 

(  OH 
crystals  having  the   formula   CH3.CH  \  gQ  j^^.      Dilute    acids    or 

alkalis  again  liberate  aldehyde  from  these  compounds. 

With    anhydrous    prussic    acid,  aldehyde  forms  the   compound 
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CjH^O.CNH,  which  boils  at  180°,  with  partial  decomposition.  On 
adding  ooncentrated  hydrochloric  acid  to  this  body  ammonium 
chloride  and  lactic  acid  are  formed  (compare  lactic  acid). 

Phosphorus  pentachloride  acts  violently  upon  aldehyde;  the 
products  of  the  reaction  being  phosphorus  oxychloride  and  dichlor- 
ethane  CgH^Clg. 

A  great  number  of  substances,  such  as  hydrochloric  acid,  sulphuric 
acid,  carbonyl  chloride,  &c.,  even  if  present  only  in  very  minute 
quantities,  cause  the  condensation  of  the  aldehyde  into  paraldehyde 
CgHijOg,  a  liquid  boiling  at  124^  and  solidifying  at  a  low  temperature 
into  crystals  melting  at  +  10*5''.  On  distilling  paraldehyde  with  the 
above  substances,  it  again  splits  up  into  three  molecules  of  acetal- 
dehyde. 

Another  polymeride  called  metaldehyde,  the  molecular  weight  of 
which  is  not  known,  is  produced  when  the  above-mentioned  sub- 
stances are  brought  into  contact  with  aldehyde  at  a  temperature 
below  0°.  It  crystallizes  in  colouriess  needles  or  prisms,  which  when 
quickly  heated  sublime.  When  metaldehyde  is  heated  in  a  closed 
vessel  to  115*",  it  again  changes  after  a  few  hours  into  common 
aldehyde. 

On  heating  aldehyde  with  a  solution  of  zinc  chloride  or  some  other 
salts,  water  is  eliminated,  and  croton  aldehyde  C^HgO  is  formed,  a 
compound  which  will  be  described  hereafter. 


ACETIC  ACID   CgliPg- 

Dilute  acetic  acid,  or  vinegar,  has  been  known  from  very  early 
times.  The  different  modes  of  the  formation  of  this  acid  have 
already  been  fully  described.  On  the  large  scale  acetic  acid  is 
produced  by  the  oxidation  of  alcohol,  or  by  the  destructive  dis- 
tillation of  wood.  Pure  alcohol,  even  when  very  dilute,  is  not 
oxidized  in  contact  with  air,  but  in  the  presence  of  platinum  black 
and  air  it  is  converted  into  aldehyde  and  acetic  acid.  The  same 
change  occurs  when  dilute  alcohol  contains  certain  nitrogenous 
organic  bodies.  For  this  reason  wine,  beer,  &c.,  in  which  such  bodies 
are  contained,  turn  sour  on  exposure  to  the  air. 

In  the  manufacture  of  vinegar  a  mixture  of  wine,  beer,  or  diluted 
spirits,  with  some  vinegar  and  yeast,  is  kept  in  loosely  covered  vats, 
at  a  temperature  of  about  24** — 27°,  for  about  fourteen  days,  after 
which  time  the  liquid  is  changed  into  vinegar.  On  increasing  the 
surface  of  the  liquid,  the  oxidation  goes  on  much  quicker.  To  effect 
this  the  liquid  is  made  to  run  slowly  over  shavings  of  beechwood 
saturated  with  vinegar,  contained  in  large  vats,  through  which  a 
current  of  air  is  made  to  pass. 

Acetic  acid  is  found  in  nature  in  the  form  of  acetic  ethers  in  several 
plants ;  it  has  also  been  found  in  small  quantities  in  animal  juices. 
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The  so-called  pyroligneous  acid,  obtained  by  the  distillation  of 
wood,  is  dilute  acetic  acid  mixed  with  empyreuraatic  substances.  It 
13  used  to  prepare  the  common  commercial  acetic  acid,  by  neutralizing 
it  with  lime,  and  evaporating  the  solution  to  dryness ;  the  residue  is 
gently  roasted  so  as  to  destroy  the  foreign  matters,  and  then  distilled 
with  hydrochloric  acid. 
.  To  obtain  pure  acetic  acid,  five  parts  of  anhydrous  fused  sodium 
acetate  are  distilled  with  six  parts  of  pure  concentrated  sulphuric 
acid.  It  is  a  colourless  liquid,  boiling  at  118°,  and  solidifying  on 
cooling  into  large  transparent  plates  {glacial  acetic  acid)  melting 
at  +  1 7*'.  It  possesses  a  pungent  and  sour  smell,  and  is  corrosive, 
destroying  the  skin.  It  mixes  with  water  in  all  proportions,  and  is 
a  solvent  for  essential  oils,  hydrocarbons,  and  many  other  bodies 
which  are  insoluble  in  water.  At  15**  it  has  the  spec.  grav.  1*0553. 
On  mixing  with  water  a  contraction  first  takes  place  until  20 — 23 
per  cent,  of  water  are  present;  this  acid  has  the  specific  gravity 
r0748.  On  further  addition  of  water  the  specific  gravity  diminishes 
again;  acetic  acid  of  43  per  cent,  having  the  same  specific  gravity 
as  the  anhydrous  acid. 

Potassium  Acetate    ^    s     lq   is    obtained   by   neutralizing  dilute 

acetic  acid  with  purified  potassium  carbonate.  It  is  a  very  deli- 
quescent salt,  and  difficult  to  crystallize.  The  dry  salt  fuses  at  300°, 
and  may  be  heated  even  stronger  without  undergoing  decomposition. 
On  cooling  it  solidifies  to  a  radiated  crystalline  mass.  If  it  is  dis- 
solved in  common  strong  acetic  acid,  and  the  solution  heated,  water  is 

given  ofif,  and  a  compound    ^    V  f  0  +    ^    V  f  0  (so  called  biacetate 

of  potash)  formed,  wliich  on  heating  to  200°  splits  up  into  anhydrous 
acetic  acid  and  potassium  acetate.  This  reaction  may  be  used  for 
preparing  pure  acetic  acid. 

Sodium  Acetate  is  obtained  on  the  large  scale  by  dissolving  the 
roasted  crude  calcium  acetate  in  water,  and  decomposing  it  by  sodium 
sulphate.  The  filtrate  yields  on  evaporation  sodium  acetate,  which 
if  strongly  heated  may  be  freed  from  all  traces  of  empyreumatic 
substances  still  adhering  to  it.     Sodium  acetate  crystallizes  in  long 

monoclinic  prisms     ^    8     vO  +  SHgO,  which  melt  on  heating,  and 

give  off  water.     The  anhydrous  salt  fuses  above  300°  to  a  colourless 

clear  liquid. 

C  H  O  ) 
Ammonium  Acetate    ^    s.   Lq — The  anhydrous  salt  is  formed  by 

passing  dry  ammonia  into  pure  acetic  acid.  It  is  very  soluble  in 
water.  On  heating  it  decomposes  into  water  and  acetamide 
C2H3O.NH2. 

Aluminium,  Acetate  is  prepared  by  adding  a  solution  of  lead  acetate 
to  a  solution  of  aluminium  sillphats ;  it  is  used  under  the  name  of 
"  red  liquor,"  as  a  mordant  in  calico-printing. 
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By  dissolving  iron  turnings  in  pyroligneous  acid  a  solution  of 
ferrous  acetate  is  obtained  called  "  iron  liquor  "  which  is  also  employed 
as  a  mordant. 

Lead  Acetate,  commonly  called  sugar  of  lead,  Pb (0211302)2  +  SRfi, 
is  manufactured  by  dissolving  litharge  in  dilute  acetic  acid ;  it 
crystallizes  in  monoclinic  prisms,  and  is  readily  soluble  in  water.  Its 
solution  has  the  power  of  dissolving  large  quantities  of  litharcje,  basic 

salts  such  as     2    32  Lpb  being  formed,  the  solutions  of  which  have 

a  strong  alkaline  reaction,  and  are  used  for  surgical  purposes. 

Cupric  Acetate, — The  so-called  "  verdigris,"  which  is  prepared  on  the 
large  scale  by  bringing  the  marc  of  grapes  in  contact  with  copper- 
sheeting,   is    a  mixture    of  basic    salts,    and    consists    chiefly    of 

*  H()  i^^'     ^y  dissolving  it  in  acetic  acid,  the  normal  acetate 

Cu (0211302)2  +  HgO,  crystallizing  in  rhombic  prisms,  is  obtained. 

The  t^autiful  green  pigment  called  *'  emerald  green  "  is  a  double 

2AsO  ) 
salt  of  copper  acetate  and  arsenite  n  tj  o^  r  Cug,  and  is  prepared  by 

adding  acetic  acid  to  copper  arsenite. 

0  H  O  ^ 

Silver  Acetate  *  |  >  0. — Silver  nitrate  precipitates  from  a  solu- 
tion of  an  acetate  this  salt  as  a  white  crystalline  powder,  which 
crystallizes  from  boiling  water  in  flat,  flexible,  white,  shining  needles. 

OHO) 
Methyl  Acetate  ^^3     I  0  is  a  mobile  liquid  having  a  refreshing 

smell,  boiling  at  55^  It  is  contained  in  crude  wood  spirits.  To 
prepare  it  a  mixture  of  methyl  alcohol  and  sulphuric  acid  is  distilled 
with  dry  sodium  acetate.  This  ether  has  the  same  boiling-point  as 
its  metameride  ethyl  formate.  Both  can,  however,  be  easily  distin- 
guished from  each  other ;  by  treatment  with  alkalis,  methyl  acetate 
yields  methyl  alcohol  and  an  alkaline  acetate,  whilst  ethyl  formate 
gives  ethyl  alcohol  and  an  alkaline  formate. 

OHO) 
Ethyl  Acetate  ^  K   f  0,  a  liquid  known  by  the  name  of  "  acetic 

ether,"  is  best  prepared  in  the  following  manner.  To  9  parts  of  con- 
centrated sulphuric  acid  3*6  parts  of  commercial  absolute  alcohol  are 
added  by  means  of  a  funnel  tube  which  reaches  the  bottom  of  the 
vessel,  at  the  same  time  keeping  the  liquid  well  stirred.  After  stand- 
ing for  twenty-four  hours  this  mixture  is  added  to  6  parts  of  sodium 
acetate,  which  has  previously  been  fused  and  broken  into  small  frag- 
ments, and  after  twelve  hours  the  mixture  is  distilled.  Thus  6  parts 
of  pure  acetic  ether  are  obtained,  from  which,  by  rectifying  over  calcium 
chloride,  traces  of  water  are  removed.  Ethyl  acetate  boils  at  74°,  and 
possesses  a  very  pleasant  and  refreshing  smell.  It  dissolves  in  about 
11  parts  of  water;  the  solution  soon  assumes  an  acid  reaction,  the 
ether  being  decomposed  into  alcohol  and  acetic  acid.  Acetic  ether  is 
also  slowly  formed  by  allowing  a  mixture  of  acetic  acid  and  alcohol 
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to  stand  for  some  time,  the  refreshing  smell  of  hock-vinegar  being 
due  to  an  admixture  of  this  ether. 

Sodium  has  a  very  peculiar  action  upon  the  acetates  of  methyl  and 
ethyl.  As  far  as  this  very  complicated  reaction  has  been  studied,  the 
first  stage  is  that  in  the  methyl  group  of  acetyl  one  atom  of  hydrogen 
after  the  other  is  substituted  by  sodium  ;  but  little  or  no  hydrogen  is 
set  free,  probably  because  it  acts  in  the  nascent  state  upon  some  of 
the  acetyl.  The  sodium  compounds  thus  formed  are  again  acted 
upon  by  the  excess  of  the  acetic  ethers,  the  product  of  the  reaction 
consisting  of  a  white  solid,  from  which  two  crystallinic  compounds 
have  been  isolated,  which  have  been  formed  according  to  the  follow- 
ing equations  : — 


(1)    CH, 

I 


CO.OCH. 


CHXa 


2 


CO.OCH. 


CH3 

I 
CO 

I 

CHNa 


+  NitO.CH, 


CO.OCH, 


(2)    CH 


3 


CO.OCjH^ 


CHNa 


2 


CO.OCjHj 


CH. 


CO 


CHNa 

I 
CO.OCjHg 


+  NaO.CH 


«-"^6 


On  adding  a  dilute  acid  to  the  first  of  these  bodies,  sodium  is  replaced 
by  hydrogen,  and  a  liquid  boiling  at  170°  is  obtained,  which  has  been 
called  methyl- diacetie  acid,  although  the  body  is  not  an  acid,  but  the 
methyl  ether  of  an  acid  which  is  not  known  in  the  free  state  and 
which  has  been  called  acetone-carbonic  acid. 

This  ether,  as  well  as  the  sodium  compound,  yield,  when  heated 
with  water,  carbon  dioxide,  methyl  alcohol,  and  acetone  (dimethyl- 
ketone) : — 


CH 


3 


CH 


CO 


3 


S 


CH 

I 
COOCH. 


+  H,0=      CO   +HO.CH, +  C0 


2 


CH, 


The  compound  obtained  from  ethyl  acetate  yields  under  the  same 
circumstances  ethylacetone-carbonate  (ethyl-diacetic  acid),  which  boils 
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at  187^  and  with  water  yields  ethyl  alcohol,  acetone,  and  carbon 
dioxide. 

If  the  solid  product  obtained  by  the  action  of  sodium  upon  acetic 
ether  is  acted  upon  by  ethyl  iodide,  different  compounds  are  formed, 
which  can  be  separated  by  fractional  distillation ;  amongst  them  there 
are  ethers  of  the  fatty  acids,  such  as  ethyl-acetic  add  or  butyric  acidy 
which  is  produced  by  the  substitution  of  ethyl  for  one  atom  of 
hydrogen  in  the  methyl  group  of  acetic  acid,  the  radical  methyl  being 
thus  changed  into  propyl : — 

CHjjNa  CH2.C2H5 

1  +  G2H5I  =1  4  Nal 

CO.OC2H5  CO.OCgHg 

In  a  similar  way  diethyl-acetic  acid,  an  isomeride  of  caproic  acid, 
is  obtained : — 

CHNaj  CH(C2H^2 

+  2C2lf  J  =  I  +  2jSraI 


A 


O.OC2H5  CO.OC2H5 

Another  c^ass  of  compounds  are  formed  by  the  action  of  ethyl 
iodide  upon  the  sodacetone-carbpnic  ethers : — 

I  1 

CO  CO 

+  CjHjI  ^1  +  Nal 


i 


HNa  CH.CjH5 


CO.OCjHj  CO.OCjHg 

The  ethf/l  ethaceione-carbonate  thus  formed  is  readily  decomposed 

by  baryta-water,  the  products  being  alcohol,  barium,  carbonate,  and 

(  CH 
methyl-propyl  ketone  CO  i  p  i^  .' 

By  a.  similar  reaction  disodacetone-carhonic  ether  yields  ethyl 
diethacetone-carbonate,  which  is  attacked  by  baryta-water  in  a  similar 
way  as  the  preceding  compound  :-'- 

CH, 

I  CH, 

CO 

I  -|-Ba(OH)j=      CO  -f- CsH.OH -I- BaCO, 

C(C,H^,  I 

CH(C2H5)2 


CO.OCgHg 


Acetyl  Chloride  CoHgOCl. — The  best  method  to  prepare  this  com- 
pound is  to  mix  gradually  acetic  acid  and  phosphorus  trichloride,  and 
to  distil  the  mixture  from  a  water-bath : — 
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3C2H3O    I    Q     ^     p^J^    ^     3G2H3.OCI     +     PO3H5 

It  is  a  colourless  liquid,  boiling  at  55**,  and  possessing  a  very 
pungent  smell ;  it  fumes  in  the  air,  and  is  heavier  than  water,  by 
which  it  is  rapidly  decomposed  into  acetic  acid  and  hydrochloric  acid. 

Acetyl  Bromide  CgHjOBr,  obtained  by  the  action  of  phosphorus 
tribromide  upon  acetic  acid,  has  similar  properties ;  it  boils  at  81°. 

If  sodium  amalgam  is  brought  into  contact  with  a  mixture  of 
acetyl  chloride  and  acetic  acid,  the  nascent  hydrogen  converts  the 
chloride  first  into  aldehyde,  which  combines  with  hydrogen  to  form 
alcohol ;  the  latter  is  again  acted  upon  by  acetyl  chloride,  the  pro- 
ducts of  the  reaction  thus  being  sodium  chloride,  sodium  acetate,  acetic 
ether,  and  water. 

On  heating  acetyl  chloride  with  silver  cyanide,  acetyl  cyanide 
CH3.CO.CN  is  obtained,  a  liquid  boiling  at  9V,  and  which  by 
water  is  decomposed  into  acetic  acid  and  hydrocyanic  acid. 

C  H  O  ) 
Acetyl  Oxide  or  Acetic  Anhydride  q^jj^q  f  0  is  formed  by  the  action 

Zt     s     y 

of  acetyl  chloride  upon  any  anhydrous  acetate.  To  prepare  it, 
phosphorus  oxychloride  is  added  drop  by  drop  to  an  excess  of  fused 
sodium  acetate ;  a  violent  reaction  ensues,  by  which  sufficient  heat 
is  evolved  to  volatilize  the  anhydride,  which  is  formed  by  the  two 
successive  reactions : — 

(1)     POCI3  +  S^^HgO  I  0  =  3^2^8^  I  +  PO^Na^ 

/0\         C2H3O   \  C2H3O  ]    Q   _    C2H3O  1    Q      ,      XT     ni 

^"^^  CI  j    +        Na  j  ^^  -  C2H3O  I  ^  +  ^a^A 

It  is  a  colourless  liquid,  boiling  at  138^  and  possessing  a  pun- 
gent smell.  It  is  heavier  than  water,  by  which  it  is  decomposed — 
slowly  in  the  cold,  more  quickly  on  heating — into  two  molecules  of 
acetic  acid : — 

Acetic  anhydride  combines  with  potassium  acetate,  forming  a 
crystalline  compound  C^H^Og  -f  2C2H3OJ1K.  By  the  action  of  hydro- 
chloric acid  it  yields  acetic  acid  and  acetyl  chloride  : — 

By  treating  it  with  iodine  and  phosphorus  acetyl,  iodide  C^Rfil  is 
obtained,  a  liquid  having  a  brown  colour,  and  boiling  at  108°.  I»y 
water  it  is  decomposed  into  acetic  acid  and  hydriodic  acid. 
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If  silicon  tetrachloride  is  digested  with  a  mixture  of  acetic  acid 
and  acetic  anhydride,  acetyl  silicon  oxide  or  silico-acetic  anhydride 
Si(C2H302)^  is  formed  :-- 

4C2H3O  I  Q  ^  g.^,^  ^  (y^UsO^^Si  +  4HC1 

It  forms  beautifully  white  crystals,  which  if  thrown  into  water 
decompose  with  a  hissing  noise,  acetic  acid  and  silicic  acid  being 
formed. 

If  acetic  anhydride  is  heated  with  ethyl  silicate  a  reaction  sets  in 
by  which  ethyl  acetate  and  triethyl-acetyl  silicate  are  formed : — 

(  OC2H5 

SirOCA),  -H  gAg  }  0  =  Si]  g§H»  +  W  1 0 

(  OC.HjO 

Ethyl-acetyl  silicate  is  a  liquid,  which  has  a  faint  smell  of  acetic 
acid,  and  boils  at  about  190°. 

C  H  O  ) 
Acetyl  Peroxide  n^jiQ  \  ^r — "^^  obtain  this  compoimd,  pure  barium 

peroxide  is  added  to  a  solution  of  acetic  anhydride  in  ether ;  the  liquid 
is  separated  from  the  barium  acetate  by  filtration,  and  evaporated  at 
a  low  temperature.  The  peroxide  is  left  behind  as  a  thick  liquid, 
which  on.  heating  explodes  with  great  violence.  It  has  a  burning  taste, 
and  is  as  powerful  an  oxidizing  agent  as  hydrogen  peroxide;  it 
decolorizes  indigo  solution,  set»  iodine  free  from  potassium  iodide,  and 
converts  potassium  ferrocyanide  into  ferricyanide.  This  substance  is 
formed  according  to  the  equation : — 

9C2H3O  \q     ,     ^^Q     _   C2H3O2  )    T>         ,     CjHgO   )    ^ 

CHOI 
Thiacetic  Acid    ^    H  f  ^  ^^  obtained  by  distilling  acetic  acid  with 

phosphorus  pentasulphide  : — 


2^5 


Freshly  prepared  it  is  a  colourless  liquid,  but  after  some  time  it 
becomes  yellow  ;  it  boils  at  93^  and  smells  like  hydrogen  sulphide  and 
acetic  acid.  It  is  soluble  in  water,  and  forms  crystalline  salts,  the 
most  characteristic  of  which  is  lead  thiacetate,  which  crystallizes  from 
water  in  white  needles  which  cannot  be  kept,  as  they  soon  decompose, 
leaving  lead  sulphide  behind. 

When  phosphorus  pentasulphide  acts  upon  acetic  anhydride,  acetyl 

CHOI 

sulphide  or  thiacetic  aiihydride  c*h*0  I  ^  ^^  formed,  a  colourless  liquid 

2      8       o' 


THE  CARBON  COMPOUNDS,  143 
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boiling  at  121°,  which  with  water  yields  acetic  acid  and  thiacetic 
acid : — 


CAO 


Acetamide         H  VN  is  slowly  formed  when  acetic  ether  is  acted 

H 

upon  by  ammonia  in  the  cold,  quickly  if  they  are  heated  together 
in  sealed  tubes  to  120°.  It  forms  white  crystals,  melting  at  78**, 
boiling  at  222°,  and  smelling  like  mice.  It  combines  with  acids, 
but  its  salts  are  not  very  stable  ;  the  nitrate  N(C2HgO)H3.N08  is 
obtained  in  form  of  crystalline  plates  by  evaporating  a  solution  of 
acetamide  in  nitric  acid.  Freshly  precipitated  silver  oxide  dissolves 
in  a  hot  aqueous  solution  of  acetamide,  and  on  cooling  colourless 

crystals  of  silver  acetamide         H  J^N  separate.  Mercuric  oxide  forms 


Ag 


0)2) 
Hgj 


a  similar  compound,  mercury  acetamide 

When  dry  hydrochloric  acid  gas  is  passed  over  fused  acetamide, 
C2H3O) 
diacetamide  CoHgO  >  N  distils,  and  the  residue  consists  of  ammonium 

HJ 
chloride  and  acetdiamine  hydrochloride  CgH-NgClH,  a  salt  crystallizing 
in  colourless  needles.     The  free  base  itself  has  not  been  isolated  ; 
by  adding  an  alkali  to  one  of  its  salts,  acetdiamine  takes  up  water, 
and  is  resolved  into  ammonia  and  acetic  acid. 

The  reactions  by  which  this  compound  is  formed  are  expressed  by 
the  following  equations  : — 

C2H3O  ^  C2H3O 

(1)     2        H  VN  +  HCl  =  NH.Cl  +  C^Hj 
H  J  H 

CH3  ^"3  CH3  CH3 


(2)      I  +1  =1  +   . 

CO.NH2      CO.NH2      CO.OH      C(NH)NH2 

If  acetic  ether  is  acted  upon  by  ethylamine  instead  of  ammonia, 

C2H3O  ) 
ethyl-acelamide     CgHg  vN  is  obtained,  a  thick  liquid  boiling  at  200°. 

By  acting  upon  acetamide  or  ammonium  acetate  with  phosphorus 
pentoxide,  water  and  acetonitrile  (methyl  cyanide)  are  formed : — 


i 


=  I       +H,0 
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In  a  similar  manner  it  is  acted  upon  by  phosphorus  pentasul- 
phide : — 

5^^»-^^ }  N  +  PA  =  5CH3.CN  +  5H2S  +  PA 

C,H30  ^ 
Diacetamide  CjHgO  VK— Besides  the  reaction   mentioned   above 

this  compound  is  also  formed  by  heating  acetonitrile  with  acetic 
acid : — 


NC.CH3  +  0 1  J^"-^^3  =  N  j  CO.CH 


It  forms  small  white  needles,  melting  at  74° ;  its  aqueous  solution 
has  an  acid  reaction. 


CjH,0 


Triacetamide  CoHgO  VN. — This  compound  is  formed,  but  slowly, 

CjHjO  j 
on  heating  acetouitrile  with  acetic  anhydride  to  200** : — 


NC.CHs  +  0  (  pn  r2'  =  ^1  CO.'ch! 

(CO.CH,  (CO.CH3 

It  has  great  resemblance  with  diacetamide,  forming  white  crystals 
melting  at  78°,  and  dissolving  in  water  to  a  neutnJ  liquid. 


SUBSTITUTION-PRODUCTS   OF  ACETIC   ACID. 

Monochloracetic  Acid        ^       w  4  ^* — "^^^^  ^^^^  ^  ^^^^  prepared  by 

passing  chlorine  into  boiling  acetic  acid  in  the  presence  of  iodine. 
It  is  also  formed  by  acting  with  chlorine  upon  acetic  anhydride  at 
100^— 


C 
C 


^,H30  )  Q      (.,   ^  C,H,C10  )  C2H3O  \ 


Monochloracetic  acid  crystallizes  in  rhombic  prisms,  melting  at  62** 
and  boiling  at  185** ;  its  vapour  has  a  suffocating  smell,  attacking  the 
eyes.  It  has  a  sharp,  sour  taste,  and  is  very  caustic,  destroying  the 
skin,  and  is  therefore  used  for  removing  corns  and  warts.  It  is  very 
readily  soluble  and  deliquescent  in  moist  air.  The  metallic  chlorace- 
tates  crystallize  well ;  on  boiling  their  aqueous  solution  they  are 
resolved   into   a  metallic   chloride   arid  glycollic  or  oxy-acetu  acid 
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*^         H  t  ^*  '  "^^^®^*  hydrogen  easily  reduces  monochloracetic 

acid  to  acetic  acid,  and  phosphorus  trichloride  converts  it  into  mono" 

CH  CI  CO  ^ 
chloracetyl  chloride        *      01  i  »  ^  compound  which  is  also  formed 

by  the  action  of  chlorine  upon  acetyl  chloride.  It  is  a  colourless 
liquid,  possessing  a  pungent  and  suffocating  smell,  and  boiling 
at  105^  Water  decomposes  it  into  chloracetic  acid  and  hydro- 
chloric acid.    With  ethyl  alcohol  it  yields  ethyl  manocJUoracetate 

CH  CI  CO  1 

2  p  TT   f  0,  a  liquid  boiling  at  143°*5,  and  possessing  a  pleasant 

smelL  It  is  also  formed  by  passing  hydrochloric  acid  gas  into  an 
alcoholic  solution  of  monochloracetic  acid.     By  acting  on  this  ether 

CH  CI  CO  ) 
with  ammonia,  monocJUoracetamide         *    *  tt   r  N  is  formed,  which 

is  soluble  in  water  and  crystallizes  in  shining  scales. 

IHchlaracetic  Acid  ^'  jr  r  0  is  obtained  by  the  further  action 

of  chlorine  on  monochloracetic  acid;  it  forms  colourless  crystals, 
and  boils  at  195°.     Potassium  dicMoracetate  K  I  ^  crystal- 

lizes from  alcohol  in  large  silky  plates. 

Trichloracetic  Acid  tt  f  ^' — ^^^  ^^  ^^^  ^  obtained  in 

different  ways.  It  is  formed  when  an  excess  of  chlorine  acts  on 
acetic  acid  in  the  sunlight,  but  the  most  convenient  method  to  obtain 
it  in  large  quantities  is  to  oxidize  chloral  hydrate  (see  below)  with 
fuming  nitric  acid.  It  is  also  produced  by  heating  perchlorethyl 
oxide,  which  at  300'*  is  resolved  into  hexacMorethane  Gfi\  and  tri- 

acetyl  chloride  n\  f  •     The  latter,  in  contact  with  water,  yields 

hydrochloric  acid  and  trichloracetic  acid. 

Trichloracetic  acid  crystallizes  in  colourless  rhombohedrons  and 
boils  at  195° ;  it  is  very  caustic,  producing  blisters  on  the  skin,  and 
it  is  very  readily  soluble  in  water.  The  trichloracetates  are  well  defined 
salts ;  lead  trichloracetate  Pb(C2Cl302)2+H20  is  readily  soluble  in  water 
and  forms  large  rhombic  prisms;  copper  trichloracetate  Cu(C2Cl302)j 
+  6HjO  can  be  easily  obtained  in  large  crystals  resembling  copper 
sulphate.  On  distilling  the  ammonium  salt  with  phosphorus  pent- 
oxide,  trichloracetonitrile  CgCljN  is  formed,  a  colourless  liquid  boiling 
at  81°,  which,  by  means  of  caustic  potash,  can  be  reconverted  into 
trichloracetic  acid.  On  heating  this  acid  with  alkalis  it  splits  up 
into  chloroform  and  carbon  dioxide : — 

CCI3 

I  =  CCljH  +  CO, 

CO.OH 
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Chloral  or  Trichloraceialdehyde  CgClgOH  is  obtained  by  passing  dry 
chlorine  into  absolute  alcohol  as  long  as  any  action  takes  place. 
The  final  product,  however,  is  not  chloral,  but  a  solid  compound  of 
chloral  and  alcohol  called  chloral  alcoholate,  which  is  decomposed  by 
concentrated  sulphuric  acid  into  alcohol  and  chloral : — 

CCls.CH  I  ^^  =  CCI3.COH  +  C,H,.OH 

The  reaction  by  which  chloral  alcoholate  is  produced  is  rather  com- 
plicated. First  aldehyde  is  formed,  which  combines  with  some  of  the 
alcohol,  forming  a^eeUd  CH3.CH(OC2H5)-,  a  compound  which  will  be 
described  under  ethidene  compounds.  By  the  action  of  chlorine  on 
acetal,  it  is  next  converted  into  trichloracetai,  which  by  the  hydro- 
chloric acid  produced  is  resolved  into  chloral  alcoholate  and  ethyl 
chloride : — 

CCl3.CH(0C,H5)j  +  HCl  =  CCI3.CH  I  g^^  +  CjH^a 

Chloral  is  also  formed  by  the  action  of  chlorine  upon  aldehyde ;  it 
is  a  colourless  liquid,  possessing  a  peculiar  irritating  smell,  and  boil- 
ing at  99°.  Like  common  aldehyde,  it  reduces  silver  from  an  ammo- 
niacal  solution  of  the  nitrate,  and  forms  crystalline  compounds  with 
ammonia  and  the  acid  sulphites  of  the  alkali-metals.  Hydrogen 
in  the  nascent  state  converts  it  into  aldehyde,  and  oxidizing  agents 
transform  it  into  trichloracetic  acid.  It  combines  with  water,  with 
the  evolution  of  heat,  forming  chloral  hydrate  CCl3.CH(OH)2,  white 
transparent  monoclinic  crystals  boiling  at  120'' ;  concentrated  sul- 
phuric acid  again  resolves  this  body  into  water  and  chloral.  Chloral 
also  combines  with  alcohols,  with  acetamide  and  other  amides,  and 
with  urea.  By  the  action  of  aqueous  alkalis  it  splits  up  into  chloro- 
form and  formic  acid : — 

CCls.COH  +  KOH  =  CCI3H  +  COH.OK 

Chloral  undergoes  polymerization  on  standing  for  some  time,  meta- 
chloral  being  formed,  a  white  porcelain-like  mass  ;  this  change  takes 
place  much  quicker  in  presence  of  a  little  sulphuric  acid.  On  heating 
metachloral  to  180""  it  is  again  transformed  into  chloral. 

Chloral  hydrate  is  used  as  a  very  valuable  medicine  ;  it  acts  as  a 
sedative  and  antispasmodic,  producing  anaesthesia  and  a  quiet  sleep. 
By  adding  a  little  water  to  a  mixture  of  chloral  hydrate  and  potas- 
sium cyanide,  and  heating  gently,  a  violent  reaction  ensues ;  torrents 
of  hydrocyanic  acid  escape  and  dichloraoetic  acid  is  formed : — 

CCl3.CH(0H)j  -h  KCN  =  CHCI3.CO.OH  +  HCN  -h  KCl 

Monohromacetic  Acid  *  H  f  ^  ^  obtained  by  heating  together 
bromine  and  acetic  acid  in  sealed  tubes  to  150°.     It  forms  colourless 
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deliquescent  crystals,  melting  below  100°,  and  boiling  at  208°.  Its 
salts  are  very  unstable,  and  decompose  readily  into  a  metallic  bromide 

and  glycollic  acid.    Mhyl  Tnonobromacetate       ^  n  vt    f  0»  ^  colourless 

liquid,  possessing  a  very  pungent  smell,  and  attacking  the  mucous 
membranes  and  the  eyes,  is  readily  formed  by  heating  the  acid  with 
ethyl  alcohol    By  heating  this  ether  with  potassium  iodide,  ethyl 

CH  I  CO  1  . 
momodacetaie  V  g  f  0  is  formed,  an  oily  liquid  with  a  very  irri- 
tating smelL  This  body  is  easily  decomposed  by  baryta-water ;  by 
treating  the  barium  salt  thus  obtained  with  sidphuric  acid,  mon- 
iodacetic  add  is  set  free,  which  crystallizes  in  colourless,  non-deli- 
quescent plates.  It  melts  at  82°,  undergoing  partial  decomposition  ; 
on  heating  it  stronger  it  is  entirely  destroyed,  carbonization  taking 
place.  When  this  acid  is  heated  with  concentrated  hydriodic  acid, 
iodine  is  set  free  and  acetic  acid  is  formed  : — 

C,H3lO,  -h  HI  =  C,H,0,  +  I3 

This  reaction  explains  why  it  is  not  possible  to  substitute  hydrogen 
directly  by  iodine  in  acetic  acid. 

Dibramacetic  Acid  ^  -g  f  0  is  a  colourless  liquid,  boiling  at 

225**,  which  is  obtained  by  heating  four  molecules  of  bromine  with 

one  molecule  of  acetic  acid.     It  can  be  easily  transformed  into  di- 

iodacetic  acid,  which  is  sparingly  soluble  in  water,  and  forms  white 

crystals. 

CBr  CO  1 
Tribromacetic  Add         '   H  f  ^   crystallizes  in  shining   tables, 

melting  at  130°  and  boiling  with  partial  decomposition  at  245°.     It  is 
obtainea  by  the  action  of  nitric  acid  upon  hromal  C^Brfi'H.,  a  liquid ' 
resembling  chloral,  boiling  at  172°,  and  produced  by  acting  with  dry 
bromine  i\pon  absolute  alcohol. 

Oyanacetic   Acid         ^C      ^  jt\  0. — To  prepare  this  acid,  ethyl 

xnonochloracetate  is  heated  with  an  aqueous  solution  of  potassium 
cyanide  for  some  time ;  the  liquid  is  then  neutralized  with  sulphuric 
acid  and  evaporated.  The  residue  is  acidulated  with  dilute  sulphuric 
acid  and  exhausted  with  ether.  On  evaporating  this  solution  the 
crude  acid  is  left  behind ;  to  purify  it  the  lead  salt  is  prepared  by 
treating  the  acid  with  water  and  lead  carbonate,  and  the  repeatedly 
recrystallized  salt  decomposed  with  hydrogen  sulphide.  Oyanacetic 
acid  forms  yellowish  crystals ;  its  salts  are  readily  soluble  in  water, 
with  the  exception  of  the  mercuric  and  the  silver  salt. 

Oyanacetic  acid  is  a  monobasic  acid  as  well  as  nitrile  ;  on  heating 
it  with  an  alkali,  bibasic  malonic  acid  is  formed : — 


CH,{ 


CO.OH  "•■  ^^«^  ~  ^^*  \  CO.OH  +  ^^ 
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SUBSTITUTION-PRODUCTS  OF  ACETONITRILE. 

The  compounds  to  be  described  here  have  never  been  produced 
from  acetonitrile ;  that  they  nevertheless  are  derivatives  of  this  com- 
pound is  shown  by  their  reactions.  The  starting-points  for  these 
bodies  are  the  so-called  fiUminates,  compounds  which  are  polymeric 
with  the  cyanates,  and  which  are  salts  of  the  unknown  fulminic  acid 
or  nitro-acetonitrUe  CN*.C(N02)H2. 

Silver  Fulminate  CN.C(N02)  Agj. — To  prepare  this  body,  one  part  of 
silver  is  dissolved  in  twenty  parts  of  nitric  acid  (specific  gravity  1"36) ; 
twenty-seven  parts  of  spirits  of  wine  (containing  86  per  cent.)  are 
added,  and  the  mixture  is  heated  until  gentle  ebullition  begins,  when 
again  the  same  quantity  of  spirits  of  wine  is  added.  On  cooling, 
fulminating  silver  crystallizes  out  in  white  needles,  sparingly  soluble 
in  cold,  but  more  readily  in  hot  water.  It  is  a  very  dangerous  body, 
on  account  of  its  highly  explosive  properties.  In  preparing  it,  or 
in  working  with  it,  great  precaution  has  to  be  observed,  as  it  easily 
decomposes,  even  in  the  moist  state,  with  a  most  fearful  detonation. 
The  formation  of  this  compound  is  explained  by  the  following 
equation : — 

Gfifi  +  2AgN"08  +  NgOj  =  C2(N02)NAg2  +  2HNO3  +  2H2O 

The  nitrogen  trioxide  necessary  for  this  reaction  is  furnished  by 
the  action  of  nitric  acid  upon  alcohol.  Fulminating  silver  is  conse- 
quently also  produced  if  nitrogen  trioxide  be  passed  into  an  alcoholic 
solution  of  silver  nitrate.  When  potassium  chloride  is  added  to  a 
boiling  solution  of  silver  fulminate  the  double  salt  C2(N02)NAgK 
crystafiizes  on  evaporating  the  filtrate;  it  forms  silvery  shining  scales, 
and  decomposes  on  the  application  of  heat  with  a  violent  explosion. 
Nitric  acid  produces  in  a  solution  of  this  salt  a  white  precipitate  of 
acid  silver  fulminate  C2(N02)NAgH. 

Mercuric  Fulminaie  CN.C(N02THg  is  prepared  on  the  large  scale 
by  dissolving  one  part  of  mercury  in  twelve  parts  of  pure  nitric  acid 
(specific  gravity  1*36),  and  adding  twelve  parts  of  spirits  of  wine,  when 
a  violent  reaction  sets  in,  which  is  kept  in  check  by  adding  gradually 
more  alcohol  First,  the  liquid  blackens  by  the  separation  of  metal- 
lic mercury,  which,  however,  soon  disappears  again.  On  cooling,  the 
fulminating  mercury  separates  as  a  crystalline  powder.  It  is  nearly 
insoluble  in  cold  water;  from  a  boiling  solution  it  is  obtained  in 
white  prismatic  crystals.  When  kindled  in  the  open  air  it  bums 
away  like  gunpowder,  but  by  percussion  it  is  decomposed  with  a 
violent  detonation ;  it  is  used  for  filling  percussion-caps.  On  heating 
it  with  water  and  zinc  or  copper,  zinc  fulminate  C2(N0o)NZn,  or 
copper  fulminate  C2(N02)NCu  are  obtained,  both  crystalline  and 
soluble  salts. 
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Hydrogen  sulphide  decomposes  the  fulminates  with  the  forma- 
tion of  a  metaUic  sulphide,  carbon  dioxide,  and  ammonium  sulpho- 
cyanate : — 

CKC(]Sr02)Hg  4-  2H2S  =  HgS  4-  CO2  +  CKSNH, 

Chlorine  yields  with  fulminates  a  metallic  chloride,  cyanogen  chlo- 
ride, and  chloropicrin : — 

CN.C(N02)Hg  +  SClg  =  HgClg  +  CNCl  +  C(N02)Cl3 

Bromine  decomposes  a  part  of  the  mercury  salt  in  a  similar  way, 
but  there  is  also  dibromonitro-acetonitrile  CN.C(N02)Br2  formed,  large 
colourless  crystals,  possessing  a  most  irritating  smell,  like  chloropicrin. 

Iodine,  however,  simply  replaces  the  meicury,  di-iodonitro-acetonitrile 
CN'.C(N02)l2  being  formed,  crystallizing  from  ether  in  large  mono- 
clinic  prisms,  malting  with  slight  decomposition  at  86°. 

Fidminuric  Add  CgHgNgOg. — This  acid,  formerly  also  called  iso- 
cyanuric  add,  is  produced  when  mercuric  fulminate  is  boiled  with  a 
concentrated  solution  of  an  alkaline  chloride.  By  using  potassium 
chloride,  the  solution  yields  on  cooling  a  curdy  precipitate,  a  com- 
pound of  potassium  fulminate  wdth  mercuric  chloride,  which  is  de- 
composed by  hydrogen  sulphide.  The  filtrate  leaves  on  evaporation 
the  potassium  salt;  on  adding  sugar  of  lead  to  its  solution  a  white 
precipitate  of  lead  fulminurate  is  obtained,  which,  when  decomposed 
by  hydrogen  sulphide,  yields  the  free  acid.  Fulminuric  acid  is  a 
crystalline  solid,  very  soluble  in  water  and  possessing  a  strongly  acid 
taste.  It  is  monobasic ;  its  salts  are  mostly  soluble,  and  crystallize 
well ;  on  heating  they  decompose  with  a  slight  explosion.  The  con- 
stitution of  this  acid  is  not  quite  understood ;  its  formation  from  a 
fulminate  is  explained  by  the  following  equation: — 


2C2(N02)NH2  +  H2O  =  C8(N02)N2H30  +  NH,  +  CO 


2 


On  introducing  a  fulminate  gradually  in  small  quantities  into  a 
mixture  of  concentrated  sulphuric  acid  and  nitric  acid,  trinitro- 
acetonitrile  CN.C(N02)3,  a  crystalline  mass,  resembling  camphor,  is 
obtained,  which  is  decomposed  by  water  with  the  formation  of  am- 
monia, carbon  dioxide,  and  nitroform  (see  page  1 02).  The  formation 
of  trinitroacetonitrile  is  explained  by  tiie  following  equation : — 

C3(N02)N2H30  +  2NO2.OH  =  CKC(N02)3  +  CO2  +  NH3  +  Kfi 

By  acting  with  hydrogen  sulphide  on  this  compound,  the  ammo- 
nium salt  of  dinitroacetonitrUe  C1^,C(N0^JB.  is  formed : — 

CN.CCNOj),  +  4H2S  =  CKC(N02)2NH,  +  2H2O  +  4S 

By  adding  an  acid  to  the  ammonium  compound,  dinitroacetonitrile 
separates  out.  It  forms  large  colourless  crystals,  and  is  a  monobasic 
acid,  the  hydrogen  being  easily  replaced  by  metals.  The  silver  suit 
is  as  explosive  as  silver  iulminate, 
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PROPYL-GROUP. 

Primary  Propyl  Alcohol  C3H7.OH  occui's  in  small  quantities  in 
the  fusel-oil  of  beetroot  spirit,  com  spirit,  and  cognac.  To  isolate 
it  the  fusel-oil  is  subjected  to  fractional  distillation,  and  the  por- 
tion boiling  between  80**  and  105**  collected  separately.  This  is  a 
mixture  of  ethyl,  propyl,  and  isobutyl  alcohols,  which  cannot  be 
separated  by  fractional  distillation,  as  their  boiling-points  are  too 
close  together. 

Boiling-point. 

Ethyl  Alcohol 78*-4 

Propyl  Alcohol 97 

Isobutyl  Alcohol 108 

The  liquid  is  therefore  acted  upon  by  phosphorus  and  iodine  or 
bromine,  to  obtain  the  iodides  or  bromides,  the  boiling-points  of  which 
differ  much  more,  so  that  it  is  easy  to  obtain  pure  compounds  by  frac- 
tional distillations.    The  boiling-points  of  these  compounds  are : — 

Ethyl  Iodide    ...       72^     Ethyl  Bromide  ...       39° 
Propyl  Iodide  .     .     .     102       Propyl  Bromide     .     .       71 
Isobutyl  Iodide     .    .     121       Isobutyl  Bromide  .     .       92 

The  bromide  or  iodide  of  propyl  is  next  heated  in  sealed  tubes 
with  concentrated  acetic  acid  and  potassium  acetate,  and  the  propyl 
acetate  thus  formed  is  converted  into  the  alcohol  by  heating  it  with  a 
solution  of  potash.  On  distiUation,  aqueous  propyl  alcohol  is  ob- 
tained, which  may  be  rendered  anhydrous  by  a  similar  method  to  that 
by  which  absolute  alcohol  is  obtained. 

Propyl  alcohol  has  also  been  obtained  by  synthesis  from  ethyl 

alcohol.     It  is  a  light  colourless  liquid,  resembling  common  alcohol ; 

on  oxidation  it  yields  propionaldehyde  C^fi,  a  liquid  boiling  at  50°, 

and  propionic  acid. 

CHOI 
Propionic  Acid    *    \t  J-  0  is  best  prepared  by  boiling  propionitrile 

with  an  alcoholic  solution  of  caustic  potash  as  long  as  ammonia  is 
given  off.  The  solution  is  then  evaporated,  and  the  residue  distilled 
with  diluted  sulphuric  acid.  Propionic  acid  is  a  colourless  liquid 
boiling  at  140'',  and  having  an  acid  smell.  It  mixes  with  water  in 
all  proportions,  but  by  adding  calcium  chloride  to  the  aqueous  solu- 
tion, the  acid  separates  as  a  light  oily  layer.  From  this  property 
its  name  has  been  derived,  being  the  first  member  of  the  series 
showing  the  properties  of  a  fat  {irp&rov  ttJov).  Amongst  the  salts, 
lead  propionate  Pb(C3H502)a  is  most  characteristic ;  it  is  very  soluble 
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in  water,  and  does  not  ciystallize^  but  dries  up  into  an  amorphous 

gum-like  mass. 

CH  1 

Secondary  Propyl  Alcohol,  or  Dimethyl  Carbinol  p-rr'  >  CH .  OH,  also 

called  isopropyl  alcohol,  may  be  obtained  from  the  primary  alcohol  by 
heating  it  with  an  excess  of  concentrated  sulphuric  acid,  by  which  it 
is  decomposed  into  water  and  propene  CoH^.  This  gas  is  absorbed 
by  shaking  it  with  cold  sulphuric  acid,  and  isopropyl  sulphuric  add  is 
formed,  thus : — 

CH, 


CH  +  g}sO,=  CH3^CH|so^ 
CH, 


which  on  boiling  with  water  is  decomposed  into  sulphuric  acid  and 
the  secondary  idcohol.  To  obtain  it  in  larger  quantity,  it  is  best 
to  act  on  its  iodide  with  silver  salts,  and  to  decompose  the  ethers 
thus  formed  with  caustic  potash. 

Dimethyl  carbinol  is  a  colourless  liquid  with  a  vinous  smell,  boiling 
at  84**.  It  mixes  with  water  in  all  proportions,  and  forms  a  hydrate 
2CgHgO  +  HjO,  which  boils  without  decomposition  at  78**,  and  has 
thus  the  same  composition  and  boiling-point  as  ethyl  alcohol  On 
heating  it  with  the  hydracids  of  the  chlorine  elements,  the  secondary 
chloride,  bromide,  and  iodide  are  obtained. 

CH  ) 
Isopropyl  Iodide  pjr*  >  CHI  is  also  formed  by  the  direct  combina- 
tion of  propene  and  hydriodic  acid,  but  is  best  prepared  by  heating 
glycerin  CjHgOg,  a  triad  alcohol,  with  an  excess  of  fuming  hydriodic 
acid : — 

CHgOH  CH. 

I  1 

CHOH  +  5HI      =      CHI  +  SHgO  +  21, 


A 


HgOH  CHj 

It  is  a  heavy  colourless  liquid,  boiling  at  89^     When  it  is  heated 
with  water  and  silver  oxide,  isopropyl  alcohol  and  isopropyl  ether 

rr H  >  PH  i  ^ — ^  ^S^**  ^^^^®  liquid  with  an  ethereal  smell  and  boil- 
ing at  60** — are  formed. 

On  bringing  the  iodide  together  with  water  and  hydrochloric  acid, 
propane  CjHg  is  evolved,  a  gas  burning  with  a  luminous  flame. 
When  acted  upon  by  chlorine  in  diffused  daylight,  it  yields,  besides 
other  substitution-products,  primary  propyl  chloride.  This  trans- 
formation from  the  secondary  to  primary  propyl  compounds  takes 
place  according  to  the  following  equations : — 
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(1)  CH,  CH, 


CHI  +  H,      =      C 
CH, 


,     -      ^H,  +  HI 


CH3 

(2)  CH,  CH, 

I  I 

CH,  +  CL     =      CH,  +  HCl 

'  i, 

By  this  reaction,  and  those  before  described,  we  are  therefore  able 
to  transform  the  primary  propyl  compounds  into  secondary  ones,  and 
viu  versd. 

Cyanides  of  Isqpropyl — By  heating  isopropyl  iodide  with  an  alco- 

holic  solution  of  potassium  cyanide,  isobutyronitrile  qtt*  >  CH-CN  is 

ormed,  together  with  the  isomeric  isopropylcarbamine  J^  >  CH.NC, 

which  may  be  obtained  in  larger  quantities  by  treating  silver  cyanide 
with  isopropyl  iodide.  This  compound  boils  at  87^  and  has,  like  all 
carbamines,  a  most  penetrating  unpleasant  smell;  its  vapour  produces 
an  unbearable  bitter  taste  in  the  throat.  When  heated  with  aqueous 
hydrochloric  acid  for  a  few  hours  to  140**,  it  yields  formic  acid  and 

isapropylamine  pS*  f  CH.NHj,  a  mobile  liquid  having  an  ammo- 

niacal  and  sweetish  smell,  and  boiling  at  32^ 

CH  ) 

Acetone,  Dimethylketone  q^  >  CO. — On  adding  a  cold  diluted  solu- 
tion of  chromic  acid  to  isopropyl  alcohol,  it  is  oxidized  to  acetone, 
which  is  also  obtained  by  acting  on  zinc-methyl  with  acetyl 
chloride : — 

2C0  {  g^H,  +  2n  {  g^  =  ZnCl.  +  2C0  {  g| 

The  best  method,  however,  to  obtain  it  in  laige  quantities,  is  by 
the  distillation  of  calcium  acetate : — 

?°«  CH, 

CO  0>Ca  -     CO  +  CO,Ca 


Ah.  i 


It  is  also  formed  when  the  vapour  of  acetic  acid  is  passed  through 
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a  red-hot  tube,  and  further,  by  the  destructive  distillation  of  sugar, 
tartaric  acid,  wood,  &c.,  and  is  therefore  contained  in  crude  wood- 
spirit. 

Acetone  is  a  mobile  liquid,  boiling  at  56^,  and  having  a  pleasant 
smelL  It  is  miscible  with  water,  and  combines,  like  the  aldehydes, 
with  the  acid  sulphites  of  the  alkali-metals,  forming  crystalline  com- 
pounds, which  are  but  sparingly  soluble  in  water. 

By  the  action  of  acids  on  acetone  it  loses  the  elements  of  water, 
and  yields  products  of  condensation. 

Methyl'isohUenyl  Ketone  CgHj^O,  commonly  called  mesityl  oxide, 
is  obtained  by  gradually  adding  strong  sulphuric  acid  to  acetone,  or  if 
acetone  is  left  standing  over  quicklime  for  some  time,  and  afterwards 
distilled.  It  is  a  colourless  oil,  smelling  like  peppermint,  and  boiling 
at  130^     It  has  the  following  constitution : — 

CH3 

)>C=CH— CO— CHj 
CH3 

Besides  this  substance  another  compound,  called  acetophorone 
CgH,^0,  is  formed  by  the  above  reaction.  It  forms  yellowish  crystals, 
melting  at  28'',  and  boiling  at  196^  Its  constitution  is  probably  the 
following : — 

CH3-C=CH— C=CH— CO— CH3 

C113  ^Hg 

When  acetone  is  heated  with  concentrated  sulphuric  acid,  mesity- 
lene  C^H^j  is  obtained : — 

This  hydrocarbon  belongs  to  the  group  of  aromatic  compounds,  and 
is  trimethylbenzene : — 

CH, 


C 

^   \ 
HC        CH 

CH,— C        C— CH, 

\  / 
CH 
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BUTYL-GROUP* 


The  compoonds  of  the  tetracarbonHseries  are  derivatives  of  the 
following  two  paraffins : — 


CH3 

Ah.  ^^z""- 

Butane     |  Trimethyl-methane    CH 
CH,  I 


i 


Hs 


CH, 


From  butane,  compounds  of  primary  and  secondary  butyl  are  de- 
rived^ and  from  trimethyl-methane  primary  and  tertiary  compounds. 


DEWVATIVES  OF  BUTJLITB. 

Butane  or  Diethyl  C^H^^  is  a  colourless  and  very  inflammable  gas, 
burning  with  a  luminous  name.  By  strong  pressure  or  by  cold  it  is 
condensed  into  a  liquid,  boiling  at  +  1^  and  having  the  specific 
gravity  0*600.  It  is  found  in  the  most  volatile  portion  of  Pennsyl- 
vanian  rock-oil,  and  in  the  distillation-products  of  cannel  and  bog- 
head coaL  To  prepare  it,  ethyl  iodide  is  heated  in  sealed  tubes  with 
the  required  quantity  of  clean  zinc,  and  with  its  own  volume  of  dry 
ether,  for  some  hours  to  100",  until  all  the  metal  has  disappeared,  half 
of  the  iodide  being  converted  into  zino-ethyL  The  tubes  are  now 
opened  before  the  blow-pipe  to  allow  the  escape  of  any  ethane  which 
might  have  formed  by  die  presence  of  traces  of  moisture,  the  tubes 
are  sealed  again,  and  heated  during  some  hours  to  ISO"" — 140^ 
After  cooling  them  in  ice- water  the  points  are  opened,  and  the  butane 
driven  out  by  gently  heating,  and  collected  in  a  gasholder. 

When  butane  is  mixed  with  an  equal  volume  of  chlorine  and  ex- 
posed to  the  light,  substitution-products  are  formed,  amongst  which 
hUyl  chloride  C^H^Cl  is  found. 

Normal  Butyl  Alcohol  C^Hg.OH  is  easily  obtained  in  quantity  by 
dissolving  butyraldehyde  in  water,  and  gradually  adding  liquid 
sodium  amalgam  and  an  equivalent  quantity  of  dilute  sulphuric 
acid.  On  distilling  the  product,  butyl  alcohol  passes  over  with  the 
first  portion  of  the  distillate,  and  by  repeating  this  operation  a  con- 
centrated aqueous  solution  is  obtained,  from  which  on  adding  potas- 
sium carbonate,  the  alcohol  separates  out  as  a  light  layer.  To  remove 
the  water  still  adhering,  the  liquid  is  first  dried  over  fused  potassium 
carbonate,  and  then  over  caustic  baryta^  or  is  repeatedly  distilled  over 
smaU  quantities  of  sodium. 
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Nonnal  butyl  alcohol  is  a  limpid,  mobile  liquid,  having  a  vinous 
smell,  and  boiling  at  116**. 

BiUyl  Chloride  C^H^Cl  is  prepared  by  saturating  the  alcohol  with 
gaseous  hydrochloric  acid,  and  heating  this  solution  together  with 
some  concentrated  aqueous  acid  to  100  until  the  liquid  has  separated 
into  two  layers,  the  upper  one  of  which  consists  of  the  chloride.  It 
is  a  colourless  liquid  boiling  at  1T'&, 

Butyl  Iodide  C^H^I  is  best  prepared  by  acting  with  iodine  and 
phosphorus  on  the  crude  alcohol,  and  purifying  the  product  by 
fractional  distillation;  it  is  a  liquid  boiling  at  129°*6. 

Butylamine  C^Hg.NHg  is  prepared  by  heating  an  alcoholic  solution 
of  butyl  chloride  with  potassium  cyanate  in  seided  tubes  to  110*,  and 
boiling  the  solution  of  butyl  carbimide  thus  formed  with  caustic 
potash.  It  is  a  limpid  liquid,  boiling  at  75°-5,  and  having  great  re- 
semblance in  all  its  properties  to  ethylamine. 

The  essential  oil  of  the  scurvy-grass  (Cochlearia  officinalis)  contains 

butyl  svlphocarhimide    *p<?  r  N,  a  liquid  having  a  very  pungent  taste 

and  smeU,  and  boUing  at  160°. 

C  H  O  ) 
Butyric  Acid    *    V  f  ^  occurs,  together  with  other  fatty  acids,  in 

batter,  and  is  also  found  in  the  fruit  of  Gingko  hiloba,  in  human 
perspiration,  in  the  flesh-juice,  and  the  juice  of  different  beetles.  It 
is  best  prepared  from  sugar,  which,  if  old  cheese  be  added  to  its 
aqueous  solution,  imdergoes  fermentation  by  which  it  is  first  trans- 
formed into  lactic  acid,  and  afterwards  into  butyric  acid.  This  fer- 
mentation only  takes  place  if  the  solution  remains  neutral;  chalk 
is  therefore  added  to  neutralize  all  the  acid  formed.  The  following 
proportions  answer  well : — 3  kilograms  of  cane-sugar  and  15  grams 
of  tartaric  acid  are  dissolved  in  13  kilograms  of  boiling  water;  a 
few  days  afterwards  120  grams  of  old  rotten  cheese,  which  has  been 
stirred  up  in  4  kilograms  of  sour  milk,  and  1^  kilogram  of  chalk 
are  added.  The  mixture  must  be  kept  at  a  temperature  of  30* — 35* 
for  some  weeks.  After  about  twenty  days  the  liquid  assumes  a 
pasty  consistence,  calcium  lactate  crystallizing  out,  which  soon  dis- 
appears again,  being  converted  into  calcium  butyrate  with  the  simul- 
taneous evolution  of  carbon  dioxide  and  hydrogen : — 

"When  the  fermentation  is  finished,  a  solution  of  4  kilograms  of 
crystallized  sodium  carbonate  is  added,  the  liquid  is  filtered,  concen- 
trated by  evaporation,  and  decomposed  by  sulphuric  acid.  Butyric 
acid  separates  as  an  oily  layer,  which  is  dried  over  calcium  chloride 
and  rectified. 

It  is  a  colourless  liquid,  boiling  at  162*,  and  possessing  &  penetrat- 
ing sour  smell,  which  in  presence  of  ammonia  becomes  unpleasant, 
like  perspiration.  It  is  soluble  in  water,  but  separates  again  if  soluble 
salts  are  added  to  this  solution.    Amongst  the  salts  calcium  hutyrate 
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CHOI 

Q*^^Q^  f  Ca  +  HgO  is  most  characteristic,  as  it  is  more  soluble  in 

cold  than  in  hot  water,  and  thus  on  heating  its  cold  saturated  solu- 
tion it  separates  in  shining  crystalline  plates. 

On  heating  an  intimate  mixture  of  butyrate  and  formate  of  calcium 
a  distillate  is  obtained  containing  a  large  quantity  of  hutyrcddehyde 
C^H^qO,  a  liquid  boiling  at  about  75^ 

Ethyl  Butyrate    iTrT   ?-  0  is  obtained  by  distilling  sodium  butyrate 

with  alcohol  and  sulphuric  acid,  It  is  a  colourless  liquid,  boiling 
at  119^  and  having  a  pleasant  smell  of  fruit ;  it  is  used  in  the 
manufacture  of  artificial  rum,  &c.  The  same  compound  is  formed 
by  the  action  of  ethyl  iodide  upon  sodacetic  ether  (see  page  140). 

C  H  ) 

Secondary  Butyl  Alcoholf  or  Ethyl-methyl  Carhinol  A^r^  f  CH.OH. — 

The  iodide  of  this  alcohol  is  obtained  by  heating  erythrite  C^HjpO.,  a 
tetrad  alcohol,  with  concentrated  hydriodic  acid,  just  as  triad  gly- 
cerine yields  under  the  same  circumstances  dimethyl  carbinol : — 

C4H10O4  +  7IH  =  C,H,I  +  4H2O  +  3I2 

The  same  iodide  is  formed  when  ethylated  monochlorethyl  oxide 
(see  page  111)  is  heated  in  sealed  tubes  with  concentrated  hydriodic 
acid: — 

CHjCl  CH3 

C^gO.CH  +  4HI     =     CHI  +  CjHgl  +  CIH  +  H,0  +  I^ 

CgHg  CgHg 

Secondary  butyl  iodide  boils  at  119*.  On  heating  it  with  concen- 
trated acetic  acid  and  silver  acetate  a  portion  of  it  decomposes  into 
hydriodic  acid  and  butene,  and  another  yields  secondary  butyl 
acetate : — 

(1)  C,H,I  +  ^^^^  }  0  =  C.Hg  +  Agl  +  ^  A_g  }  0 

(2)  CAI  +  ^**^l^}0  =  c^^dfd}0  +  ^I 

Secondary  butyl  acetate  has  a  pleasant  smell  of  fruit,  and  boils  at 
111°.  On  heating  it  with  caustic  potash  it  yields  ethyl-methyl 
carbinol,  a  liquid  boiling  at  99°,  having  a  vinous  smelL  When  it  is 
treated  with  a  solution  of  potassium  dichromate  in  cold  dilute  sulphuric 

CHI 

add,  it  is  oxidized  to  ethyUiniethyl  ketone  Aj:^  \  CO,  a  liquid  resem- 
bling common  acetone,  and  boiling  at  81°.  The  same  compound  is 
formed  by  the  action  of  acetyl  chloride  upon  zinc-ethyl : — 

2c§;  }  CO  +  g;5;  }  Zn  =  ZaCl,  +  i''^^^ }  CO 
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DERIVATIVES  OF  TRIMETHYL-METHANE. 

IsolnUyl  Alcohol  q-^  \  CH-CHg-OH  occurs  in  the  same  fusel-oil  in 

which  propyl  alcohol  is  found,  and  is  present  in  a  larger  quantity. 
To  obtain  it  pure,  that  portion  which  after  repeated  fractional  dis- 
tillation boils  between  105°  and  115°  is  by  means  of  phosphorus  and 
iodine  converted  into  the  iodide,  which  by  repeated  distillation  is 
freed  from  the  iodides  of  propyl  and  amyl. 

Isobutyl  iodide  boils  at  121°.  By  converting  it  into  the  acetate 
and  heating  this  ether  with  caustic  potash,  pure  isobutyl  alcohol 
is  obtained  as  a  colourless  liquid,  which  refracts  light  strongly  and 
smells  like  fusel-oil ;  it  boils  at  108°. 

CH   ) 
Isdbutyric  Acid  pTj^  >  CH.CO.OH  is  obtained  by  oxidizing  isobutyl 

alcohol,  and  exists  in  carob,  the  fruit  of  Ceratonia  siliqua ;  it  boils 
at  153°,  and  smells  like  common  butyric  acid,  but  less  unpleasant. 
From  the  latter  acid  it  not  only  differs  by  its  lower  boiling-point,  but 
also  by  the  properties  of  its  salts.  Calcium  isohdyraie  {Cfi^jO^GB. 
-t-  SH-O  crystallizes  in  prisms  which  are  much  more  soluble  in  hot 
than  in  cold  water. 

Isobutyric  acid  has  also  been  prepared  synthetically  in  two  ways. 
Its  nitrile  is  obtained  by  heating  potassium  cyanide  with  isopropyl 
iodide,  and  on  boiling  this  nitrile  with  caustic  potash  isobutyric 
acid  is  formed  : — 

gg8  \  CH.CN  +  2H2O  =  ^  I  CH.CO.OH  +  NH3 

Ethyl  isobutyrate  is  formed  by  acting  with  methyl  iodide  upon 
disodacetic  ether : — 

NajCRCCOCgHg  4-  2CH3I  =  (CH3)2CH.CO.C2H5  -h  2NaI 

Isdbutylamine  (CH3)2CH.CH2.NH2  has  been  obtained  by  distilling 
a  mixture  of  potassium  isobutylsulphate  and  potassium  cyanate,  and 
treating  the  product  with  caustic  potash.  It  is  a  liquid  boiling 
at  67°. 

CH3) 

Tertiary  B\Uyl  Alcohol,  or  Triviethyl  Carhinol  CH3  V   COH. — When 

CH3J 

one  molecule  of  zinc-methyl  is  added  gradually  to  two  molecules  of 
acetyl  chloride,  dimethyl  ketone  is  formed;  but  on  adding  two 
molecules  of  zinc  methyl  to  one  of  acetyl  chloride,  the  liquid  becomes 
converted  after  a  few  days  into  white  crystals,  which  are  formed  by 
the  addition  of  zinc-methyl  to  acetone,  in  a  similar  manner  to  that 
in  which  acetone  combines  with  one  molecule  of  hydrogen  : — 

CH^COCl  +  2CH.  }  Zu  =  (Cl^^C  }  0  +  CH3 1 2^ 
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The  same  crystalline  compound  is  obtained  by  the  action  of 
carbonyl  chloride  upon  zinc-methyl.  By  water  it  is  decomposed, 
marsh-gas  is  evolved,  and  trimethyl  carbinol  is  formed,  the  monad 
group  ZnCHg  being  replaced  by  hydrogen : — 

^ CH^In  }  °  +  2^8°  =  (^^8)30  1 0  +  CH,  +  Zn(OH), 

In  order  to  isolate  the  alcohol  the  liquid  is  distilled,  and  to  the 
distillate  potassium  carbonate  is  added,  by  which  the  alcohol  separates 
as  a  light  layer,  which  must  be  dried  over  calcium  chloride  and 
rectified.  If  quite  anhydrous  it  forms  colourless  crystals ;  it  melts  at 
25°,  and  boils  at  82°*5 ;  its  smell  reminds  one  at  the  same  time  of  alco- 
hol and  of  camphor.  By  passing  hydriodic  acid  gas  into  well-cooled 
trimethyl  carbinol,  tertiary  butyl  iodide  (CH8)2CH.CH2l  is  obtained,  a 
heavy  colourless  liquid  boiling  at  99°,  which  in  contact  with  moist 
silver  oxide  is  again  transformed  into  the  alcohol.  If  the  iodide  is 
acted  upon  by  silver  acetate  and  acetic  acid,  the  acetate  of  tertiary 
butyl  is  obtained,  a  colourless  liquid  which  smells  like  acetic  acid 
and  peppermint,  and  boils  at  96^ 

In  presence  of  zinc  and  water  the  iodide  is  converted  into  trimethyl- 
methane  CH(CH3)3,  and  isohutene  C^Hg : — 

CH3  CH3  CH3  CH3      CH3  CTL 

2     CI         +Zn=       CH      4-       C  +ZnL 


CH.  c; 


L3  JH3  CHg 

To  separate  the  two  gases  they  are  passed  through  bromine,  which 
combines  with  the  isobutene,  whilst  the  trimethyl-methane  passes 
through  unabsorbed.  Trimethyl-methane  is  condensed  by  a  freezing 
mixture  into  a  mobile  liquid,  boiling  at  —  IT.  When  this  hydro- 
carbon is  acted  upon  by  chlorine  it  is  converted  again  into  tertiary 
butyl  chloride,  which  is  also  formed  by  the  action  of  iodine  chloride 
upon  isobutyl  iodide. 

Isobutene  has  also  been  produced  by  heating  tertiary  butyl  iodide 
or  primary  isobutyl  iodide  with  an  alcoholic  solution  of  potash  : — 

CH3  CHg  -     CHs  CH3 

(1).  Yi    +i}o=  Y    ■^^'+i}^ 

CH3  '  CH, 

CH3  CH3  GMg  0113 

(2)        CH       +g|0=      C         +KH-5|0 

CH,I  CH, 
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With  bydriodic  acid  isobutene  readily  combines,  forming  again 
tertiary  butyl  iodide ;  it  can  also  be  easily  transformed  into  the 
tertiary  alcohol  by  dissolving  it  in  dilute  sulphuric  acid  and  dis- 
tilling. By  means  of  this  reaction,  large  quantities  of  the  tertiary 
alcohol  may  be  obtained  from  isobutyl  alcohol.  When  isobutene 
is  shaken  with  aqueous  hypochlorous  acid  the  gas  is  absorbed,  and 
isobutene  chiorhydrate  is  formed,  which  has  the  following  consti- 
tution : — 

CHo  CHq 

\>      ' 

CCl 

I 

CHjj.OH 

On  adding  sodium  amalgam  to  its  aqueous  solution  the  chlorine 
is  replaced  by  hydrogen,  and  isobutyl  alcohol  is  formed. 

Trimethylcarbinylamine  or  Tertiary  Batylamine  C(CH3)jNHj. — 
When  isobutyl  iodide  is  heated  with  dry  silver  cyanate,  a  dry,  solid 
compound  of  silver  iodide  and  butyl  carbimide  is  formed ;  this,  mixed 
with  finely  divided  caustic  potash  and  heated,  gives  off  vapours  of 
trimethylcarbiuylamine,  a  colourless  liquid,  boiling  at  45°. 


AMYL    OR    PENTYL-GROUP. 


Theory  points  out  the  existence  of  three  isomeric  hydrocarbons 


C^H,, :- 


Pentane. 

CHg 

I 
CH, 

CH, 


Dimetliyl-ethylmethaiie.  Tetramethyl-methane. 


CH.O  CH« 

CH 

I 
CH. 


CH 


s 


CH, 
CH,— C— CH, 
CH, 


(1)    DBKIVATrVES  OF  PENTANE. 

Peniane  C.Hjj  is  a  colourless  mobile  liquid  having  an  ethereal 
smell,  and  boiling  at  39°.  It  occurs  in  the  light  oils  obtained  by- the 
distillation  of  bedhead  and  cannel  coal,  and  in  American  petroleum. 
On  passing  chlorine  into  its  vapour  a  mixture  of  a  primary  and  a 
secondary  chloride  is  obtained,  from  which  by  a  reaction  already 
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described  primary  pentyl  alcohol  and  methyl-propyl  carbinol  can  be 

prepared. 

C  H    ) 

Primary  Pentyl  Alcohol     ^  ;^  f  0  l^as  also  been  obtained  from 

pentylic  acid  by  the  same  reaction  by  which  butyric  acid  is  trans- 
formed into  butyl  alcohol ;  it  is  a  liquid  boiling  at  137°,  and  smelling 
like  fusel-oil. 

Pentylic  Add    *^tt  \  0,  also  called  normal  valerianic  add,  has  been 

obtained  by  heating  butyl  iodide  with  potassium  cyanide,  and  boiling 
the  perUonitrUe  C4Hg.CN  thus  formed  with  an  alcoholic  solution  of 
caustic  potash.     It  is  a  colourless  liquid  which  boils  at  186*». 

Methyl-propyl  Carhinol  n  g^'  [  CH.OH  is  a  liquid  boiling  at  120**. 

The  iodide  of  this  secondary  alcohol  is  formed  by  combining  hydriodic 
acid  with  pentylene  or  isamylene  CgHj^,  a  hydrocarbon  which  will  be 
mentioned  under  dyad  radicals.  The  secondary  pentyl  iodide  boils  at 
146° ;  by  acting  on  it  with  silver  acetate,  the  acetic  ether  of  the 
alcohol  is  formed,  from  which  by  means  of  caustic  potash  the  alcohol 
itself  is  easily  obtained. 

On  oxidizing  it  with  a  dilute  solution  of  potassium  permanganate 

it  yields  methyl-propyl  ketone  n  tt^  f  CO,  which  has  also  been  prepared 

by  distilling  a  mixture  of  calcium  butyrate  and  sodium  acetate.  It 
is  a  liquid  having  a  fragrant  smell,  and  boiling  at  103° 


(2)    DERIVATIVES   OF  DIMETHYL-ETHYLMETHANE. 

The  compounds  which  belong  to  this  group  have  been  known  for  a 
long  time,  and  are  well  investigated.     The  starting-point  for  them  is 

the  primary  amyl  alcohol  CH-<  x  xi  Att»  which  occurs  in  most  fusel- 
oils,  and  forms  the  chief  portion  of  those  from  com  and  potato  spirit. 
Its  name  is  derived  from  this  circumstance,  amylum  being  the  Latin 
name  for  starch. 

It  can  easily  be  isolated  by  fractional  distillation,  and  is  a  colourless, 
somewhat  oily  liquid,  which  boils  at  132°,  and  possesses  a  penetrating 
unpleasant  smell.  At  —  20°  it  solidifies  into  a  crystalline  mass. 
Amyl  alcohol  turns  the  plane  of  the  polarized  light  to  the  left,  but 
the  rotating  power  of  different  samples  varies  very  much ;  the  cause 
of  this  is,  that  common  amyl  alcohol  is  a  mixture  of  an  optically 
active  and  an  inactive  alcohol,  in  which  generally  the  latter  pre- 
ponderates. 

These  two  modifications  can  be  separated  by  dissolving  the  alcohol 
in  concentrated  sulphuric  acid,  and  preparing  from  this  solution  the 
two  barium   amylsulphates,   which   are   separated   by   repeated   re- 
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crystallization,  that  derived  from  the  inactive  alcohol  being  much 
more  soluble  in  water  than  the  other.  To  reconvert  these  two  salts 
into  the  alcohols,  they  are  first  transformed  into  the  sodium  salts,  and 
then  distilled  with  dilute  sulphuric  acid. 

The  two  amyl  alcohols  dififer,  not  only  by  their  physical,  but  also  by 
their  chemical  properties.  Thus  whilst  the  inactive  alcohol  yields  on 
oxidation  only  valerianic  acid,  the  active  one  also  gives  some  acetic 
acid  and  carbon  dioxide. 

Amyl  Chloride  C^Hj^Cl,  a  colourless  liquid  boiling  at  102**,  has  been 
prepared  by  heating  aniyl  alcohol  with  hydrochloric  acid. 

Amyl  Bromide  CgH^^Br  is  best  prepared  by  acting  upon  amyl  alcohol 
with  phosphorus  and  bromine  ;  it  boils  at  121''.  Amyl  iodide  C^H^J. 
is  obtained  in  a  similar  way  by  using  iodine  instead  of  bromine ;  it  is 
a  heavy  liquid  which  boils  at  147°. 

If  amyl  iodide  is  brought  in  contact  vrith  hydrochloric  acid  and 
zinc,  or  if  it  is  heated  in  sealed  tubes  with  water  and  zinc  to  150°, 

dimjethyl-ethylm^thane  CH  \  L  tt^*,  commonly  called  amyl  hydride,  is 

V       2      6 

formed,  a  liquid  resembling  pentane,  and  boiling  at  30°. 

Amyl  Oxide  p^tt^^  {•  0  or  diamyl.  ether  is  prepared  either  by  heating 

amyl  alcohol  with  sulphuric  acid  or  by  acting  on  sodium  amylato  with 
amyl  iodide.  It  is  also  formed  by  heating  ten  parts  of  amyl  alcohol 
and  one  part  of  amyl  iodide  in  sealed  tubes  to  200°.  In  the  latter 
reaction  amyl  ether  and  hydriodic  acid  are  formed,  the  latter  acting 
on  the  excess  of  amyl  alcohol  to  form  amyl  iodide  again.  Thus  with 
a  small  quantity  of  the  iodide  a  large  quantity  of  the  alcohol  may 
be  converted  into  the  ether,  but  the  reaction  comes  to  an  end  after 
some  time,  the  hydriodic  acid  becoming  so  dilute  that  its  action 
ceases. 

CHI 

EthyUamyl  Ether ^  H  ^  i  ^- — -^^^  compound  can  be  prepared  by  a 

great  numl)er  of  reactions.  It  is  formed  by  heating  amyl  chloride  or 
iodide  with  sodium  ethylate,  or  an  alcoholic  solution  of  caustic  potash  ; 
or  by  acting  with  ethyl  iodide  upon  sodium  amy  late ;  or  ))y  either 
running  ethyl  alcohol  into  a  heated  mixture  of  concentrated  sulphuric 
acid  and  amyl  alcohol,  or  by  the  converse  process  of  adding  amyl 
alcohol  to  a  mixture  of  sulphuric  acid  and  ethyl  alcohol.  It  boils 
at  112°. 

Amyl  Nitrite  CgH^jNOg  is  prepared  by  passing  nitrogen  trioxide 
into  amyl  alcohol.  It  is  a  colourless  liquid  which  boils  at  99°,  and 
possesses  in  the  highest  degree  that  peculiar  choking  smell  which 
most  amyl  compounds  exhibit ;  its  vapour,  if  inhaled  even  in  small 
quantity,  produces  palpitation  of  the  heart,  and  determination  of  the 
blood  to  the  head. 

Amyl  Nitrate  CgHijNO.t. — To  prepare  this  ether,  to  a  mixture  of  one 
volume  of  common  strong  nitric  acid  and  three  volumes  of  con- 
centrated nitric  acid,  which  is  surrounded  by  a  mixture  of  ice  and 
C  VI 
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salt,  one  volume  of  amyl  alcohol  is  gradually  added,  the  liquid 
being  constantly  stirred  up.  The  amyl  nitrate  separates  as  a  light  oOy 
layer ;  it  boils  at  148^  and  smells  like  bugs.  The  inhaling  of  its 
vapour  produces  headache  and  choking. 

Amyl  Acetate  nhlXc^  is  prepared  by  distilling  sodium  acetate 

with  a  mixture  of  amyl  alcohol  and  sulphuric  acid.  It  is  a  colourless 
liquid,  wliich  boils  at  140°,  and  smells  like  jargonelle  pears.  It  is 
used  by  confectioners  and  perfumers  under  tlie  name  of  "  pear  oil." 

Amylaminc  CgH^.NHo  is  a  colourless  liquid,  which  boils  at  95**,  has 
an  ammoniacal  smell,  and  is  very  caustic.  It  is  soluble  in  water ;  the 
solution  has  a  strong  alkaline  reaction,  and  gives  vdth,  metallic  salts 
the  same  reactions  as  ethylamine. 

On  adding  it  to  a  solution  of  chloroform  and  caustic  potash  in 
alcohol,  amyl  carhamine  CgHu.NC  is  formed,  a  liquid  which  boils  at 
137®,  and  has  a  bitter  taste  and  an  intolemble  smell.  This  compound 
is  also  obtained  by  the  •  action  of  silver  cyanide  upon  amyl  chloride 
together  with  its  isomeride  isocapronUrile  C5Hjj.CN",  which,  however, 
is  best  prepared  by  distilling  a  mixture  of  potassium  amylsulphate 
with  potassium  cyanide.  Isocapronitrile  boils  at  146**,  and  has  an 
ethereal  penetrating  smell.  On  heating  it  with  caustic  potash  solu- 
tion it  yields  iiSocaproic  acid. 

Valeraldehyde  C^Hj^O. — To  prepare  this  compound  a  mixture  of 
one  part  of  amyl  alcohol  and  four  parts  of  concentrated  sulphuric 
acid  is  run  slowly  into  a  retort  containing  four  parts  of  water  and 
five  parts  of  potassium  dichromate.  By  the  violent  reaction  which 
ensues  sufficient  heat  is  evolved  to  volatilize  the  aldehyde.  To  obtain 
it  quite  pure,   it  is   shaken   with  a  concentrated  solution   of  acid 

sodium  sulphite,  to  obtain  the  compound  205!!^^,  -j  ^. .  -^g.     -+-  HgO, 

which  is  pressed  between  blotting  paper  and  recr}'stallized  from  hot 
water.  On  distilling  this  compound  with  a  dilute  solution  of  caustic 
soda,  we  obtain  pure  valeraldehyde,  a  liquid  possessing  a  suffocating 
odour,  and  boiling  at  92°-5. 

It  combines  with  nascent  hydrogen,  amyl  alcohol  again  being 
formed. 

CHOI 

Valerianic  Acid      ^    V  *  ^   occurs  in  the  roots  of  the  common 

valerian  (Valeriana  officinalis),  and  of  Angelica  Archangelica,  in  the 
bark  and  benies  of  the  wild  guelder  rose  ( Vihnmnm  opuhis),  and  in 
the  train-oil  of  Delphimcs  globiceps. 

From  valerian  root  it  may  be  obtained  by  distilling  the  root  with 
water ;  it  is,  however,  best  prepared  by  oxidizing  amyl  alcohol,  using 
the  same  proportions  as  in  the  preparation  of  it«  aldehyde,  but  con- 
necting the  vessel  with  a  reversed  condenser,  to  allow  the  aldehyde 
to  flow  back,  and  come  again  in  contact  with  the  oxidizing  mixture. 
When  the  reaction  has  ceased,  the  liquid  is  distilUnl,  and  the  distillate 
neutralized  with  sodium  carbonate,  when  some  anivl  valerat-e  which 
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has  fonned  at  the  same  time  remains  undissolved.  The  solution  of 
the  sodium  salt  is  evaporated,  and  the  residue  decomposed  by  dilute 
sulphuric  acid.  The  acid,  which  separates  out  as  a  light  oily  layer,  is 
dried  over  calcium  chloride  and  rectified.  Valerianic  acid  is  a  thin 
oily  liquid,  possessing  a  sour  smell  of  rotten  cheese,  and  boiling  at 
175**.  It  combines  with  water,  forming  a  hydrate  C^Hj^Og  +  HgO, 
which  boils  without  decomposition. 

Tliis  acid  has  also  been  prepared  by  synthesis,  and  is  formed  by 
heating  secondary  propyl  iodide  with  sodacetic  ether : — 

CHjNa      V^^»  y^^« 

.      +  CHI      =      Nal  +  CH— CH-— CO     )  ^ 
}0       I  I  C,Hj^ 


CO 


^2^6  J  OH3  CH3 


Ethyl  valerate  is  thus  obtained,  which  is  easily  decomposed  by 
alkalis. 

Another  synthesis  consists  in  distilling  sodium  isobutylsulphate 
with  potassium  cyanide,  by  which  reaction  valeronitrile  C^HgN  is 
formed,  which,  on  heating  with  caustic  potash,  yields  potassium 
valerate.  Most  of  the  salts  of  valerianic  acid  are  soluble  in  water  , 
in  the  dry  state  they  are  odourless,  but  in  the  moist  state  they  smell 
of  the  acid. 

Zinc  Valerate  (CgHgOJgZn  forms  scaly  crystals,  and  is  not  very 
readily  soluble  in  water,  but  dissolves  easily  in  alcohol :  it  is  used  in 
medicine. 

Stiver  Valerate  CgHgOgAg  is  a  wliite  precii)itate,  which  can  be  re- 
crystallized  from  boiling  water. 

C  H  01 
AmylValerate  A  ^     >0  is  obtained,  besides  valerianic  acid,  by  the. 

oxidation  of  amyl  alcohol.  It  is  a  liquid,  boiling  at  188°,  and  possess- 
ing an  odour  like  apples.  It  is  used  by  confectioners,  and  called 
"  apple  oil." 

The  amyl  alcohol  possessing  rotating  power  yields  on  oxidation, 
besides  some  carbon  dioxide  and  acetic  acid,  a  valerianic  acid,  which 
differs  from  that  just  described  in  different  ways.  It  is  optically 
active,  turning  the  plane  of  polarized  light  to  the  right,  whilst  the 
alcohol  turns  it  to  the  left.  The  same  acid  is  formed  by  the  putrefac- 
tion of  albuminous  substances,  and  is  therefore  found  in  old  cheese. 
It  boils  at  170°,  and  forms  salts  which  have  the  same  composition  and 
properties  as  those  of  the  inactive  acid,  with  the  exception  of  the 
barium  salt,  which  does  not  crystallize,  but  dries  up  to  an  amorphous 
mass,  whilst  that  of  the  inactive  acid  crystallizes  easily  in  large  plates. 

Secondary  Amyl  Alcohol  (^^8^2p^|  CH.0H,  or  MethyUisopropyl 

CarWno/.— When  amyl  alcohol  is  heated  with  zinc  chloride,  water 
and  amulevc  Crllm  are  formed.  This  hydrocarbon  combines  with 
fumiu"  hNdriodic  acid,  and  vields  secondary  amyl  loduk  :  — 
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CHg  CHj 


CH-CH=CH»  +  IH      =      CH— CI— CH. 

II 
CHg  CHg 

This  iodide  boils  at  130° ;  by  acting  on  it  with  silver  salts  a  portion 
splits  up  into  amylene  and  hydriodic  acid,  whilst  another  portion 
yields  compound  ethers. 

The  acetate,  which  boils  at  125^  possesses  an  ethereal  smell,  quite 
different  from  that  of  the  primary  acetate. 

When  the  iodide  is  acted  on  by  silver  oxide  and  water,  besides  a 
little  amylene,  the  secondary  alcohol  is  obtained,  boiling  at  108*"  and 
possessing  a  smell  quite  different  from  that  of  fusel-oil.  It  is  some- 
times called  amylene  hydrate,  from  the  fact  that  on  heating  it  to  200^ 
it  splits  up  into  water  and  amylene. 

By  the  action  of  silver  cyanide  upon  the  secondary  iodide,  the  cor- 
responding carbimide  is  formed,  which  when  distilled  with  an  alkali 
yields  isamylamine,  which  is  isomeric  with  amylamine : — 

Amylamine.  Isamylaminc. 

CHg  CHg  CHg  CHg 

CH  CH 

I  I 

CHg  CH.NH., 

I  I 

CH2.NH2  CHg 

Isamylamine  boils  at  78*5^  and  has  an  ammoniacal  smell ;  it  is 
soluble  in  water,  and  is  as  strong  a  base  as  amylamine. 

Ethyldivtethyl  Carbinol    n^^  \  COH.— This  tertiary  amyl  alcohol 

has  been  obtained  from  zinc-methyl  and  propionyl  chloride.  It  is  a 
thick  liquid,  boiling  at  100°,  and  yielding  on  oxidation  only  acetic 
acid. 


TETRAMETHYL-METHANE  C(CHg)^ 

is  formed  by  acting  with  zinc-methyl  upon  tertiary  butyl  iodide : — 

2C(CHg)gt  +  Zn(CHg),  ==  2C(CHg),  +  Znl^ 

It  has  also  been  prepared  by  the  action  of  zinc-methyl  upon  pro- 
pidene  dichloride  (CH3)2CCl2,  a  compound  which  is  obtained  by 
treating  acetone  (CH3)2CO  with  phosphorus  pentachloride.  It  boils 
at  9°'5,  and  solidifies  at  —  20°  to  a  white  mass. 

Tertiary  Valerianic  Add  C(CH,)gCO,H,  or  Trimethylacetic  Acid.  — 
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This  acid  has  been  obtained  by  treating  tertiary  butyl  iodide  with 
mercuric  cyanide,  and  decomposing  the  nitrile  thus  formed  with 
alcoholic  potash.  The  pure  acid  boils  at  161^  and  solidifies  on  cool- 
ing to  a  glassy  mass  mixed  with  crystals,  melting  at  35^  It  has  a 
pungent  acid  taste,  and  a  faint  sour  smelL  The  corresponding  alcohol 
is  not  known. 


HEXYL    GROUP. 

Four  paraffins  having  the  formula  CgH^^  are  known : — 

Hexane.  Dimethvl-  Tetramethyl-  Trimethyl- 

propylmethane.  ethaue.  ethylmethane. 


i 
i 


H,                <'H  CII  H,C— G— CH, 

I  I                             I 

H,           OH,  ^H                 in, 

in,           in,  CH3CH.             ijj^ 

CH.  CH 

H 


i 


2  5 
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(1)   DERIVATIVES  OF  HEXAKE. 


Hexane,  or  Hexyl  Hydride. — This  hydrocarbon  occurs  in  the  light 
oils  obtained  in  the  destructive  distillation  of  boghead  and  cannel  coal, 
and  in  large  quantities  in  Pennsylvania  petroleum.  Pure  hexane  is 
also  formed  by  acting  upon  propyl  iodide  with  sodium,  or  by  treating 
the  secondary  hexyl  iodide  with  zinc  and  hydrochloric  acid.  By 
passing  dry  chlorine  gas  into  the  vapour  of  boiling  hexane  a  mixture 
of  primary  and  secondary  propyl  chloride  is  formed,  from  which,  by 
heating  with  glacial  acetic  acid  and  potassium  acetate,  the  acetic 
ethers  are  obtained.  On  ti^eatiug  these  acetates  with  an  alcoholic 
solution  of  caustic  potash  the  alcohols  are  formed,  which  cannot  be 
completely  separated  by  fractional  distillation,  as  the  diflTerence  be- 
tween their  boiling-points  is  only  1 5**. 

C  H    ) 
rrimary  Hexyl  Alcolwl    ®  u  f  0. — The  essential  oil  of  Heracleum 

f/i/janteum  consists  chiefly  of  a  mixture  of  hexyl  butyrate  and  octyl 
acetate.  By  saponifying  these  ethers  with  caustic  potash  the  alcohols 
are  set  free,  and  can  easily  be  separated  by  distillation.  Hexyl  alco- 
hol boils  at  157*",  and  possesses  a  pleasant  aromatic  odour.  Hexyl 
iodide  C<,H„I  is  a  heavy,  colourless  liquid,  boiling  at  179°-5.     The 
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acetate  ./{t /?  5"  possesses  a  pleasant  smell  like  fruit;  it  boila  at 

•  C  H  O  ) 

Normal  Hcxylic  or  Caproic  Acid  «  ^Vt  f  ^  ^®  obtcdned  by  oxidiz- 
ing the  alcohol,  and  lias  also  been  obtained  from  its  nitrile  or  butyl 
cyanide.  It  is  an  oily  lic^uid,  possessing  a  pungent  and  sudorific. 
smell,  and  boiling  at  205°.  It  occurs  in  plants,  as  in  Sativum  hir- 
cinum  and  in  the  fruit  of  Gingko  biloba.  Cocoa-nut  oil,  as  well  as 
butter,  contain  caproic  acid  besides  caprylic  and  capric  acids.^  Caproic 
acid  has  also  been  found  in  human  perspiration  and  in  cnide  butyric 
acid  obtained  by  fermentation. 

To  obtain  the  three  acids  from  cocoa-nut  oil,  it  is  saponified  with 
caustic  soda  and  the  soap  distilled  with  dilute  sulphuric  acid ;  the 
volatile  acids  distil  over,  whilst  non-volatile  fatty  acids  remain 
behind. 

CH  ) 

Secondary  Hcxi/l  Alcohol,  or  MdhyUhutyl  CarUnol  n  xif  f  CH.OH. — 

The  iodide  of  this  alcohol  is  formed  by  heating  mannite  CgHg(OH)g 
with  an  excess  of  fuming  hydriodic  acid : — 

C.H^COH),  +  llHI  =  CeHi3l  +  6H,0  -f  51, 

In  preparing  it  amorphous  phosphorus  is  added  to  the  mixture,  by 
means  of  which  the  free  iodine  is  re-converted  into  hydriodic  acid. 
The  iodide  boils  at  1655°;  when  it  is  treated  with  silver  oxide  and 
water  it  yields  the  alcohol  besides  heocene  CgH^g  and  sccovdary  hexyl 
^thcir ' 

(1)  CeH,3H.    AgOH  =  CeH,,0 -h  Agl 

(2)  CeH,3l+    AgOH  =  C,H,2  +  Agl  ^  H,0 

(3)  2CeH,3l  -f  2AgOH  =  gegis  J  0  -h  2AgI  -h  H^O 

Methyl-butyl  carbinol  boils  at  137°,  and  yields  on  oxidation — 

MethyUhiiyl  Ketone  (f  ^^  |  CO,  a  mobile  liquid,  boiling  at  127°, 

which  by  further  oxidation  splits  up  into  acetic  acid  and  butyric 
acid :  the  same  products  are  obtained  by  oxidizing  the  alcohol  pre- 
pared from  hexane. 

(2)   DERIVATIVES   OF  DIMETHYL-PROPYLMETHANE. 

(CH, 

Dvnethyl'propylmethane    CH<  CH3  is  obtained  by  the  action  of 

sodium  upon  a  mixture  of  ethyl  iodide  and  isobutyl  iodide,  and  has 

^  Tho  names  of  those  three  acuU  are  derived  from  capra  the  goat,  as  they  were  first 
found  in  butter  from  goat's  milk,  and  also  because  they  possess  the  peculiar  smell  of 
the  goat. 
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therefore  been  called  ethyl-isobutyl.  It  boils  at  62°.  No  derivatives 
have  been  obtained  directly  from  this  hydrocarbon,  but  there  exists  a 
hexyl  alcohol  in  the  fusel-oil  from  the  marc  of  grapes,  which  most 
probably  has  a  similar  constitution  as  amyl  alcohol,  and  appears 
to  be  a  derivative  of  dimethyl-propylmethane.  This  isohexyl  dcohol 
boils  at  151°. 

By  acting  with  caustic  potash  on  isocapronitrile  (amyl  cyanide) 
isocaproic  acid  (CHgjgCgH^.COgH  is  formed,  which  for  a  long  time 
was  believed  to  be  identical  with  the  normal  caproic  acid ;  it  has 
similar  properties,  but  boils  at  199°. 

CH3) 

Dimethyl'jpropyl   Carbinol    CH3  >COH. — This   tertiary  alcohol  is 

C3H7J 
formed  by  the  action  of  zinc  methyl  upon  butyryl  chloride ;  it  is  a 
thick  colourless  liquid,  boiling  at  115°.     Another  tertiary  hexyl  alco- 

hoi,  methyl'dicthyl  carbinol  /p  xf  v    f  COH,  resembling  the  latter,  and 

boiling  at  120°,  has  been  prepared  from  zinc  ethyl  and  acetyl  chloride. 


(3)   DERIVATIVES   OF  TETRAMETHYL-ETHANE. 

Tetramethyl-ethane  or  Di-isopropyl  C2H2(CH3)^  is  formed  by  acting 
with  sodium  upon  secondary  propyl  iodide  in  presence  of  ether.  It 
boils  at  58° ;  its  derivatives  have  been  so  far  little  studied. 

Diniethyl'isoprojpyl  Carbinol  r^w  v  r?h  \  COH  is  prepared  by  acting 

with  zinc-methyl  on  isobutyryl  chloride.  It  is  a  liquid  boiling  at 
112°  and  solidifying  at  —  35°  to  slender  silky  needles.  Like  other 
tertiary  alcohols  it  smells  like  camphor;  chromic  acid  solution 
oxidizes  it  to  dimethyl  ketone. 

CH  ) 

Methylisoprapyl-acetic  Acid  rpxr  n  pt|  \  CH.COgH. — The  nitrile  of 

this  acid  has  been  produced  by  heating  secondary  amyl  iodide  with 
potassium  cyanide.  The  free  acid  does  not  smell  so  unpleasantly  as 
the  other  caproic  acids,  from  which  it  also  differs  by  the  solubility 
and  crystalline  form  of  its  salts. 

A  fourth  isomeric  caproic  acid,  diethylracetic  acid  (C2H5)2CH.CO.OH, 
is  formed  by  acting  with  ethyl  iodide  upon  disodacetic  ether ;  this  acid 
must  be  considered  as  a  derivative  of  the  same  unknown  hydrocarbon 
from  which  methyl-diethyl  carbinol  is  theoretically  derived. 

Trimethyl-ethylmethane  C  -j  [v  ir®^*    has  been  obtained  by  acting 

with  zinc-ethyl  on  tertiary  butyl  iodide  as  a  liquid  boiling  between 
43°  and  48°. 
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HEPTYL  GROUP. 

We  know  four  isomeric  hydrocarbons  of  the  formula  CjHk,,  viz. : — 

ii«.,*.„.        Dimethvl-butylmothane  Dimethyl-  n»  •  *u  i  _  »u 

H«Pt»n«-  or  fethyl-kmyl.  diethylmetLne.  Triethyl-methane. 

CH,  CH.CH,  CH,  CH, 

I  \/  I     '  I     ' 

CH3  CH  oHj  CH, 


CH,  9*^*  CH,— C— CH,        CH— CH,-CH. 


2  I      '  ■>^"3      y      ^'■•■3 


CHj  CHj  CHj  CHj 


A 


H,  CH,  cHs  CH3 

CH,  CH, 

I 
CH3 

Heptane  occurs  in  Pennsylvania  petroleum  and  in  the  coal  tars 

containing  other  paraffins.     Pure  heptane  is  also  obtained  by  distil- 

(  CO  H 
ling  azelaic acid  C^Hj^ -J  qq^H ^^^^  caustic  baryta;  it  boils  at  100°*5. 

Ethyl-amyl  is  formed  by  acting  on  a  mixture  of  the  bromides  or 
iodides  of  ethyl  and  amyl  with  sodium  ;  it  boils  at  91^  The  third  of 
these  paraffins  has  been  prepared  by  the  action  of  zinc-ethyl  upon 
propidene  dichloride  (€£[3)20012  (see  tetramethyl-methane) ;  it  boils 
at  86°.  Triethyl-methane  is  produced  by  the  action  of  zinc-ethyl  and 
sodium  on  ethyl  orthoformate  (see  page  118) ;  it  boils  at  96^ 

By  acting  on  these  paraffins  with  chlorine  different  heptyl  chlorides 
are  produced,  from  which  alcohols  and  other  derivatives  have  been 
obtained.  Thus  heptane  yields  a  primary  heptyl  alcohol  boiling  at 
about  175°,  and  a  secondary  boiling  at  160°. 

(Eiianthyl  Aldehyde  or  (Enanthol  C^K^fi  is  formed  by  oxidizing 
primary  heptyl  alcohol,  and  may  be  obtained  in  quantity  by  subject- 
ing castor-oil  to  destructive  distillation.  It  is  a  colourless  liquid, 
having  a  pungent  smell  and  boiling  at  154° ;  like  other  aldehydes  it 
forms  crystalline  compounds  with  the  acid  sulphites  of  the  alkali- 
metals. 

C  H   O  ) 

(Enanthylic  Acid  ^  ^lj  ?-  0,  or  heptylic  (uid,  is  prepared  by  oxi- 
dizing oenanthol  with  dilute  chromic  acid.  It  is  an  oily  liquid,  having 
a  faint,  sour  smell,  and  boiling  at  223°.  An  isomeric  acid  has  been 
obtained  by  treating  sodacetic  ether  with  amyl  iodide. 

CH    n 
Methyl'pentyl  Ketone  n  x|    f  CO  is  formed  by  the   oxidation   of 
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secondary  heptyl  alcohol;  it  boils  at  132*"  and  yields  on  further 
oxidation  acetic  acid  and  pentylic  acid. 

Isolicptyl  Alcohol  (CHj)2C5Hg.OH  has  been  obtained,  together  with 

raethyl-amyl  carbinol    ,^tt  ^  n  xi^  f  CH.OH,  from  ethyl-amyL     The 

primary  alcohol  boils  at  165'',  and  yields  on  oxidation  isolieptylic  acid 
\CR^fi^YL^.GO^,  an  oily  liquid  boiling  at  212^  The  secondary 
alcohol  boils  at  146°. 

OH  ) 

Methyl-amyl  Ketone  .pxr  \  n  xr^  f  CO  is  a  limpid  liquid  boiling  at 

144*^,  which  has  been  produced  by  the  action  of  zinc-methyl  on  iso- 
caproyl  chloride,  as  well  as  that  of  zinc-amyl  on  acetyl  chloride,  and 
is  also  formed  by  oxidizing  methyl-amyl  carbinol. 

Trietliyl  Carbinol  C(C2H5)30H. — This  tertiary  heptyl  alcohol  is 
produced  by  the  action  of  zinc-ethyl  on  propionyl  cldoride.  It  is  a 
colourless  liquid,  boiling  at  142°  and  smelling  like  camphor.  Chromic 
acid  solution  oxidizes  it  to  methyl'diethyUethen^  [^2^^^^  =  C.CHj, 
which  by  further  oxidation  is  resolved  into  acetic  acid  and  propionic 
acid. 


OCTYL  GROUP. 

C  H    1 

Normal  Octyl  Alcohol    ^  S  \  0. — The  essential  oil  of  the  seeds  of 

cow's  parsnip  (Heracleum  Spondylium)  contains  a  large  quantity  of 
octyl  acetate  and  some  octyl  caproate,  and  the  oil  of  the  common 
parsnip  consists  chiefly  of  octyl  butyrate.  The  acetate  is  a  mobile 
liquid,  smelling  like  oranges  and  boiling  at  207°.  On  heating  these 
ethers  with  an  alcoholic  solution  of  caustic  potash,  octyl  alcohol  is 
obtained,  a  colourless  liquid,  insoluble  in  water,  boiling  at  IGS"",  and 
possessing  a  strong  aromatic  smell.  On  saturating  it  with  hydro- 
chloric acid  gas  and  heating  the  mixture,  octyl  chloride  CgHiyCl  is 
formed,  a  liquid  boiling  at  180°,  and  possessing  a  faint  odour.  Octyl 
iodide  OgHi^I  boils  at  221°  ;  it  is  obtained  by  adding  iodine  gradually 
to  a  mixture  of  the  alcohol  with  amorphous  phosphorus,  and  distilling. 
By  acting  on  the  iodide  with  zinc  and  hydrochloric  acid,  octane  C^^ 
is  formed ;  it  is  also  obtained  by  the  action  of  sodium  upon  butyl 
iodide,  and  occurs  in  American  petroleum.     It  boils  at  124°. 

By  treating  the  alcohol  with  a  solution  of  potassium  dichromate 
in  dilute  sulphuric  acid,  octylic  acid  CgHi^Og  is  formed,  a  crystalline 
mass,  melting  at  17°  and  boiling  at  233°.  It  has  a  sharp  rancid 
taste  and  a  faint  smell,  which  on  heating  becomes  pungent  and 
sudorific.  An  acid  having  the  same  composition  and  great  resem- 
blance to  nonylic  acid  is  caprylic  acid,  which  occurs  in  butter  and 
other  fats  ;  it  melts  at  14",  and  boils  between  236°  and  240^     Ethyl 

ri  XT    r\  j 

octylate    ^p  ^^    >  0  is  formed  by  adding  sulphuric  acid  to  a  solution 
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of  ocfcylic  acid  in  ethyl  alcohol ;  it  boils  at  205°  and  smells  like  pine 
apples.     Hthj/l  caprylate  is  a  similar  liquid,  boiling  at  214°. 

Secondary  Octyl  Alcohol  or  Methyl-hexyl  Carbinol  p  tt     \  CH.OH, 

formerly  called  capryl  alcohol,  is  produced  by  distilling  castor-oil 
soap  with  caustic  soda.  Castor-oil  contains  ricinoleic  acid,  which  by 
alkalis  is  decomposed  into  the  alcohol  and  sebacic  acid  : — 

C18H84O8  +  2NaOH  =  CgH^gO  +  C^oH^.m^O,  +  H, 

The  distillate  contains  besides  the  secondary  alcohol  other  pro- 
ducts ;  it  is  repeatedly  rectified  over  caustic  soda  and  then  subjected 
to  fractional  distillation.  Methyl-hexyl  carbinol  is  a  colourless  oily 
liquid,  possessing  an  aromatic  smell,  and  boiling  at  181°.  By  a 
dilute  solution  of  chromic  acid  it  is  oxidized  to  methyl-hexyl  ketone 

CH     7 

C  H     i^^'  ^  li^l^id  boiling  at  171°.      This  ketone  is  sometimes 

formed  as  a  by-product  in  the  preparation  of  the  alcohol.  Secondary 
octyl  chloride  C^H^^Cl  smells  like  oranges  and  boils  at  173°.  The 
iodide  boils  at  212°,  and  yields  by  the  action  of  nascent  hydrogen 
normal  octane. 


NONYL  GROUP, 

This  group  has  been  so  far  very  little  studied.     Pelargonic  acid, 

CgHigOj  occurs  in  the  essential  oil  of  Pelargonium  roseum,  and  is 

also  formed  by  oxidizing  methyl-nonyl  ketone,  the  chief  constituent  of 

oil  of  rue.     This  acid  has  a  faint,  rancid  odour  ;  it  melts  at  18°  and 

boils  at  250°. 

CHOI 
Nonylic  Acid    *    ^Vr  \  0. — This  acid,  which  has  great  resemblance 

to  pelargonic  acid,  has  been  prepared  by  heating  octyl  iodide  with 
potassium  cyanide  and  decomposing  the  nitrile  thus  formed  with 
caustic  potash.     It  fuses  at  12°  and  boils  at  254°. 


DECATYL  GROUP. 

Diamyl,  or  Tetramethyl  Heocane  G^^q(PR^.  is.obtained  by  decom- 
posing amyl  iodide  with  sodium;  it  is  a  colourless  mobile  liquid, 
boiling  at  158°.  On  acting  on  it  with  chlorine  decatyl  chloride  is 
formed,  which,  when  heated  with  potassium  acetate  and  acetic  acid, 
yields  the  acetate,  a  liquid  possessing  a  pleasant  smell  like  oranges. 

C  H    ) 
On  decomposing  it  with  an  alkali,  decatyl  alcohol     ^^  \\\^  ^^  ^^" 

tained,  an  oily  liquid  boiling  at  about  210° — 215°,  and  smelling  like 
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the  flowers  of  Daphne  odorata.    It  is  most  probable  that  these  bodies 
are  mixtures  of  primary  and  secondary  decatyl  compounds. 

CHOI 
Capric  Acid    ^^    ^\j  |-  0  occurs  in  different  fats  and  in  fusel-oiL 

It  is  a  crystalline  solid,  fusing  at  30°,  boiling  at  270°,  and  possessing 
a  faint,  goat-like  smelL 

The  so-called  osnanthic  ether,  which  is  found  in  different  kinds  of 
wine,  and  which  is  the  cause  of  the  peculiar  odour  which  all  wines 
have  in  common,  contains  ethyl  caprate  besides  ethyl  capry late,  and 
probably  other  compound  etliers  in  varyiog  quantities. 


HENDECATYL   GROUP. 


Methyl-nonyl  Carbinol  r^  rl    \  CH.OH. — This  secondary  alcohol 

has  been  prepared  by  acting  with  sodium  on  an  alcoholic  solution 
of  methyl-nonyl  ketone.  It  is  a  thick,  colourless  liquid,  boiling  at 
229°.  By  acting  on  it  with  bromine  and  phosphorus  the  bromide 
CjjHjjBr  is  formed,  which  on  distillation  splits  up  into  hydrobromic 
acid  and  hendecatene  CnHoj,  a  liquid  boiling  at  200°. 

CH     1 

Methyl-nonyl  Ketone  p  t|    \  CO  forms  the  chief  constituent  of  oil 

of  rue,  Ruta  graveolens.  It  has  been  also  obtained  synthetically  by 
distilling  a  mixture  of  calcium  acetate  and  caprate.  It  is  a  colour- 
less liquid,  boiling  at  225°  and  possessing  an  aromatic  odour. 


CETYL  GROUP. 


C  H    ^ 
Cetyl  Alcohol    ^^  &  \  0. — Spermaceti  consists  principally  of  cetyl 

palmitate ;  on  heating  it  with  an  alcoholic  potash  solution  cetyl 
alcohol  is  obtained,  which  forms  small  white  crystals,  melting  at  50° 
and  volatiliziug  at  a  high  temperature  without  decomposition.  It  is 
insoluble  in  water,  but  readily  soluble  in  alcohol  and  ether.  By 
heating  it  with  iodine  and  phosphorus,  cetyl  iodide  is  formed,  a  white 
crystalline  mass,  melting  at  22°  and  decomposiDg  at  a  higher  tempe- 
rature.    By  acting  with  sodium  on  fused  cetyl  alcohol,  sodium  cetylate 

C  H    1 

^j*'  f  0  is  formed ;  the  latter,  when  heated  with  cetyl  iodide,  yields 

dicetyl  ether  n^^S^  [  0»  which  crystallizes  in  shining  plates  melting 
at  55°.     On  passing  ammonia  into  fused  cetyl  iodide,  tricetylamim 
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(^16^33)3^  is  formed,  crystallizing  in  white  needles.     Its  salts  are 
insoluble  in  water,  but  they  dissolve  in  alcohol. 

By  heating  cetyl  alcohol  with  dilute  sulphuric  acid  and  potassium 
dichromate,  palmitcddehyde  C.^HggO  is  formed,  a  white  crystalline 
solid,  melting  at  52°,  and  yielding  on  further  oxidation  palmitic  acid, 
which  is  also  formed  by  heating  cetyl  alcohol  with  soda  lime : — 

CiflHa^O  +  NaOH  =  CieHjiNaO^  +  2Yi.fi 

This  acid,  which  is  found  in  a  great  many  fats,  will  be  described  in 
the  next  chapter. 


SOLID   FATTY     ACIDS. 

Those  fatty  acids  containing  more  than  ten  atoms  of  carbon  are 
solid  bodies,  whicli  on  distillation  undergo  partial  decomposition. 
They  occur,  together  with  lower  members  of  the  series,  in  different 
vegetable  and  animal  fats,  as  compound  ethers  of  the  triad  radical 
propenyl  C3H5.  By  boiling  a  fat  or  oil  with  caustic  potash  or  soda, 
soaps  are  formed,  which  consist  of  the  potassium  salts  (soft  soap),  or 
sodium  salts  (hard  soap)  of  fatty  acids.  They  are  soluble  in  water, 
whilst  most  other  salts  of  the  solid  fatty  acids  are  insoluble  in 
water. 

As  all  fats  contain  a  mixture  of  several  fatty  acids,  and  as  such 
mixtures  are  often  formed  in  the  oxidation  of  complex  organic 
compounds  as  well  as  by  different  processes  of  fermentation,  and  by 
putrefaction,  it  is  of  importance  to  be  acquainted  with  the  method 
employed  to  separate  the  different  constituent's  from  such  a  mixture. 

Fatty  acids  which  volatilize  without  decomposition  are  separated 
hy  partial  neutralization.  By  adding  an  alkali  to  such  a  mixture, 
the  acid  containing  the  l^ast  number  of  carbon  atoms,  being  the 
stronger,  is  first  neutralized.  Thus  when  to  a  mixture  of  butyric  acid 
and  valerianic  acid  a  quantity  of  soda  is  added  whicli  is  insufficient 
to  neutralize  the  acids,  and  the  liquid  is  subjected  to  distillation,  either 
pure  valerianic  acid  passes  over,  or  the  residue  consists  of  pure 
sodium  butyrate,  according  to  the  proportions  of  the  two  acids 
present. 

In  the  former  case  all  the  butyric  acid,  together  with  some  of  the 
valerianic  acid,  is  found  in  the  residue.  By  adding  gradually  dilute 
sulphuric  acid,  all  the  valerianic  acid  is  set  free  before  any  of  the 
butyrate  is  decomposed. 

In  the  second  case  all  the  valerianic  acid  and  soihe  butyric  is  con- 
tained in  the  distillate  ;  from  which  by  partial  neutralization  and 
redistillation  pure  valerianic  can  be  obtained.  It  will  be  easily  under- 
stood that  by  repeating  these  operations,  two  or  even  more  volatile 
fatty  acids  can  be  completely  separated. 
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Solid  fatty  acids  maybe  separated  from  each  other  hy  fractional 
precipitation.  The  mixture  is  dissolved  in  spirits  of  wine,  and  an 
alcoholic  solution  of  lead  acetate  or  magnesium  acetate  is  added  in 
small  quantities,  by  which  the  acids  having  the  highest  molecular 
weight  are  first  precipitated.  To  the  filtrate  again  a  small  quantity 
of  the  lead  or  magnesium  salt  is  added,  and  this  operation  repeated 
until  all  the  acids  are  precipitated.  The  difiTerent  precipitates  are 
decomposed  with  hydrochloric  acid,  and  if  necessary  again  treated  in 
the  same  way  until  pure  acids  are  obtained.  The  purity  of  an  acid 
thus  separated  is  easily  recognized  by  subjecting  it  again  to  fractional 
precipitation  ;  when  pure,  the  first  precipitate  yields  an  acid  having 
the  same  composition  and  melting-point  as  that  obtained  from  the 
last  precipitate. 

Pure  acids  melt  and  solidify  at  the  same  temperature,  whilst  the 
melting-point  of  a  mixture  is  not  only  always  lower  than  that  of  the 
most  fusible  constituent,  but  the  temperature  at  which  it  again 
solidifies  is  always  lower  than  that  at  which  it  melts.  Thus  the 
melting-point  of  stearic  acid  is  69*2°,  and  that  of  palmitic  acid  62**, 
whilst  a  mixture  consisting  of  30  parts  of  stearic  acid  and  70  parts 
of  palmitic  acid  melts  at  55"'l,  and  solidifies  again  at  54°. 

Laurie  Acid  C^gHo^O  occurs  in  the  fat  contained  in  the  berries  of 
the  bay-tree  (Lauriis  nohilis),  in  pichurim  beans,  and  also  in  cocoa-nut 
oil.     It  forms  white  needles  melting  at  43°'6. 

Myristic  Acid  Cj^HggOo  is  found  in  nutmeg  butter,  in  spermaceti, 
and  other  fats.     It  crystallizes  in  white  needles  melting  at  63°*8. 

Palmitic  Acid  CigHggOg  is  one  of  the  chief  constituents  of  the 
different  kinds  of  tallow,  of  spermaceti,  palm  oil,  olive  oil,  and  a 
great  number  of  other  fats.  It  is  best  obtained  from  palm-oil  soap,  a 
mixture  of  sodium  palmitate  and  stearate,  by  dissolving  it  in  alcohol 
and  separating  the  acids  by  fractional  precipitation. 

Palmitic  acid  crystallizes  in  shining  scales  and  melts  at  62°. 
Margaric  Acid  C^yHg^Og. — This  name  was  originally  given  to  an 
acid  supposed  to  exist  in  seveml  fats,  but  it  has  since  been  shown 
that  the  so-called  margaric  acid  is  only  a  mixture  of  palmitic  and 
stearic  acids.  Margaric  acid  does  not  appear  to  exist  in  natural 
fats,  but  has  been  produced  artificially  by  heating  cetyl  iodide 
with  potassium  cyanide,  and  decomposing  the  margaronitrile  thus 
formed  with  alcoholic  potash.  It  has  great  resemblance  to  palmitic 
acid. 

Stearic  Acid  C^gllggOg  occurs,  together  with  palmitic  acid  and  other 
acids,  in  suet,  tallow,  cocoa-nut  oil,  cocoa  butter,  in  human  fat,  in 
the  fat  ot  the  goose,  &c.  &c.  It  is  easily  obtained  from  tallow-soap 
by  dissolving  it  in  six  parts  of  hot  water,  and  adding  to  the  solution 
40 — 50  parts  of  cold  water.  A  mixture  of  acid  sodium  stearate  and 
palmitate  separates  in  shining  scales.  On  ciyslallizing  this  mixture 
from  hot  alcohol  the  stearate  separates  first,  and  may  be  purified  by 
recrj'stallization.  On  decomposing  this  salt  l^y  hydrochloric  acid, 
and  recrystallizing  the  acid  from  hot  alcohol  it  is  obtained  in  nacreous 
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needles  or  laminae,  melting  at  69°'2,  and  solidifying  to  a  crystalline 
scaly  mass. 

The  stearin-candles  consist  of  a  mixture  of  stearic  and  palmitic 
acids. 

Arachidic  Acid  Cj^H^Og  occurs  in  the  fat  of  the  earth-nut  (Arachis 
hypogcea),  and  behenic  actd  C2oH.^fi^  in  the  oil  from  the  fruits  of 
Moringa  nux  Behen.  Hycenic  acid  CggH^^Og  was  found  in  the  fat 
from  the  glands  of  a  diseased  striated  hyaena. 


CHINESE    WAX    AND     BEES*-WAX. 

Chinese  wax,  the  product  of  an  insect  {Coccvs  cer^fertis),  is   a 

white  crystalline  substance  resembling  spermaceti,  and  consisting 

CHI 
almost  entirely  of  ceryl  cerotate  p   fJ  f?  f  0-     ^7  saponifying  it 

with  solid  caustic  potash,  dissolving  the  soap  in  hot  water,  and 
adding  barium  chloride,  a  mixture  of  ceryl  alcohol  and  barium 
cerotate  is  precipitated,  which  may  be  separated  by  exhausting 
the  dry  precipitate  with  hot  alcohol,  in  which  the  barium  salt  is 

CHI 

insoluble.     Ceryl  alcohol     ^  ^  J-  0  is  a  white  crystalline  substance, 

melting  at  79^  and  distilling  at  a  high  temperature  with  partial 
decomposition  into  water  and  cerotene  G^K^.  When  ceryl  alcohol 
is  heated  with  caustic  potash,  it  is  oxidized  to  cerotic  acid  : — 


I  0  -h  KOH  =  ^27^^^  lo  +  H. 


H 


Cerotic  Acid  CgyH^^O  is  also  found  in  the  free  state  in  bees -wax, 
and  may  be  extracted  from  it  with  boiling  alcohol.  It  forms  crystal- 
line grains  melting  at  78°. 

The  portion  of  bees*-wax  insoluble  in  alcohol  consists  of  myricyl 

C  H    ) 

palmitate  ^  ^  n  f  ^'  ^^  heating  it  with  alcoholic  potash,  and  dis- 
solving the  residue  left  on  the  evaporation  of  the  alcohol  in  hot  water, 
and  adding  dilute  hydrochloric  acid,  a  mixture  of  myricyl  alcohol 
and  palmitic  acid  is  precipitated.     To  separate  them  they  are  dis- 

C   H    ) 
solved  in  hot  alcohol ;  on  cooling  myricyl  alcohol    *^  ;ff  [■  0  separates 

in  silky  crystals,  melting  at  80®.  By  heating  this  alcohol  with  soda- 
lime  it  is  oxidized  to  melissic  acid  Cg^H^O,  a  body  bearing  great 
resemblance  to  cerotic  acid,  but  melting  at  80"^.  Melissic  acid  has 
not  been  found  in  nature. 
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COMPOUNDS  or  DYAD  EADICALS. 


DYAD    ALCOHOL-RADICALS. 

By  depriving  the  paraflBns  of  two  atoms  of  hydrogen  a  series  of 
hydrocarbons  is  obtained  having  the  general  formula  C„H2„,  to  which 
the  name  the  Olcfines  has  been  given  (from  olefiant  gas,  an  old  name 
of  ethene,  the  first  hydrocarbon  of  the  series).  The  names  of  the 
olefines  are  derived  from  those  of  the  paraffins  by  changing  the  final 
Hine  into  -ene : — 

Ethane     .     .     CgH^  Ethene     .   ..     CgH^ 

Propane  .     .     CjHg  Propene  .     .     CgH^ 

A  general  method  of  obtaining  olefines  consists  in  the  abstraction 
of  the  elements  of  water  from  the  monad  alcohols.  This  may  be 
effected  by  means  of  sulphuric  acid,  zinc  chloride,  and  other  dehydrat- 
ing agents  : — 

CgHgO   —  HjO  =  C2H^ 

Olefines  are  also  produced  by  heating  the  haloid  compounds  of 
monad  alcohol  radicals  with  a  solution  of  caustic  potash  in  spirits 
of  wine : — 

CeHijCl  +  KOH  =  C^Hisj  +  H^O  +  KCl 

Of  other  reactions  by  which  olefines  are  formed  the  following  may 
be  mentioned. 

By  acting  on  the  iodides  of  the  monad  alcohol  radicals  with 
nascent  hydrogen,  or  with  sodium  or  zinc,  not  only  are  paraffins 
formed,  but  also  olefines  in  smaller  quantities.  Thus  when  ethyl 
iodide  is  heated  with  zinc,  not  only  is  butane  formed  but  also  ethane 
and  ethcm : — 

2C2H J  +  Zn  =  CgHg  +  CgH,  -f  Znig 

By  the  action  of  zinc  and  hydrochloric  acid  upon  secondary  hexyl 
iodide,  hexane  CgHj^  is  formed  as  the  chief  product,  but  at  the  same 
time  some  hexene  C^jH^g  and  some  dihexyl  C^gllgg  are  produced  : — 

(1)  C„HisI  +  H,  =  CeH„   +  IH 

(2)  2CeH„I  +  Zn  =  CeH,,  +  C«H„  +  ZnT, 

(3)  2C,H,3l  +  Zn  =  Ci,Hje  +  Znl^ 

*  Formerly  tlioy  were  dpsij;nated  by  names  derived  from  those  of  the  monad  alcohol 
radicals  by  the  addition  of  -ene  ;  thus  ethene  is  still  frequently  called  ethylene,  Lq. 
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Olefiiies  may  also  be  produced  by  synthesis.  Thus  penteiie  CgH^^, 
has  been  obtained  by  the  action  of  zinc-etliyl  upon  allyl  iodide 
C,H,I  :- 


(C,H^,Zn  +  2C3H,I  =  2C,Hi,  +  Znl 


2 


By  heating  monobromethene  with  zinc-ethyl,  butene  C^Hg  is  pro- 
duced : — 

2(C2H3Br)  +  (C^HJ^Zn  =  2C,H3  +  ZnBr, 

defines  also  occur  amongst  the  products  of  destructive  distillation 
of  many  organic  bodies,  and  are  found  thei'efore  in  coal-tar,  wood- 
tar,  &c. 

In  their  physical  properties  the  olefinos  have  great  resemblance  to 
the  paraffins.  The  lowest  members  of  the  series  are  gaseous  at  the 
ordinary  temperature ;  most  of  the  others  are  liquids  having  a  faint 
ethereal  and  garlic-like  smell ;  and  the  highest  members  consist  of 
crystalline  solids. 

The  defines  contain  two  carbon  atoms  linked  together  by  two 
combining  units  of  each  atom.  The  number  of  isomerides  which 
according  to  theory  may  exist  is  larger  than  that  of  the  paraffins,  as 
the  double  linking  of  two  carbon  atoms  can  take  place  between 
difi'erent  atoms  in  the  carbon  chain.  Thus  we  know  only  two 
hydrocarbons  C JIj^,  but  three  having  the  formula  C^llg  : — 

CH2=CH— CHg— CII3 
CH3 — CH=  CH — CH3 

The  most  characteristic  property  of  the  olefines  is  that  they  com- 
bine directly  with  one  molecule  of  another  element  or  compound,  as 
with  the  hydracids  of  the  chlorine  group,  ethene  and  hydriodic  acid 
yielding  ethyl  iodide : — 


+  H 


GH, 


^  ^       CH  J 


The  olefines  containing  more  than  two  atoms  of  carbon  yield  by 
this  reaction  secondary  or  tertiary  compounds  : — 

CHo  CH- 

I       on     i 

OH  +   H      =  ^^^^'^ 


CHj  CH, 
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\>  \>    ' 

C  ^  1 1  _     CI 

II  "^H 


CHg  CHg 


Olefines  combine  also  with  concentrated  sulphuric  acid : — 


CH, 

CH  +  H  }  SO,  =  (CH8)2CH  J  gQ^ 

CHg 

The  haloid  ethers  of  the  dyad  radicals  are  very  readily  produced 
by  the  direct  anion  of  the  olefines  with  the  elements  of  the  chlorine 
group: — 

C2H4  +  Clj  =  C2ll4C]2 

C3He  +  Br^  =  CjHeBr, 

Besides  these  addition-products  there  exist  also  isomeric  compounds, 
formed  by  substitution  of  hydrogen  or  oxygen  in  saturated  compounds. 
Thus  by  acting  with  chlorine  on  ethane  we  obtain  as  the  second 
product  of  substitution  dichiorethane  or  ethidene  dichloridc,  which  is 
an  isomeride  of  ethene  dichloride,  and  has  also  been  produced  by  the 
action  of  phosphorus  pentachloride  on  aldehyde.  The  constitution  of 
these  two  isomerides  is  explained  by  their  mode  of  formation : — 

Ethene  Dichloride. 

CH2  CHjCl 

II       +  CI,  =  I 
CHj  CHjCl 

Ethidene  Dichloride. 

I    +  PC15  =  I      +  POC13 

CHO  CHCI2 

Propidene  dichloride,  an  isomeride  of  propene  dichloride,  is  pro- 
duced by  treating  acetone  with  phosphorus  pentachloride : — 

Propene  Dichloride.  Propidene  Dichloride. 

CH3  CH,  . 


i 


HCl  CCL 

I 
HjCl  CH3 


The  olefines  also  combine  with  hypochlorous  and  hypobromous 
C  K 
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acids,  forming  compounds  which  at  the  same  time  are  haloid  ethers 
and  alcohols : — 

Ethene  Chlorhydrate. 

CHg  CHgCl 

II       +  ClOH  =  I 

CH2  CH2.OH 

The  alcohols  of  the  dyad  radicals,  called  glycols  (on  account  of  their 
sweet  taste),  are  produced  by  reactions  quite  analogous  to  those  by 
which  the  monad  alcohols  are  obtained  from  their  haloid  ethers. 
Thus  ethene  iodide  yields  with  silver  acetate,  ethene  diacetate : — 

C,H,-[  \  +  2Ag0.aH30  =  C,H,  |  %%^^  +  2AgT 

Alkalis  decompose  this  acetate,  ethene  alcohol  or  common  glycol 
being  formed : — 

^^^*  I  Ocjljo  +  ^  I  OH  =  ^^H,  I  OH  +  ^  t  OCKO 

The  reaction  of  the  glycols  are  for  the  most  part  similar  to  those  of 
the  alcohols  of  monad  radicals,  tut  inasmuch  as  the  former  contain 
two  hydroxyls,  the  reactions  generally  take  place  iu  two  stages,  and 
yield  two  series  of  compounds : — 

Ethene  Chlorhydrate.  Ethene  Diehloride. 

C2H4  I  OH  ^2^4  I  oj 

Ethene  Monacetatc.  Ethene  Diacetate. 

p  w  J  OH  p  „  ?  OC2H3O 

^2"4 1  OCjHjO  ^2^*  t  OC2H3O 

Sodinm  Ethenate.  Disodium  Ethenate. 

fOH  PCT  fONa 

^«*|ONa 

Ethyl  Ethenate.  Diethyl  Ethenate. 

^2^*  {  OC^Hj  ^2"*  {  OcX 

Ethene  Oxyhydrosulphide.  Ethene  Dihydrosulphide. 

p  TT     f  OH  P  TT    f  SH 

C2II,  I  g jj  LgH,  I  gg 

The  two  hydroxyls  may  also  be  replaced  by  one  atom  of  a  dyad 
clement  or  a  dyad  radical ;  whilst  the  defines  can,  like  the  monad 
radicals,  substitute  hydrogen  in  ammonia,  &c. : — 

Ethene  Oxide.  Ethenediamine.  Tricthenediamine. 

CH  p„   fNH.,  C,HJjT 

I    >o  <^^H*(NH  cnr 


^2^«  \  om 
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The  following  table  contains  the  defines  and  glycols  which  have 
been  best  examined  : — 


Olefines. 


Glycols. 


Boiling- 
point. 


C3  Hg 


H 


} 


8 


Ethene     . 
Propene   . 
Isobutene 
Butene 
Amylene  . 
Pentene    . 
Hexene    . 
Heptene  . 
Octene 
Diamylene 
Hendecadene  Ci^Hgo 
Cetene  ~~ 

Cerotene  . 
Melene 


•  Cg  IIj2 

•  ^8  Hie 


C27H54 


-r 

+  3 

35 

40 

70 

100 

125 

158 

200 

275 


Ethene  Glycol 
Propene     „ 
Isobutene 


Amylene 

Hexene 

Octene 


}i 


tf 


>f 


» 


CsHg  O2 


C5H12O2 
C6H14O2 

^8^18^2 


BoUing. 
point 

197"-5 

188 

183 

177 

207 

237* 


The  boiling-points  of  the  first  four  glycols  become  lower  as  the 
molecular  weight  increases.  This  apparent  anomaly  is  easily  explained 
by  the  different  constitution  of  these  bodies ;  ethene  glycol  being 
a  primary  alcohol,  while  the  others  are  primary  as  well  as  secondary 
or  tertiary  compounds : — 


Ethene  Glycol. 
CH2.OH 

I 
CH2.OH 


Propene  Glycol. 

CH3 


CH. 


Isobntene  Glycol. 


OH 


CHyOH 


A 


H2.OH 
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These  acids  are  derived  from  the  glycols  by  replacing  in  the  latter 
two  atoms  of  hydrogen  by  one  of  oxygen,  and  may  be  produced  by 
the  slow  oxidation  of  glycols : — 

GlycoUic  Acid. 


CHj.OH 


+  0,= 


CHj.OH 


+  H,0 


CHyOH 


CH. 


CO.OH 


r 


Lactic  Acid. 


CH, 


CH.OH  + 


CHo. 


OH 


O2  =  CH. 
CO.OH 


OH  +  H,0 


2' 


^1 
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They  are  also  formed  by  replacing  in  a  fatty  acid  one  atom  of 
hydrogen  by  one  of  hydroxyl.  This  can  be  easily  effected  by  the 
action  of  alkab's  or  silver  oxide  and  water  on  the  monobrominated 
or  chlorinated  fatty  acids  ;  thus  monochloracetic  acid  yields  glycollic 
or  oxacetic  acid,  and  nionobromopropionic  acid  is  converted  into 
lactic  or  oxypropionic  acid  : — 

CH2.CI  CH2.OH 


CO.OH 


KOH  =1  -f  KCl 

CO.OH 


I  i 

CHBr   +  KOH  =  CH.OH  +  KCl 

CO.OH  CO.OH 

On  the  other  hand,  by  treating  glycollic  or  lactic  acid  with 
hydrochloric  or  hydrobromic  acids  they  are  again  converted  into  the 
corresponding  substituted  fatty  acids.  Hydriodic  acid  acts  in  a 
similar  way,  but  the  moniodo-acids  thus  formed  are  readily  further 
acted  upon  by  the  hydriodic  acid,  and  reduced  to  a  fatty  acid.  Lactic 
acid  can  thus  be  easily  converted  into  propionic  acid  : — 

(1)  C^5(0H)0,  +  HI  =  CgH^IO,  +  H,0 

(2)  C,1I,10,        +HT  =  C,H,Oj    +Ij 

The  acids  of  the  glycollic  series  being  at  the  same  time  monobasic 
acids  and  monad  alcohols,  form  different  kinds  of  haloid  and  other 
ethers,  of  amides,  &c. 

Thus  TTumocMoropropionic  add  must  be  regarded  as  an  alcoholic 
chloride ;  by  acting  on  it  with  ammonia,  we  obtain  amidopropioiiic 
add  or  alanine,  which  being  an  amine  combines  with  acids,  but  at 
the  same  time,  as  a  monobasic  acid,  it  forms  also  metallic  salts. 

By  heating  lactic  acid  with  absolute  alcohol  we  get  ethyl  lactate,  a 
neutral  volatile  liquid,  which  is  readily  acted  upon  by  sodium  like  other 
alcohols,  the  hydrogen  of  the  hydroxyl  being  replaced  by  tlie  metal. 
Ethyl  iodide  converts  this  sodium-compound  into  diethyl  lactate, 
which  by  alkalis  is  resolved  into  ethyl  tdcohol  and  a  salt  of  cthyl- 
lactic  acid,  an  isomeride  of  ethyl  lactate,  from  which  it,  however, 
differs  by  being  as  powerful  an  acid  as  lactic  acid  itself.  Ammonia 
converts  diethyl  lactate  into  Uictamidc,  a  neutral  body,  whicli  is 
isomeric  with  alanine.  When  a  metallic  lactate  is  treated  with 
phosphorus  pentachloride,  it  yields  lactyl  chloride^  a  body  having  the 
character  of  an  alcoholic  chloride  as  well  as  that  of  an  acid  chloride, 
and  being  therefore  resolved  by  water  into  hydrocliloric  acid  and 
monochloropropionic  acid. 

The  following  formulae  explain  the  constitution  of  these  different 
compounds : — 
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Lactic  Acid. 

CH3 

CH.OH 
CO.OH 

Ethyl  Lactate. 

CH. 


Chloropropionic  Acid. 


CH 

I 


3 


CHCl 

I 
CO.OH 

Etbyllactic  Acid. 


i 


s 
H.OH 


CO.OCjHg 

Lactamide. 

CH. 


CH 


s 


CH.0CjH5 


CO.OH 

Alanine. 


Lactjl  Chloride. 

CH, 

CHCl 

I 
COCl 

Diethyl  Lactate. 

CH 

I 
CH.OC.H 

I 
CO.OCjHj 


s 


2"S 


CH.I 


OH 
CO.NH 


2 


CHj 

CH 

I 
CO.OH 


NH 


2 


Lactyldiamide. 
CH, 

I 

CH.NH, 


's 


CO.NH, 


The  acids  of  this  group  can  be  obtained  synthetically  by  heating 
an  aldehyde  with  hydrocyanic  acid  and  dilute  hydrochlorio  acid; 
acetaldehyde  yielding  lactic  acid : — 

CH, 
CH,  I 

+  HCN  -f  HCl  +  2H,0  =  CH.OH  +  NH^Cl 


CHO 


CO. 


OH 


Many  acids  of  this  series  are  known  in  several  isomeric  modifica- 
tions ;  the  cause  of  the  isomerism  being  either  a  different  grouping  of 
the  carbon  atoms,  or  the  alcoholic  hydroxyl  occupying  another  posi- 
tion.   Thus  we  Imow  three  oxybutyric  acids : — 


a  Oxybutyric  Acid.  $  Oxybutyric  Acid. 


CH, 


2 


CH 

I 
CHOH 

CO.OH 


CH 

I    " 
CHOH 

A: 


Oxy-iBobntyric  Acid. 

CH,  CH, 
COH 


IH. 


CO. 


OH 


CO. 


OH 


Oxy-isobutyric  acid  is  not  only  obtained  by  the  action  of  moist 
silver  oxide  on  monobromisobutyric  acid,  but  has  also  been  produced 

COOH 
by  replacing  in  oxalic  acid  |  one  atom  of  oxygen  by  two  of 

COOH 
methyl.    This  is  done  by  heating  methyl  oxalate  with  zinc-methyL 
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By  employing  the  zmc-coinpouncls  of  other  alcohol-radicals,  a  great 

CH(C,H„  +  i)jOH 
number    of    such    isolaclic    acids     I  have    been 

COOH 
prepared. 

The  acids  of  the  lactic  series  which  have  so  far  been  described  are 
secondary  alcohols  with  the  exception  of  glycollic  acid,  which  is  a 
primary  alcohol  An  acid  having  a  similar  constitution  is  ethene- 
ladic  acid,  which  has  been  produced  by  heating  ethene  chlorhydrate 
with  potassium  cyanide,  and  decomposing  the  nitrile  thus  formed 
with  caustic  potash : — 

CN  CO.OK 

CHj        +  KOH  +  H,0  =  CHj        +  NHj 

CHjOH  CHg.OH 

Ethene-lactic  acid  corresponds  to  primary  propyl  alcohol  and  yields 
by  oxidation  bibasic  malonic  acid,  whilst  common  or  cikidene-lactic 
(Kid,  which  corresponds  to  secondary  propyl  alcohol,  is  resolved  by 
oxidizing  agents  into  acetic  acid  and  carbon  dioxide. 

Glycollic  acid  and  the  two  lactic  acids  occur  in  nature. 


BIBASIC  ACIDS  OF  THE  SERIES   C„Hi„_20<. 


Oxalic 

Acid  c,n.  0, 

Suberic  Acid 

•     C!,  H,,0, 

Malonic 

„     (y-i;  0, 

Azelaic     „ 

.     C,  H„0. 

Succinic 

.      C,I1.  (\ 

Sobacic     „ 

■     C„H„0, 

Desoxyglu 

Anic  „      C.ll^  0^ 

Brasaic      „ 

■     ''iiUkO. 

Adipic 
rimelic 

,.     c„n,.o, 

„      C,Il,.,ll, 

EocelHc     „ 

.     C„11,.0, 

The  acids  of  this  group  are  bibasic,  containing  the  group  carboxjl 
twice ;  they  stand  in  the  same  relation  to  primary  glycols  as  the  fatty 
acids  to  the  monad  primary  alcohols : — 


CHj  CH^OH 

Ethyl  Alcohol  Ethene  Alcohol    | 

CH„OH  CH„OH 


CH,  CO.OH 

Acetic  Acid       I  Oxalic  Acid        j 

CO.OH  CO.OH 

It  has  already  been  mentioned  that  with  the  exception  of  ethene 
glycol  other  primary  glycols  are  hardly  known.  On  oxidizing  ethoiie 
glycol  it   first   yields  monobasic   glycollic   acid,  which   by  furtlict 
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oxidation  is  converted  into  oxalic  acid.  The  second  acid  of  the  series, 
malonic  acid,  is  formed  by  oxidizing  ethene-lactic  acid,  which  has 
to  be  regarded  as  the  first  oxidation-product  of  primary  propene  glycol. 

All  acids  of  this  series  with  the  exception  of  oxalic  acid  contain 
an  define  combined  with  two  carboxyls.  This  is  shown  not  only 
by  the  different  modes  of  formation  of  these  acids,  but  also  by  many 
of  their  decompositions. 

When  ethene  bibromide  is  heated  with  potassium  cyanide  the 
lUtrile  of  succinic  acid  is  formed,  and  this  compound,  by  the  action 
of  caustic  potash,  yields  the  latter  acid  : — 

CN  CO.OH 

CN  CO.OH 

When  a  galvanic  current  is  passed  through  a  solution  of  potassium 
succinate,  the  acid  is  decomposed  into  ethene,  carbon  dioxide  and 
hydrogen : — 

CO.OH 


k 


CjH,     =  C^,  +  2C0j  +  Hj 
O.OH 


A 


The  chlorine  in  chloracetic  acid  may  be  replaced  by  cyanogen, 
and  thus  cyanacetic  acid  is  formed,  a  compound  being  a  monobasic 
acid  as  well  as  a  nitrile,  and  yielding  tnalonic  acid  by  the  action 
of  alkalis: — 

CN  CO.OH 


CHg      +  2H2O  =  CH2      +  NH3 

CO.OH  CO.OH 

a  Ci/anopropionic  acid  is  converted  by  the  same   reaction  into 
iso^itccinic  acid : — 

CHo  Ctt 


^s  r"8 


CH— CN  +  2H2O  =  CH— CO.OH  -f  NH3 

I 
OH  CO.OH 


C0.< 


By  heating,  a  iodopropionic  acid  with  finely  divided  silver  ^  adipic 
ffcid  is  formed  : — 

1  Tho  fiucly  divided  silver,  or  silver-dust,  which  is  employed  for  many  similar 
synthetical  reactions,  is  prepared  by  precipitating  a  cold  dilute  solution  with  hydro- 
chloric acid,  and  reducing  the  silver  chloride  with  zinc.  The  product  is  washed  with 
dilute  hydrochloric  acid  and  water,  and  dried  at  a  gentle  heat.  It  forms  a  very  fine 
dark  powder,  without  metallic  lustre. 
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CO.OH  CO.OH 

CH»  CH. 

I  I 

CHjI  CHj 

+  Ag,=  l  +2AgI 


CHjI  CH 


i. 

CO. 


H.  CH- 

I 
OH  CO.OH 


i 


By  the  same  reaction^  ^3  hromoprqpionic  acid  is  converted  into 
dimethylsuccinic  acid : — 

CO.OH 

CO.OH 
H.CH3  I 

Br  CHCH3 

+  Ag2  =  I  +  2AgI 

Br  CH.CH3 

CHCH.  I 

I  CO.OH 

CO.OH 

Many  of  the  acids  belonging  to  this  group  are  formed  by  the 
oxidation  of  fats  and  other  bodies.  Three  of  them  occur  in  nature, 
viz.  oxalic  acid,  succinic  acid,  and  rocellic  acid. 


ETHENE    COMPOUNDS. 
ETHENE    CjH^. 

This  hydrocarbon  is  formed,  together  with  many  other  products, 
by  the  destructive  distillation  of  organic  bodies,  as  fats,  resins, 
wood,  coal,  &c.  To  obtain  pure  ethene  a  mixture  of  one  volume  of 
strong  alcohol  and  3 — 4  volumes  of  concentrated  sulphuric  acid  is 
gently  heated,  and  the  gas  washed  with  concentrated  sidphuric  acid 
and  a  solution  of  caustic  soda,  in  order  to  free  it  from  the  vapours 
of  alcohol  and  ether,  and  from  carbon  dioxide  and  sulphur  dioxide, 
which  two  gases  are  always  formed  towards  the  end  of  the  reaction. 

Ethene  is  a  colourless  gas  having  a  peculiar  faint  and  suffocating 
odour.  It  condenses  at  —  110"*  to  a  liquid;  it  is  very  inflammable, 
burning  with  a  bright  luminous  flame. 

It  was  formerly  called  ole/lant  (jas^hecsiVLse  it  combines  with  chlorine 
to  form  ethene  dichloride,  an  oily  liquid.  Ethene  also  combines 
readily  with  bromine,  but  more  difficultly  with  iodine.     The  concen- 
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trated  hydracids  of  these  elements  also  combine  with  ethene,  forming 
haloid  ethers  of  ethyL  By  shaking  it  with  concentrated  sulphuric 
acid  it  is  dissolved,  ethylsulphuric  acid  being  formed.  Aqueous 
hypochlorous  and  hypobromous  acids  also  absorb  the  gas  slowly. 

When  ethene  is  passed  into  a  solution  of  platinum  dichloride  and 
hydrochloric  acid,  the  compound  CgH^PtCL  is  formed,  remaining  on 
evaporation  as  a  brown  gum-like  mass.  JEthene-platinum  chloride 
combines  with  bases  and  the  chlorides  of  the  alkali-metals,  form- 
ing crystallized  compounds.  Potassium -ethene -platinum  chloride 
C2H4PtCl2.KCl  +  HjO  crystallizes  in  large  lemon-yellow  plates. 

Ethene  Dichloride  C^H^Clg. — Ethene  was  discovered  in  the  year  1795 
by  four  Dutch  chemists,  who  found  that  this  gas  readily  ^combines 
with  chlorine,  forming  an  oily  liquid,  which  still  is  known  by  the 
name  of  Dutch  liquid. 

To  prepare  ethene  dichloride,  equal  volumes  of  ethene  and 
chlorine  are  passed  into  a  large  glass  globe,  provided  at  the  lower 
end  with  an  open  tubulus,  through  which  the  dichloride  runs  into  a 
flask.  It  may  also  be  prepared  by  passing  ethene  into  a  mixture  of 
manganese  dioxide,  salt,  and  dilute  sulphuric  acid  as  long  as  the 
gas  is  absorbed,  and  then  distilling  the  dichloride  off. 

Ethene  dichloride  is  also  formed  in  quantity,  together  with  ethyl 
chloride  and  dichlorethane,  as  a  by-product  in  the  manufacture  of 
chloral 

Ethene  dichloride  is  a  mobile,  colourless  liquid  smelling  like  chloro- 
form, and  boiling  at  85° ;  at  0°  it  has  the  specific  gravity  1'271.  When 
it  is  heated  with  an  alcoholic  solution  of  potash  it  loses  one  molecule 
of  hydrochloric  acid,  and  monochlorethene  or  vinyl  chloride  CjHjCl 
escapes  as  a  gas,  which  at  —  18**  condenses  to  a  liquid.  This  compound 
combines  like  ethene  again  with  one  molecule  of  chlorine,  forming 
morwcMorethene  dichloride  CgHgCl.Clj,  which  is  acted  upon  by  alcoholic 
potash  with  the  formation  of  dichiorethene  CgHgClg.  By  repeating 
this  reaction  the  following  substitution-products  have  been  obtained : — 


Monochlorethene 
Dichlorethene 
Trichlorethene 
Tetrachlorethene 


C2H3CI 
CjHjCL 
C2HCI3 
C.C1, 


Boiling-point. 

-18^ 
+  37 
88 
117 


On  combining  these  chlorethenes  with  chlorine  a  series  of  com- 
pounds are  formed  having  the  same  composition  as  the  chlorine  sub- 
stitution-products of  ethene  : — 


From  Ethene. 

CjHgCl, 

C,H  CI, 

CjCIq 


Boiling-point. 

85° 
115 

147 
158 
182 


From  £thane. 

CgH^Clg 
CgHjClg 
CjHoCL 
C,H  CI5 


Boiling-point 
59° 

75 
127 
158 
182 
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From  this  table  it  is  seen  that  the  three  first  derivatives  of  ethane 
are  isomeric  with  those  of  etheue^  the  constitution  of  these  bodies 
being — 

From  Ethene.  From  Ethane. 

CHoCl  CH3 

I  I 

CHjCl  CHCI2 

CBfil  CH3 


i 


HCI4  CClg 

CHCl.  CHjCl 


i 


I 


HCI2  CCI3 


But  the  componnds  4  and  5  are  identicalin  both  series,  only  one 
formula  being  possible  for  each  of  them  : — 

CHCI2  CCI3 


CCI3  CClg 

Ethene  IHbromide  CgH^Brg.— This  compound  forms  the  starting- 
point  for  the  preparation  of  most  other  ethene  compounds.  It  is 
most  conveniently  prepared  by  the  following  process.  A  Winchester 
quart  bottle  is  filled  with  ethene ;  120  grams  of  bromine  and  the  same 
quantity  of  water  are  added,  and  the  bottle  is  quickly  closed  with 
a  cork  through  which  a  glass  tube  passes,  open  at  both  ends,  one  of 
which  reaches  to  the  bottom  of  the  bottle  whilst  the  other  is  con- 
nected with  a  gasholder  filled  with  ethene.  On  shaking  the  bottle 
the  ethene  is  absorbed,  and  as  soon  as  all  the  bromine  has  combined, 
more  of  it  is  added,  and  this  process  continued  imtil  a  sufficient 
quantity  of  the  dibromide  has  been  formed.  The  product  is  washed 
with  caustic  soda,  and  dried  by  distilling  it  with  sulphuric  acid. 

Ethene  dibromide  is  a  colourless  liquid,  having  a  sweetish  smell 
and  taste,  boiling  at  129**,  and  solidifying  at  0**  to  a  crystalline  mass. 
When  heated  with  alcoholic  potash  it  yields  Tnonoh^omethene  CgHgBr, 
a  volatile  liquid  boiling  at  24°,  and  combining  with  highly  concentrated 
hydrobromic  acid  to  form  ethene  dibromide,  whilst  with  a  more  dilute 
acid  it  forms  the  isomeric  ethidene  bromide : — 

(1)  CH2         ^.       CH,Br 

CHBr      ^  ->       CHgBr 

(2)  CH,  jj.       CH3 


}= 


+  Br  . 
CHBr      ^^  -'       CHBr^ 


Ethene  Di-iodide  CjH  J^. — Ethene  combines  with  iodine  slowly  at  a 
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gentle  heat,  or  when  exposed  to  the  light  of  the  sun.  This  compound 
can,  however,  be  obtained  in  quantity  by  passing  ethene  into  a  mixture 
of  absolute  alcohol  and  iodine  until  the  latter  is  dissolved.  More 
iodine  is  now  added,  and  the  gas  passed  again  into  the  liquid,  and  the 
same  process  repeated  until  a  magma  of  crystals  has  been  produced. 
After  the  mother  liquor  has  been  drained  off'  the  crystals  are  washed 
with  alcohol 

Ethene  di-iodide  forms  white  needles,  melting  at  73°,  and  subliming 
with  partial  decomposition  at  80^  When  exposed  to  the  light  it  soon 
assumes  a  brown  colour.  It  possesses  an  ethereal  odour,  and  its 
vapour  attacks  the  eyes  and  produces  headache. 

When  ethene  is  passed  into  iodine  monochloride,  ethane  chloHodide 
CgH^ClI  is  formed,  a  liquid  boiling  at  146*". 

^Ethene  Alcohol  or  Ethene  Glycol  C2H4(OH)2.— To  prepare  this  com- 
pound, silver  acetate  is  added  to  a  mixture  of  ethene  di-iodide  and 
glacial  acetic  acid ;  a  violent  reaction  sets  in  and  ethene  diacetate 

is  formed,  CjH^  \  OC'H^O'  ^  colourless  liquid  boiling  at  187**.     By 

treating  this  ether  with  alkalis,  ethene  alcohol  is  produced.  This  com- 
pound is  more  conveniently  obtained  by  heating  an  alcoholic  solution 
of  ethene  dibromide  with  potassium  acetate  in  closed  vessels  in  a 
water-bath : — 

CjH,  {  Br  +  ^*^  }  0  +  2KOC,H30 

=  C^*  {  cS  AO  -^  cflifd  }  0  +  2KBr 

The  ethene  monacetate  thus  formed  is  a  colourless  liquid  boiling  at 
182*',  smelling  slightly  of  acetic  acid,  and  soluble  in  water.  To  convert 
it  into  the  glycol  the  requisite  quantity  of  powdered  caustic  potash 
or  baryta  is  added,  and  the  mixture  distilled  after  standing  for  12 
hours. 

Ethene  alcohol  has  also  been  prepared  by  the  action  of  moist  silver 
oxide  on  ethene  chloriodide.  It  is  a  thick  colourless  liquid,  dissolving 
in  water  in  all  proportions,  and  possessing  a  sweet  taste.  It  boils 
at  197°*5,  and  has  at  0°  the  specific  gravity  1125.  Sodium  dissolves 
in  it,  with  the  evolution  of  hydrogen  and  formation  of  sodium  ethenate 

(  OH 
CgH^  1  ON"    '  ^  white  crystalline  mass  which  when  heated  with  more 

sodium  to  190"*  yields  disodmm  ethenate  G^A  ^^  .  By  acting 
with  ethyl  iodide  on  these  compounds  the  ethyl  ethers  of  ethene  are 
formed.     Ethyl  ethenate  CgH^  <  q^,  tt  is  a  liquid  possessing  an  ethereal 

'  **  r  oo  H 

odour  and  boUing  at  127^*5,  and  diethyl  ethenate  C^H^  -J  r\r?Y{  ^^  * 
similar  body  boiling  at  123°'5.    When  glycol  is  acted  upon  by  phos- 
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phorus  pentachloride  it  is  converted  into  ethene  dichloride,  and  ou 
heating  it  with  zinc  chloride  it  yields  acetaldehyde : — 

CH«OH  OIL 

CHjOH  COH 

By  the  action  of  concentrated  hydriodic  acid  it  is  reduced  to  ethyl 
iodide : — 

C^H.COH)^  +  3HI  =  CjH,!  +  2Kfi  +  V 

f  CI 
Ethene  CJUorhydrate  or  Ethene  CJUorhydrin  C^H^  -j  qtt  is  formed 

by  shaking  ethene  with  an  aqueous  solution  of  aqueous  hypochlorous 
acid,  or  by  heating  glycol  with  hydrochloric  acid : — 


C2H4I0H+  Hj   ^^'i'^*! 


OH  "^  ^^0 


It  is  a  colourless  liquid,  miscible  with  water,  and  boiling  at  128^ 
On  heating  it  with  potassium  iodide  it  is  converted  into  ethene  iodo- 
hydrate  CoH^(OH)I,  a  heavy  liquid  which  is  decomposed  on  heating. 
When  sodium  amalgam  is  added  to  an  aqueous  solution  of  ethene 
chlorhydrate,  ethyl  alcohol  is  formed.  Oxidizing  agents  convert  the 
chlorhydrate  into  monochloracetic  acid. 

Ethene  Oxide  CgH^O. — A  solution  of  caustic  potash  acts  violently 
on  ethene  chlorhydrate,  ethene  oxide  being  formed : — 

CXI2CI  C119 

I  +  KOH  =1    '>0  +  H.0  +  KCl 

CHjOH  CH/ 

Ethene  oxide  is  a  liquid  boiling  at  13°'5  ;  it  is  miscible  with  water 
and  has  basic  properties.    Thus  it  combines  readily  with  acids  : — 

C,H,0  +  HCl  =  C,H,  I  ^^g 

It  precipitates  also  the  solutions  of  many  metallic  salts,  as  those  of 
magnesium,  aluminium,  copper,  &c. : — 

CuClg  +  2C2H,0  =  Cu(0H)2  +  2C2H4 1  qjj 

When  its  aqueous  solution  is  heated  it  combines  with  water,  glycol 
being  formed;  it  also  combines  with  glycol,  with  the  formation  of 
diethene  glycol : — 

C,Hp  +  C,H  J  OH  ^  ^2^.   0 

(.  ^a.       CjH^  I  OH 
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Diethene  glycol  is  a  thick  liquid,  having  a  sweet  taste  and  boiling 
at  250^  This  compound  may  again  be  combined  with  ethene  oxide, 
iriethene  glycol  being  produced,  a  liquid  boiling  at  287''.  By  repeating 
these  reactions  other  poly-ethene  glycols  have  been  produced.  The 
constitution  of  these  compounds  is  shown  by  the  following  formulae : — 


Ethene  Glycol. 


.1 


Diethene  Glycol. 


CjH/ 


OH 


C^ 


70 


OH 


Triethene  Glycol. 

^_/0H 
\0H 


Tetra-ethene  GlycoL 

/OH 


CjH. 


nrr/O 


OH 


Hexethene  Glycol. 

/OH 
CJEI- 


>o 


C2H. 


OH 


The  same  compounds  are  produced  when  ethene  glycol  is  heated 
with  ethene  bromhydrate. 

Nascent  hydrogen  converts  ethene  oxide  into  ethyl  alcohol.  It 
also  combines  with  bromine,  forming  the  compound  (CoH^0)jBr2, 
consisting  of  reddish-brown  crystals,  melting  at  65"*  and  Doiling  at 
95°.  By  adding  mercury  to  this  bromide  ethene  dioxide  (CgHJ^O  is 
obtained  in  colourless  crystals,  melting  at  9**  and  boiling  at  102**. 
The  constitution  of  this  compound  is  expressed  by  the  formula : — 

.0, 


^2^A\    /C2H4 

0 


Ethene  oxide  unites  also  with  ammonia  and  amines,  forming 
strongly  basic  compounds.  The  hydrochlorides  of  these  bases  are 
also  produced  by  combining  ethene  chlorhydrate  with  ammonia  or 
compound  ammonias.  Ammonia  yields  the  following  bodies,  which 
are  all  syrupy  alkaline  liquids,  forming  well-crystallized  salts: — 
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Monoxothylamine. 


CaH. 


Diozethylamine. 

/NH, 


OH 


CaH. 
C,H 


< 


0 
OH 


Trioxethylamine. 

/NHo 

C^H^ 
^OH 


Tetroxetbylaminc. 

.NH. 


C.H 


0 
0 


\ 
/ 

\ 

c,h/. 

CjH. 

^OH 


fOH 


Choline  or  Neurine  CjH^  <  jt/qjt  \  Qg-. — ^This  strong  base  was  first 

discovered  in  the  bile,  and  afterwards  it  was  found  in  the  brain, 
in  the  yolk  of  eggs,  in  mustard  seed,  &e.  It  does  not  exist  in 
the  free  state  in  these  substances,  but  is  a  product  of  decomposi- 
tion of  highly  complicated  compounds.  Choline  has  also  been  pro- 
duced synthetically  by  heating  a  concentrated  aqueous  solution  of 
trimethylamine  with  ethene  oxide: — 

CjjH^O  +  HjO  +  N(CHj)3  =  CjH^  |  j^ ^^jj  \  qjj 

The  free  base  is  a  deliquescent  mass,  having  a  strongly  alkaline 
reaction,  and  readily  absorbing  carbon  dioxide.  It  combines 
with  acids  to  form  crystalline  salts.  The  platinum  compound 
(N[CsH^(OH)(CH3)s]Cl)2  +  PtCl«  forms  large  yellow  plates,  which 
dissolve  in  water,  but  are  insoluble  in  alcohol. 

When  choline  is  heated  it  is  resolved  into  glycol  and  trimethyl- 
amine : — 

^«^*  {  N(CHj)s,OH  "  ^2^«  {  OH  +  ^(^^3)3 

r  OH 

Oxycholinc  or  Beta'ine  CgHjO  -J  fg-zpTT  \  /-vtt. — This  base  is  obtained 

by  the  oxidation  of  choline,  and  by  the  action  of  trimethylamine 
upon  monochloracetic  acid: — 

CH2CI.CO.OH  +  N(CH3)3  =  N(CH3)3(CH2.0H.C0)C1 

Oxycholine  crystallizes  from  alcohol  in  large  shining  deliquescent 
crystals.  It  has  no  alkaline  reaction  and  a  sweetisli  and  cooling 
taste;   its  salts  crystallize  welL     Oxycholine  occurs  in  beet-roots 
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(Beta  vulgaris),  and  can  easily  be  obtained  in  quantity  from  the 
treacle  obtained  in  the  manufacture  of  beet-root  sugar. 

Ethcne  Nitrite  C2H^(N02)2  is  formed  by  passing  ethene  into  liquid 
nitrogen  tetroxide ;  it  crystallizes  in  white  prisms,  melting  at  37°'5 
and  subliming  at  a  higher  temperature  with  partial  decomposition. 

Ethene  Nitrate  02^41(^0^)2^ — When  ethene  glycol  is  dissolved  in 
fuming  nitric  acid,  much  heat  is  evolved,  and,  on  addition  of  water, 
ethene  nitrate  is  precipitated  as  a  thick,  heavy  oil,  possessing  an  un- 
pleasant, sweetish  taste.  On  heating  it  gently  it  decomposes  with  a 
slight  explosion,  giving  oflf  a  very  luminous  flame. 

r  ci 

Ethene  Chloromtrate  CgH^  -j  ^r^   is  an  oily,  limpid,  volatile  liquid, 

having  a  pungent  smell,  and  burning  with  a  brilliant  white  flame.  It  is 
readily  obtained  by  disaolving  ethene  chlorhydrate  in  concentrated 
nitric  acid. 

On   passing    ethene  into  a  very  cold  mixture  of  concentrated 

nitric  and  sulphuric  acids,  the  compound  C^H^N^Og  or  C^H^  \  yrr^ 

is  formed,  a  colourless  oil,  having  a  very  pungent  smell ;  its  vapouxs 
attack  the  eyes  and  produce  headache.  By  the  action  of  aqueous 
hydriodic  acid  it  is  converted  into  glycol:—' 

C,H,  I  gg*  +  4HI  =  CjH,  I  gg  +  2N0  +  21,  +  H,0 

{OH 
SO  H  ^®  formed  by  heating  glycol 

with  sulphuric  acid  to  150°.  On  diluting  the  cold  solution  with 
water  and  neutralizing  it  with  barium  carbonate,  barium  eth^nesulphate 

f  1  TT     f  OH 

>  rj^*  >  Ba  is  obtained,  a  very  soluble  salt,  which  does  not  crys- 
^^2^4 1  OH 

tallize  well.  When  it  is  heated  with  baryta-water  it  is  decomposed 
into  glycol  and  barium  sulphate. 

Carhyl  Sidphaie  C2H4(S08)2.— This  name  has  been  given  to  a  com- 
pound which  is  produced  by  passing  ethene  into  sulphur  trioxide. 
It  forms  colourless  crystals,  which  attract  water  rapidly  from  the  air, 

{SO  H 
S0*H'  ^  compound  only 

known  in  aqueous  solution.     On  heating,  it  is  decomposed  into  sul- 

(  OH 

phuric  acid  and  isethionic  or  ethenesulphonic  acid  CgH^  -|  qaq  tt,  which 

is  also  formed  by  diluting  a  saturated  solution  of  sulphur  trioxide  in 
alcohol  or  ether  with  water  and  boiling  the  liquid  for  some  hours. 
Barium  isetlwniaie  crystallizes  from  water  in  shining  plates.  By 
adding  sulphuric  acid  to  a  solution  of  this  salt,  and  boiling  the 
filtrate  down  to  the  consistency  of  a  syrup,  ethenesuJphonic  add 
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crystallizes  on  cooling  in  white  deliquescent  needles.  Potassium 
isethoniate  is  formed  by  heating  ethene  chlorhydrate  with  an  aqueous 
solution  of  potassium  sulphite  : — 

C2H4 1  ci    "*"  SO3K2  =^  C2H4 1  SO  K  "^  ^^ 

(  OH 
Amvwnium  Isethoniate  CgH^  -J  qq  -^-rr    crystallizes  in  colourless 

V  o  ^ 

prisms,  which  when  heated  above  200**  are  converted  into  amido- 
ethyktdphontc  acid  or  taurine  CjH^  j  SO  H'  *  compound  which  occurs 

in  the  free  state  and  combined  with  cholic  acid  (taurocholic  acid)  in 
the  bile,  in  the  intestinal  liquid,  and  in  the  lungs.  It  is  best  prepared 
from  the  bile  of  the  ox,  by  boiling  it  for  some  time  with  hydrochloric 
acid  and  evaporating  the  filtered  solution.  The  residue  is  exhausted 
with  alcohol  and  the  solution  evaporated 'to  crystallization.  Taurine 
crystallizes  in  large  colourless  prisms,  which  are  tasteless  and  only 
sparingly  soluble  in  water.  It  is  a  monobasic  acid  and  very  stable 
body,  which  is  not  acted  upon  by  boiling  nitric  acid ;  but  nitrous  acid 
converts  it  into  isethonic  acid : — 

^^^*  {  S^^k  +  ^^*H  =  C,H,  {  OH^  +  H,0  +  N, 

On  distilling  potassium  isethoniate  with  phosphorus  pentachloride 

f  CI 
isethonic  chloride  CgH^  -J  qq  p|  is  obtained,  which  is  decomposed  by 

water  with  the  formation  of  hydrochloric  acid  and  chlorethylsulphonic 

(  CI 
acid,  CgH^  -J  «q  qtt     By  acting  with  aqueous  ammonia  on  the  silver 

salt  of  this  acid  taurine  is  formed. 

r  SIT 

Ethene  Dihydrostdphide  or  Ethene  Mercaptan  CgH^-j  ^tt  is  pre- 
pared by  distilling  ethene  dibromide  with  an  alcoholic  solution  of 
potassium  hydrosulphide.  It  is  a  limpid,  very  refractive  liquid, 
boiling  at  142^  possessing  a  strong,  disagreeable  smell,  and  form- 
ing, like  other  mercaptans,  metallic  compounds. 

(  OH 

Ethene  Hydroxymlphide  CjH^  j  OS  ^^  *  liquid  with  similar  pro- 
perties. It  is  produced  by  the  action  of  ethene  chlorhydrate  upon 
potassium  hydrosulphide,  and  yields  on  oxidation  isethonic  acid. 

Eth4!ne  Sulphide  (CgHJgSg  is  obtained  by  distilling  ethene  bromide 
with  an  alcoholic  solution  of  potassium  sulphide.  It  is  a  cr}'staUine 
solid,  melting  at  111**  and  boiling  at  200°,  but  subliming  readily  at  a 
lower  temperature.  The  vapour  density  of  this  compound  is  60  ( H  =  1), 
from  which  it  follows  that  the  molecular  formula  is  twice  CoH^S  ;  its 
constitution  must  therefore  be  the  following: — 
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f  SON 
Ethene  Sviphocyanate  CgH^  4  ^q^  is  a  white  solid,  crystallizing  in 

plates.      It  is  produced  by  heating  ethene  bromide  with  potassium 

Sttlphocyanate. 

(  SO  H 
Ethenedisulphonic  Acid  CgH^  4  SO^H* — "^^^  bibasic  acid  is  formed 

by  oxidizing  the  sulphide,  hydrosulphide,  or  sulphocyanate  of  ethene 
with  strong  nitric  acid.  It  is  also  produced  by  heating  ethene  di- 
bromide  with  potassium  sulphite.  It  is  a  crystalline  solid,  which  is 
very  soluble  in  water,  and  has  a  very  sour  taste.  The  barium  salt 
crystallizes  in  hexagonal  plates,  and  is  not  decomposed  by  boiling 
nitric  acid. 


NITBOGEN  BASES  OF  ETHENE. 


These  compounds  are  formed  by  the  action  of  ethene  dibromide  on 
alcoholic  ammonia,  the  following  reactions  taking  place : — 

CjH^Brj  +  2NH3  =  nJ  Hj      +  2HBr 
2Cs^^Brj  +  4NHj  =  nJ  c!h^  +  2HBr  +  2NH^Br 

cX  +  2HBr  +  4NH,Br 


By  adding  caustic  potash  to  the  hydrobromides  thus  formed  the 
bases  are  set  free,  and  may  be  separated  by  fractional  distillation. 

Ethenediamine  GJIJ^^^^  is  a  strongly  alkaline  liquid,  possessing 
an  ammoniacal  smell  and  caustic  taste,  and  boiling  at  123^  Nitro- 
gen trioxide  converts  it  into  ethene  oxide : — 


C^H.CNH^^  +  NA  =  C^H.O  +  IRfi  +  2N 


2 


The  hydrochloride  of  this  base  has  been  obtained  in  quantity  by 
heating  the  impure  ethene  dichloride,  obtained  in  the  manufacture  of 
chloral,  with  an  excess  of  alcoholic  ammonia  for  ten  hours  to  110°. 
The  product  is  distilled  in  order  to  remove  alcohol,  dichlorethane  and 
other  chlorides,  and  the  residue  recrystallized  from  water. 

By  acting  on  ethenediamine  with  ethyl  iodide  the  hydrogen  of  the 
amido-groups  is  replaced  by  ethyl,  the  final  product  being  hexethyU 
eilunediammonium  di-iodide  ^4f^^^(fi^^^^,  which  when  treated 
C  ^ 
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with  silver  oxide  and  water  yields  the  corresponding  hydroxide,  a 
strongly  alkaline  and  caustic  substance. 

Dicthemdiaminc  (CgHJjNgHo  boils  at  170'',  and  combines,  like 
ethenediamine,  with  two  equivalents  of  an  acid,  forming  crystallized 
salts.  The  two  hydrogen  atoms  in  the  groups  NH  can  also  be  replaced 
by  alcohol  radicals. 

Tricthcnediaminc  (02^^)3-^2  ^^^^  ^^  210^  and  combines  with  etheije 
dibromide  to  form  Utrethcite-amvionnim  dihroniide  N'o(C2HJ^Br2. 

The  triamines  of  the  monad  alcohol  radicals  act  upon  ethene 
dibromide  in  a  peculiar  manner.  Thus  trimethylamine  and  ethene 
dibromide  readily  combine,  and  form  monohro7nethyl'tri7ruthylavmiO' 
nium  bromide  C2H^Br(CH3)3NBr ;  nascent  hydrogen  converts  this 
compound  into  ethyl-trimethylammonium  bromide  C^^^iJ^CH^f^'BT, 
and  by  the  action  of  moist  silver  oxide  it  yields  choline : — 

CoH,Br(CH3)3NBr  +  Ag^  +  H,0  =  C2H4(OH)(CH3)3N  |q  ^  gAgBr 


PHOSPHOBUS-  AND  ABS£NIC-BAS£S  OF  ETHENE. 

Triethylphosphine  combines  with  ethene  dibromide,  forming  two 
compounds  according  to  the  relative  quantities  of  the  two  con- 
stituents : — 

Triethyl-bromethylphosphonium  bromide  CoH^Br(C2H5)3PBr. 
Hexethyl-ethenediphosphonium  dibromide  CjH^  \  )c^H^(^P  f  ^^- 

The  monobromide  crystallizes  in  regular  dodecahedrons ;  on 
heating  its  aqueous  solution  with  silver  chloride  it  yields  the 
compound  C2H4Br(C2H5)3PCl,  but  by  acting  on  it  with  moist  silver 
oxide  all  the  bromine  is  replaced  by  hydroxyl,  and  the  ammonium 
base  C2H4(OH)(C2H5)^ )  q  j^  formed,  the  constitution  of  which  is 

analogous  to  that  of  choline. 

The  second  bromide  corresponds  to  the  compounds  formed  bj 
uniting  ethenediamine  with  the  iodides  of  monad  alcohol  radicals. 

Triethylarsine  acts  upon  ethene  dibromide  in  a  similar  manner  as 
the  phosphorus-base. 
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ETHIDENE    COMPOUNDS. 

CH3, 
The  radical  ethidene    |       which  is  isomeric  with  ethene,  does  not 

CH 

CH3 
exist  in  the  free  state ;  its  oxide  ig  acetaldehyde    I 

CHO 
Ethidene  Dichloride  CgH^Clg  is  identical  with  dichlorethane,  and  is 
formed  by  the  actiofi  01  chlorine  upon  ethyl  chloride  as  well  as  by 
distilling  aldehyde  with  phosphorus  pentachloride.     It  boils  at  58°. 

CH3  CHj 


h 


+  PCI5  =  I  +  POCI5 

HO  CHCI2 


Ac€tcU  C2H^(OC2H5). — This  isomerideofdiethylethenate  is  obtained 
as  a  by-product  in  tibe  preparation  of  aldehyde,  and  is  also  formed 
by  heating  aldehyde  with  alcohol  to  100**  in  sealed  tubes ; — 


CH3  CH3 

1       +  2C,H,.0H  =1       f  on  H  +  "»0 

6hO  CH  {  ggji 


or  by  the  action  of  sodium  ethylate  upon  ethidene  dichloride. 
Acetal  is  a  limpid  liquid,  possessing  a  refreshing  odour,  and  boiling  at 
104®.  On  oxidation  it  yields  aldehyde  and  acetic  acid,  and  by  heating 
it  with  acetic  acid,  ethyl  acetate,  aldehyde,  and  water  are  formed. 

When  a  mixture  of  methyl  alcohol  and  ethyl  alcohol  is  oxidized 
by  manganese  dioxide  and  dilute  sulphuric  acid,  a  number  of  pro- 
ducts   are   formed,   among    which    are    found    methyl-ethyl    acetal 

CgH^  \  Qp  Tj  ,  boiling  at  85°,  and  dimethyl  acetal  CgH^  -j  Qprr^*  boiling 

at  65°.     The  latter  compound  exists  also  in  crude  wood-spirit. 

By  distilling  methyl  alcohol  with  the  above  oxidizing  mixture,  it 
yields  methyl  formate  and  a  liquid  called  methylal  CgHgOg,  boiling 
at  42°,  and  possessing  an  agreeable  odour.  This  body  has  most  pro- 
bably the  constitution  (m^OQU^^y  standing  in  the  same  relation  to 
formaldehyde  as  acetal  to  acetaldehyde. 

Aldehyde  combines  with  ethyl  chloride,  forming  the   compound 

r  CI 
CgH^  -j  Qp  TT  ,  a  liquid  boiling  with  decomposition  at  about  100°,  and 

yielding  acetal  by  the  action  of  sodium  ethylate  : — 

CH3  CH3 

^^  I  OC,H,  ^^^  1  OC^H^ 

0  2 
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When  aldehyde  is  heated  with  acetic  anhydride  to  180®,  combina- 
tion takes  place,  and  cihidene  diacetate  is  produced : — 

CH,CHO  +  0  { '^f^  =  CH,CH  {  ^^f^ 

This  compound  is  an  oily  liquid,  boiling  at  169^  and  possessing  an 
alliaceous  odour. 

The  compounds  formed  by  the  union  of  chloral  with  water  and 
alcohols  (page  146)  have  to  be  regarded  as  compounds  of  trichlor- 
ethidene : — 

Chloral  Hydrate  or 
Trichlorothidene  Alcohol.  Chloral  Alcoholate. 

CCI3.CH  I  Q2  CClg-CH  I  Q(.^g^ 


By  treating  chloral  alcoholate  with  phosphorus  pentachloride  the 

C  HCl  1 
hydroxyl  is  replaced  by  chlorine,  and  tetrachlorethyl  oxide    *p  tt*  1  ^ 

is  formed  (see  page  112). 


OLYCOLLYL    COMPOUNDS. 
GLYCOLLIC  ACm  OR  OXACETIC  ACID   CgH^Oj. 

This  acid  can  be  produced  by  different  reactions.  It  is  formed  by 
oxidizing  glycol  with  weak  nitric  acid : — 

CHj.OH  CH2.OH 

I  +  Og  =  I  +  H,0 

CHj.OH  CO.OH 

and  also  by  heating  metallic  chloracetates  or  bromacetates  with 
water : — 

CHjCl  CH2.OH 

I  +  H,0  =  I  +  KCl 

CO.OK  CO.OH 

Glycollic  acid  is,  however,  more  conveniently  prepared  by  oxidizing; 
ethyl  alcohol  with  nitric  acid.  One  volume  of  nitric  acid  (l*3o 
specific  gravity)  is  mixed  with  two  volumes  of  alcohol  (90  per  cent.)  ; 
after  standiug  for  some  time  evolution  of  gas  commences.  The  liquid 
is  now  kept  at  a  temperature  of  20"*  until  this  evolution  ceases,  and 
then  evaporated  on  a  water-bath  to  the  consistency  of  a  syrup.  The 
residue  is  dissolved  in  water,  and  the  boiling  solution  neutralized  witli 
chalk.  On  cooling,  impure  calcium  glycoUate  cr}'stallizes  out,  whicli 
is  boiled  with  milk  of  lime  in  order  to  remove  by-products  (glyoxal 


THE  CARBON  COMPOUNDS.  197 

and  glyoxylic  acid).  To  obtain  the  pure  acid  the  solution  of  the 
calcium  salt  is  precipitated  with  oxalic  acid,  filtered,  and  the  filtrate 
neutralized  with  lead  carbonate.  The  lead  salt  thus  obtained  is  crys- 
tallized, and  the  pure  salt  dissolved  in  water.  Sulphuric  acid  is  then 
added,  but  not  sufficient  to  decompose  all  the  lead  glycoUatc,  the 
solution  evaporated  to  dryness,  and  the  residue  exhausted  with  ether. 
(3n  evaporating  the  ether,  glycollic  acid  crystallizes  out,  forming, 
when  quite  pure,  large  regular  crystals  which  are  very  soluble  in 
water,  deliquesce  in  moist  air,  and  melt  at  79^  Glycollic  acid  exists 
in  the  juice  of  unripe  grapes,  and  in  the  green  leaves  of  the  Virginia- 
creeper  (Ampelapsis  hederacea). 

Calcium  Glycollate  (CgHgOg^gCa  is  sparingly  soluble  in  cold  water, 
and  ciystallizes  from  a  hot  saturated  solution  in  colourless  needles 
usually  grouped  in  stars.  By  adding  silver  nitrate  to  its  solution  a 
white  crystalline  precipitate  of  silver  glycollate  is  formed.  Copper 
glycollate  is  a  greenish-blue  crystalline  powder,  which  is  obtained  by 
mixing  a  solution  of  copper  sulphate  with  a  hot  concentrated  solution 
of  the  calcium  salt. 

Glycollyl  Chloride  CjHgOClg  is  obtained  by  the  action  of  phosphorus 
pentachloride  on  the  acid;  it  is  identical  with  monochloracetyl  chloride, 
and  yields  with  water  monochloracetic  acid.  The  formation  of  the 
chloride  is  explained  by  the  equation  : — 

CH2.OH  CH.C1 

I  +  2PCL  =  I  +  2P0CL 

CO.OH  COCl 


GLYCOLLIC  ETHERS. 

Ethylglycollic  Acid  CH2(OC2H5)CO.OH  is  produced  by  the  action 
of  sodium  ethylate  upon  sodium  monochloracetate.  To  prepare  the 
free  acid  the  copper-salt  is  decomposed  by  hydrogen  sulphide.  It  is 
a  thick,  colourless  liquid,  boiling  at  about  200°,  and  having  a  very 
sour  taste  like  glycollic  acid. 

Ethyl  Glycollate  CH2(OH)CO.OC2H5,  a  neutral  liquid,  soluble  in 
water,  is  obtained,  together  with  glycollic  anhydride,  by  heating 
ethyl  monochloracetate  wnth  sodium  glycollate : — 

CH2CI  CH2.OH      Cn2.0H         CHg. 

+  1  =1  +   !     ^0  +  NaCl 


CO. 


OCgHg      CO.OXa      CO.OC2H5      CO  "^ 


Diethyl  Glycollate  CH2(OC2H5)CO.OC2^l5  ^^  conveniently  prepared 
by  dissolving  sodium  in  absolute  alcohol,  and  mixing  this  solution 
gi*a(lually  with  ethyl  monochloracetate ;  the  mixture  is  heated  for 
some  time,  and  the  ether  separated  from  the  alcohol  by  fractional 
distillation.  It  is  a  colourless  liquid,  boiling  at  155°,  and  possessing 
a  sweetish  taste. 
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CH2.OC2H3O 
Ethyl  AcetylglycoUule    \  . — Tliis  ether  is  obtained  by 

CO.OC2H5 
heating  ethyl  monochloracetate  with  potassium  acetate.  It  is  a 
colourless  liquid,  having  a  pleasant  fruity  smell,  and  boiling  at  179"". 
On  distilling  it  with  caustic  potash  it  is  resolved  into  potassium 
glycoUate  and  acetic  ether.  When  its  aqueous  solution  is  evaporated 
with  slacked  lime  in  vacuo,  calcium  acetate,  calcium  glycoUate,  and 
calcium  acetylglycollate  are  produced:  the  latter  salt  crystallizes  in 
small  prisms. 

CO 
Olycollide  or  Olycollic  Anhydride   \     \o. — ^When  glycollic  acid  is 

heated  above  150^  it  is  partially  resolved  into  water  and  glycollide. 
The  latter  compound  is  formed  in  larger  quantity  when  potassium 
monochloracetate  is  heated  to  120^  It  is  a  white  amorphous 
powder.  When  heated  with  water  it  is  slowly  reconverted  into 
glycollic  acid ;  this  change  takes  place  more  quickly  in  the  presence 
of  an  alkali. 

Diglycollic  Acid  or  Paranuilic  Add, — 0  •!  pTj^PO  OH* — '^^^  ^^' 

basic  acid  is  formed  by  the  oxidation  of  diethene  glycol  as  well  as  by 
the  dehydration  of  glycollic  acid.  It  is  also  produced  together  with 
glycoUic  acid  when  monochloracetic  acid  is  boiled  with  milk  of  lime 
and  calcium  chloride.  It  forms  large  monoclinic  crystals,  and  is  very 
soluble  in  water.  When  it  is  heated  with  fuming  hydriodic  acid  it 
splits  up  into  acetic  acid  and  glycollic  acid,  and  if  the  hydriodic 
acid  be  in  excess  the  glycollic  acid  is  also  reduced  to  acetic  acid  : — 

^^^    ^  {  ChIcO  OH  ■*■  ^^^  =  H0.CH,.C0.0H  +  CHyCO.OH  +  I^ 

.nx      CH2.OH  CH3 

^^^     I  +  2HI  =  I  +  H,0  +  I, 

CO.OH  CO.OH 

Diglycollic  acid  is  metameric  with  malic  acid. 

CH2.SO3H 

Sulphacetic  Add   |  . — This  acid  is  obtained  by  heating  a 

CO.OH 
mixture  of  glacial  acetic  acid,  and  sulphur  trioxide  for  some  time, 
diluting  with  water  and  neutralizing  with  lead  carbonate.  The  acid 
prepared  from  the  lead  salt  by  hydrogen  sulphide  crystallizes  in 
transparent  prisms ;  it  is  readily  soluble  in  water  and  a  strong 
bibasic  acid. 

It  is  also  produced  by  the  action  of  fuming  sulphuric  acid  upon 
acetonitrile  or  acetamide : — 
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and  its  sodium  salt  lias  also  been  obtained  by  boiling  a.  solution  of 
sodium  sulphite  with  sodium  monochloracetate : — 

CH.C1  ,  T^,      CH,.SOjNa 

I  +S0J£=I  +ClNa 

CO.ONa  <■  ^*      CO.ONa 

When  sulphacetic  acid  is  heated  with  sulphur  trioxide  it  is  con- 
verted into  methionic  acid  or  metherudisvlphonic  acid : — 

I  +  SO3  =  CH,  ]  |^3H  +  CO, 

CO.OH  ^  ^^3^ 

This  acid  is  of  course  also  formed  when  acetamide  or  acetonitrile 
are  heated  with  a  large  excess  of  fuming  sulphuric  acid. 

Methionic  acid  is  the  lower  homologue  of  ethenedisulphonic  acid 
(see  Ethene  Compounds),  and  is  the  second  member  of  a  series  of 
s'^lphonic  acids,  which  may  be  considered  as  substitution-products  of 
marsh-gas,  the  first  being  mcthylsiUphonic  acid  CH3.SO3H,  a  com- 
pound formed  by  the  oxidation  of  methyl  mercaptane,  and  the 
third  is  methenyltrisviphonic  acid,  a  compound  already  described  (see 
page  103) : — 


iiylsTilphomc  Acid.  Mtthenedisnlphonic  Acid.      MethenyltrisnlphoD 

CH3.SO3H  CH2(S03H)2  CH(S03H), 


GLTCOLLIG  AMIDBS. 


CH2.OH 


Qh/collamide  \  is  produced  by  the  action  of  dry  ammonia 

CO.NH2 
upon  glycollide  or  ethyl  glycollate.     It  is  soluble  in  water,  crystal- 
lizing in  colourless  crystals  with  a  slightly  sweet  taste.     It  forms 
very  unstable  salts. 

CH2.NH2 
Glycocol  or  Amidacetic  Acid  \  . — This  compound,  also  called 

COOH 
glycocinc,  is  formed  by  heating  monochlor-  or  monobromacetic  acid 
with  ammonia.  It  is  a  product  of  decomposition  of  glycocholic  and 
hippuric  acids,  and  is  also  produced  when  glue  is  boUed  with  dilute 
sulphuric  acid.  It  forms  large  transparent  crystals,  possessing  a 
sweet  taste.  It  is  a  weak  acid,  the  copper-salt  being  the  most 
characteristic. 


200  THE  CHEMISTRY  OF 

It  is  obtained  by  dissolving  copper  hydroxide  in  a  boiling  solution 
of  glycocol ;  on  cooling  tlie  salt  crystallizes  in  fine,  dark  blue  needles 
[CH2(NH2)COj2Cu  +  H2O.  SUver  amidacetatc  CTl^Q^B.^CO^g 
separates  from  a  hot  solution  in  colourless  crystals. 

Glycocol  is  an  acid,  but  at  the  same  time  also  an  amine,  and  com- 
bines therefore  with  acids. 

Glycocol  Hydrochloride  C2H3O2.NH3CI  is  very  soluble  in  water,  and 
crystallizes  in  prisms  ;  with  platinic  chloride  it  forms  the  double  salt 
2(C2H302.NH3C1)  +  PtCl^,  which  is  soluble  in  water  and  alcohol. 
Glycocol  also  combines  with  several  salts  as  silver  nitrate,  &c.  &c. : — 

CH2.NHs.lsr03 


A 


O.OAg 

When  glycocol  is  heated  with  caustic  baryta  it  is  resolved  into 
methylamine  and  carbon  dioxide  : — 

CH2(NH2)C02H  =  CHj.NHg  +  COg 

Nitrous  acid  converts  it  into  glycoUic  acid : — 

CH2(NH2)C02  +  NO.OH  =  CH2(OH)C02H  +  H^O  +  N, 

CHj-NHCCHg) 

Meihyl-glycocol  or  Sarcosine    \  . — This  compound  was 

CO.OH 
first  obtained  by  boiling  creatine  with  baryta-water  (see  Creatine),  and 
can  easily  be  obtained  by  acting  with  methylamine  upon  mono- 
chloracetic  acid.  It  forms  colourless  crystals  possessing  a  burning 
sweet  taste  ;  when  heated  it  melts,  and  sublimes  without  decomposi- 
tion. It  combines  with  acids ;  the  most  characteristic  of  its  salts  is 
the  platinum  double  compound  2[C2H302.N(CH3)H2C1]  +  PtCl^,  which 
crystallizes  in  large  pale-yellow  octahedrons. 

Similar  compounds  are  formed  by  the  action  of  ethylamine  and 
diethylamine  upon  monochloracetic  acid : — 

Ethyl  Glycocol.  .   Diothyl-Glycocol. 

CH2.N(C,H^H  CH2.N(C2H,)2 

CO.OH  CO.OH 

CH2.NH2 
GlycoUyldiamide  \  . — This  compound  is  produced,  but  not 

CO.NH2 
readily,  by  heating  monocluoracetic  acid  or  glycocol  with  a  solution  of 
ammonia  in  absolute  alcohol.  It  is  a  crystalline,  deliquescent  mass, 
having  an  alkaline  reaction  ;  it  combines  readily  with  carbon  dioxide, 
and  with  acids,  forming  crystalline  salts.  On  boiling  its  aqueous 
solution  it  yields  glycocol  and  ammonia. 
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OXALYL    COMPOUNDS. 
OXALIC    ACID    €202(011)2. 

This  important  compound  exists  in  many  plants  (Oxalis,  Eumex, 
and  Eheum  species),  as  potassium  or  calcium  salt.  Its  sodium-salt 
is  obtained  synthetically  by  passing  carbon  dioxide  over  sodium  heated 
to  360**  :— 

2CO2  +  Nag  =  CgO.Naj 

The  same  salt  is  produced  by  the  action  of  a  high  temperature  upon 
sodium  formate : — 


HCO.ONa      CO.ONa 

CO.ONa 


HCO.ONa 


H2 


Oxalic  acid  is  an  oxidation-product  of  glycol  and  glycoUic  acid ; 
but  also  many  other  compounds,  belonging  to  the  group  of  fatty 
substances,  yield  oxalic  acid  as  the  final  product  of  the  action  of 
nitric  acid.  Many  of  these  bodies  are  also  converted  into  oxalic  acid 
by  fusing  them  with  caustic  potash. 

Acetic  acid  is  oxidized  to  oxalic  acid  by  heating  it  with  a  strongly 
alkaline  solution  of  potassium  permanganate. 

Pure  oxalic  acid  is  best  obtained  by  heating  one  part  of  cane-sugar 
with  eight  parts  of  nitric  acid  as  long  as  red  fumes  are  given  off. 
The  acid,  crystallizing  out  on  cooling,  is  purified  by  recrystallization 
from  boiling  water. 

Commercial  oxalic  acid  is  produced  by  fusing  saw-dust  with  a 
mixture  of  caustic  potash  and  soda  in  the  proportion  of  one  equival- 
ent of  the  former  to  two  of  the  latter.  The  solution  of  the  mixed 
alkalis  having  been  evaporated  to  about  1*35  specific  gravity,  saw-dust 
is  introduced  so  as  to  form  a  thick  paste,  which  is  placed  on  iron 
plates  in  thin  layers  and  gradually  heated,  the  mass  being  kept 
constantly  stirred.  During  this  process  water  is  in  the  first  instance 
given  off ;  the  mass  then  swells  up  and  disengages  inflammable  gases, 
consisting  of  hydrogen  and  hydrocarbons,  an  aromatic  odour  at  the 
same  time  being  evolved.  After  the  temperature  has  been  maintained 
at  200**  for  one  or  two  hours,  the  whole  of  the  woody  fibre  is  decom- 
posed and  the  mass  is  entirely  soluble  in  water.  It  contains,  however, 
only  from  1 — 4  per  cent,  of  oxalic  acid  and  about  0*5  per  cent,  of 
formic  acid.  Tlie  mass  is  now  exposed  still  longer  to  the  same  tem- 
perature, care  being  taken  to  avoid  any  charring,  which  would  cause 
a  loss  of  oxalic  acid.  When  perfectly  dry  it  contains  the  maximum 
quantity  of  oxalic  acid,  viz.  28 — 30  per  cent,  of  CgO^H^  +  2H2O,  but 
no  acetic  acid,  and  very  little  more  formic  acid  than  before.  The 
product,  which  is  a  grey  powder,  is  in  the  next  place  treat<5d  with 
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water;  in  this  sodium  and  potassium  salts  dissolve,  whilst  sodium 
oxalate  is  left  behind.  The  supernatant  liquid  is  drawn  off  and 
evaporated  to  dryness,  and  the  residual  mass  heated  in  furnaces  to 
destroy  the  organic  matter,  and  recover  the  alkalis.  The  sodium 
oxalate  is  decomposed  by  boiling  with  milk  of  lime,  and  the  resulting 
calciiun  oxalate  decomposed  by  means  of  sulphuric  acid,  and  the 
liquor  decanted  from  the  calcium  sulphate  evaporated  to  crystalliza- 
tion. From  about  two  parts  of  saw-dust  one  part  of  crystallized 
oxalic  acid  is  obtained.  The  commercial  acid  always  contains  a  trace 
of  alkali,  which  cannot  be  completely  removed  by  I'ecrystallization. 

Oxalic  acid  crystallizes  in  colourless  prisms  CgHoO^  +  2H2O,  which 
at  lOO*'  lose  their  water,  and  crumble  down  to  a  white  powder.  The 
crystallized  acid  dissolves  in  8  parts  of  water  at  the  common 
temperature,  and  in  about  its  own  weight  of  boiling  water ;  it  is  also 
very  soluble  in  spirits  of  wine.  It  has  an  intensely  sour  taste,  and  is 
very  poisonous,  the  antidotes  being  chalk  or  magnesia. 

The  anhydrous  acid  sublimes  when  carefully  heated ;  its  vapours  are 
very  irritating.  On  heating  the  crystallized  acid  quickly  it  is  resolved 
into  carbon  monoxide,  carbon  dioxide,  water,  and  formic  acid.  Oxidiz- 
ing agents  convert  it  into  water  and  carbon  dioxide ;  this  reaction  is 
made  use  of  in  volumetric  analysis  to  determine  the  strength  of  a 
solution  of  potassium  permanganate  : — 

K^UgOg  +  SHgSO^  +  SCjO^Hg  =  K^^SO^  +  2MnS0^  +  SH^O  +  lOCO^ 

By  boiling  oxalic  acid  with  zinc  and  sulphuric  acid  it  is  reduced 
to  glycoUic  acid : — 

CO.OH  CHp.OH 

I  +  2H2  =  I     '        +  HgO 

CO.OH  CO.OH 

The  hydroxyl  of  oxalic  acid  cannot  be  replaced  by  chlorine;  by 
acting  on  it  with  phosphorus  pentachloride,  it  is  decomposed  accord- 
ing to  the  equation : — 

PCI5  +  CJElfi^  -  POClg  +  2HC1  +  CO  +  COg 


OXALATES. 

Oxalic  acid  is  a  powerful  bibasic  acid,  decomposing  dry  sodium 
chloride  when  heated,  with  the  evolution  of  hydrochloric  acid,  and 
converting  sodium  chloride  or  nitrate  in  solution  into  sodium 
binoxalate. 

Potassium  Oxalates, — The  normal  salt  C^O^Kg  +  HgO  forms  mono- 
clinic  crystals,  and  is  readily  soluble  in  water.  The  acid  salt 
C2O4HK  +  HgO  is  less  soluble,  and  possesses  a  sour  taste ;  it 
occurs  in  sevenil  species  of  Eumex  and  Oxalis.  It  combines  with 
oxalic  acid,  forming  the  so-called  potassium  quadroxalate  CoO^HK 
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+  CjO^Hy-^-  2H2O,  a  salt  sparingly  soluble  in  water  and  crystallizing 
in  large  octahedrons.  The  two  acid  oxalates  are  known  in  commerce 
by  the  name  of  "  salts  of  sorrel,"  or  "  salts  of  lemon." 

Normal  Sodium  Oxalate  CgO^Na  is  a  white  sandy  powder,  and 
only  slightly  soluble  in  cold  water. 

Ammonium  Oxalate  €20^(^114)2  +  HgO  crystallizes  in  rhombic 
prisms,  and  is  used  as  a  reagent  for  calcium  salts. 

Calcium  Oxalate  CgO^Ca  occurs  in  the  form  of  quadratic  prisms, 
containing  three  molecules  of  water,  in  the  cells  of  different  plants 
(rhubarb-root,  lichens,  &c.),  and  in  urine  and  other  animal  fluids. 

It  also  forms  the  chief  constituent  of  the  urinary  calculi  called 
"  mulberry  stones."  When  a  neutral  solution  of  a  calcium  salt  is 
mixed  with  that  of  an  oxalate,  a  crystalline  precipitate  of  calcium 
oxalate  is  formed,  even  in  highly  diluted  solutions ;  it  is  insoluble  in 
water  and  acetic  acid,  but  readily  dissolves  in  dilute  nitric  and 
hydrochloric  acids. 

Ferrous' Oxalate  Gjd^Q  is  obtained  as  a  bright  yellow  precipitate 
by  mixing  solutions  of  oxalic  acid  and  ferrous  sulphate.  Ferric 
(mdate  {Ojd^^^^.  ^^  ^^^  soluble  in  water,  and  is  readily  formed  by 
dissolving  ferric  hydroxide  in  a  solution  of  oxalic  acid. 

The  oxalates  of  lead,  mercury,  and  silver  are  heavy  white  preci- 
pitates. The  silver  and  mercury  salts  decompose  with  a  sudden  flash 
when  heated,  but  on  percussion  the  latter  explodes  violently. 


ETHERS  OF  OXALIC   ACID. 

Methyl  Oxalate  Cfi^{GIl^)^ — The  preparation  of  this  ether  has 
been  already  described  (see  Methyl  Alcohol).  It  forms  large  rhombic 
crystals,  melting  at  5V  and  boiling  at  162°.  It  is  soluble  in  water, 
which  decomposes  it  slowly  in  the  cold,  quickly  on  boiling,  into 
methyl  alcohol  and  oxalic  acid. 

Ethyl  Oxalate  C204(C2H5)2  is  produced  by  distilling  absolute  alcohol 
with  anhydrous  oxalic  acid.  It  is  a  colouiless  liquid,  boiling  at  186^ 
Water,  in  which  it  is  only  sparingly  soluble,  acts  on  it  in  a  similar 
manner  as  on  the  methyl-ether. 

By  acting  on  it  with  an  alcoholic  solution  of  caustic  potash  in  the 

cold,  potassium  ethyloxalaie  CgO^  -j  n  tt  separates  in  crystals.  Ethyl- 
oxalic  acid  is  also  formed  as  a  by-product  in  the  "preparation  of  ethyl 
oxalate.  It  is  a  very  unstable  compound,  and  scarcely  known  in  the 
pure  state ;  when  it  is  heated  it  splits  up  into  carbon  dioxide  and 
ethyl  formate  : — 

CO.OC2H5 

I  *  =  CH0.0C^5  +  CO2 

CO.OH 
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Phosphorus  oxychloride  acts  violently  upon  potassium  ethyloxalato, 
the  chloride  of  ethyloxalic  acid  CgOg  \  qq  ti  being  formed,  a  limpid 

V  2      5 

liquid,  boiling  at  140°  and  possessing  a  suffocating  smell.  It  fumes 
in  the  air,  and  is  acted  upon  by  water  and  alcohol  like  other  acid 
chlorides. 

When  sodium  amalgam  is  added  to  a  solution  of  ethyl  oxalate  iu 
alcohol  the  oxalic  acid  is  reduced  to  glycollic  acid  and  tartaric  add. 
But  when  sodium  amalgam  acts  upon  dry  ethyl  oxalate,  the  reaction 
is  different,  the  chief  product  consisting  of  desoxalic  acid,  a  com- 
pound to  be  described  further  on. 

Sodium  or  potassium  dissolve  in  ethyl  oxalate  with  the  evolution 
of  carbon  dioxide,  and  the  formation  of  a  black  mass,  which  on  dis- 
tillation yields  ethyl  carbonate,  which  compound  was  first  discovered 
by  this  reaction.  The  same  reaction  takes  place  by  acting  on  oxalic 
ether  with  sodium  ethylate,  which  compound  is  always  first  formed 
by  the  action  of  the  metal  upon  ethyl  oxalate.  Besides  carbon  dioxide 
and  ethyl  carbonate,  other  products  also  are  formed  in  small  quantity, 
such  as  ethyl  alcohol,  formic  acid,  &c. 


AMIDES   OF   OXALIC   ACID. 


Oxamide  Gfi2{^^^2  ^  obtained  by  the  action  of  aqueous  ammonia 
upon  oxalic  ether : — 


CO.OC2H5  CO.NH2 


i 


+  2NHs  =  I  +  2CJH5.OH 

O.OC^Hj  CO.NHj 


The  same  compound  is  produced  when  normal  ammonium  oxalate 

CACONH,),  =  CA(NH^2  +  2H,0 

When  cyanogen  gas  is  passed  into  concentrated  hydrochloric  acid,  or 
when  aldehyde  is  added  to  an  aqueous  solution  of  cyanogen,  it  takes 
up  water  and  is  converted  into  oxamide.  On  the  other  hand,  wlien 
oxamide  is  heated  with  phosphorus  pentoxide  it  is  resolved  into  water 
and  cyanogen  gas.  These  reactions  sliow  that  dicyanogen  is  the 
nitrile  of  oxalic  acid  or  dicarhoxyl : — 

Dicyanofijcn.  Dicarhoxyl. 

CN"  CO.OH 

I     +  4H„0  =  I  +  2NH3 

ON  CO.OH 

Oxamide  is  a  white  crystalline  powder,  which  is  but  sparingly- 
soluble  in  water  and  alcohol.     When  it  is  boiled  with  acids  or  alkalis 
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it  takes  up  water  and  yields  oxalic  acid  and  ammonia.     On  heating  it 

with  mercuric  oxide  it  forms  urea  and  carbon  dioxide. 

(  OH 
Oxamic  Acid  CgOg  -j  -fc^TT  is  produced  when  acid  ammonium  oxalate 

is  heated;  and  its  ammonium  salt  is  formed  when  oxamide  is  boiled 
with  aqueous  ammonia : — 

Oxamic  acid  is  a  white  crystalline  powder,  which  is  not  very 
soluble  in  water.  It  is  a  monobasic  acid,  forming  well-crystallized 
salts.  By  heating  it  with  water  it  is  reconverted  into  acid  ammonium 
oxalate. 

Hthi/l  Oxamate  CgOg  \  Qp  %t  . — This  compound,  also  called  oara?/i- 

dhane,  is  formed  by  evaporating  a  solution  of  ethyl  oxalate  in  ammo- 
niacal  absolute  alcohol,  and  is  also  produced  by  the  action  of  dry 
ammonia  upon  the  chloride  of  ethyloxalic  acid.  It  crystallizes  in 
pearly  scales;  aqueous  ammonia  decomposes  it  into  oxamide  and 
ethyl  alcohol. 

Ethyl'Oxamic  Add  GfiA^^^^^^  is  metameric  with  the  last 

compound,  and  is  produced  by  heating  acid  oxalate  of  ethylamine  to 
180**.  It  sublimes  in  white  interwoven  needles,  and  is  soluble  in 
water  and  a  strong  monobasic  acid. 

r  NH  OH 

Oxalohydroxamic  Add  or  Dthydroxyl-oxamide  ^2^2]  jjviqti  ^^ 

formed  by  heating  an  alcoholic  solution  of  hydroxylamine  with  ethyl 
oxalate.  It  forms  colourless  crystals,  and  is  very  sparingly  soluble  in 
cold  water.  When  heated  to  103°  it  bums  like  gunpowder.  The 
hydrogen  in  the  two  hydroxyls  can  be  replaced  by  metals,  crystalline 
salts  being  formed  which  explode  on  heating. 


ALDEHYDES   OF  OXALIC  ACID. 

Both  aldehydes  of  bibasic  oxalic  acid  are  known,  viz. : — 


Glyoxylic  Acid. 

Glyoxal. 

COH 

COH 

1 
CO.OH 

COH 

These  compounds  are  produced,  together  with  glycollic  acid,  when 
alcohol  is  oxidized  with  nitric  acid. 

Olyoxylic  Add  is  also  produced  on  boiling  oxalic  acid  with  zinc 
and  dilute   sulphuric  acid,  and  on  heating  dichloracetic  acid  with 
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water  and  silver  oxide.     Tlie  latter  reaction  takes  place  in  two  stages. 
First  monocMoroglycoUic  acid  is  formed: — 


CHCL,  CHCl(OH) 

I        "    -fH,0  =  J 
CO.OAg  CO.OH 


and  this  compound  is  by  the  further  action  of  silver  oxide  con- 
verted into  glyoxylic  acid.  The  free  acid  forms  a  sour,  thick,  syrupy 
liquid. 

Glyoxylic  acid  is  easily  oxidized  to  oxalic  acid,  and  like  other 
aldehydes  it  combines  with  the  sulphites  of  the  alkali-metals  forming 

CHjO-SOgNa. 
crystalline  compounds  as   |  When  the  acid  is  heated 

CO.ONa 
with  an  ammoniacal  solution  of  silver  nitrate,  metallic  silver  separates 
out  as  a  brilliant  mirror  ;— 

C,H,0,  +  Agp  =  C^H^O,  +  HgO  +  Agg 

Olyoxal  or  OxcUdehyde  CgHgOg. — This  compound  is  isolated  firom 
the  crude  calcium  glycoUate  by  treating  it  with  alcohol,  which 
dissolves  the  glyox^  whilst  the  calcium  salts  of  glyoxylic  and 
glycollic  acids  are  left  behind.  On  shaking  the  alcoholic  solution 
with  acid  sodium  sulphite  a  crystalline  precipitate  of  glyoxal-sodium 
sulphite  is  formed,  which  with  barium  chloride  yields  the  correspond- 
ing sparingly  soluble  barium  salt  By  decomposing  this  compound 
with  dUute  sulphuric  acid,  and  evaporating  the  filtrate,  glyoxal  is  left 
behind  as  a  crystalline,  deliquescent  mass.  By  the  action  of  weak 
nitric  acid  it  yields  glyoxylic  acid,  whilst  a  stronger  acid  oxidizes  it 
to  oxalic  acid.  Alkalis  readily  convert  it  into  glycollic  acid,  even 
more  easily  than  the  isomeric  glycollide  (page  198). 


PROPENE     COMPOUNDS. 

Propene  or  Propylene  CjHq,  a  gas  resembling  ethene,  is  produced 
by  heating  propyl  alcohol  with  concentrated  sulphuiic  acid,  or  by  the 
action  of  alcoholic  potash  solution  upon  secondary  propyl  iodide. 
Pure  propene  is  also  readily  obtained  by  bringing  allyl  iodide  Cgll-I 
(see  Allyl  Compounds)  in  contact  with  zinc  and  dilute  hydrochloric 
acid.  When  the  vapours  of  amyl  alcohol  or  isobutyl  alcohol  are 
passed  through  a  red-hot  tube,  or  when  valerianic  acid  is  heated  with 
quicklime,  the  products  of  decomposition  always  contain  a  large  pro- 
portion of  propene.     It  also  occurs  in  coal  gas. 

Propene  is  a  colourless  gas  condensible  to  a  liquid  by  strong 
pressure ;  it  readUy  combines  with  hydriodic  acid,  forming  secondary 
propyl  iodide : — 
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CH,  CHj 


CH  +  J  1  =  CHI 

II  "^ 


C1I2  ^^Hg 

Propene  DicMoride  CjHgClg,  a  colourless  liquid  smelling  like  ethene 
chloride,  is  produced  by  the  direct  union  of  propene  and  chlorine,  as 
well  as  by  the  action  of  chlorine  upon  propane  or  propyl  chloride.  It 
boils  at  96°. 

Propene  Dihromide  CgH^Brg  is  a  heavy  colourless  liquid  boiling  at 
142**,  which  is  generally  used  for  pireparing  other  propene  compounds. 

Propene  Glycol  C3H-(0H)2  is  obtained  from  propene  dibromide  by 
a  reaction  similar  to  that  by  which  ethene  dibromide  is  .converted  into 
ethene  glycol. 

It  is  a  thick  liquid  having  a  sweet  taste,  and  boiling  at  188*.  By 
the  action  of  hydriodic  acid  it  is  reduced  to  secondary  propyl 
iodide. 

On  heating  a  saturated  solution  of  hydrochloric  acid  gas  in  propene, 

glyQolj  2>ropene  chlorhydrate  CgH^-!  qtt  is  produced,  a  liquid  boiling  at 

127*.  By  the  action  of  caustic  potash  it  is  converted  into  propene 
oxide  C.i|HqO,  a  liquid  soluble  in  water  and  boiling  at  35*.  It  combines 
with  nascent  hydrogen  to  form  secondary  propyl  alcohol : — 

CH,  CH, 


i 


H  ^      +  H.  =  CH.OH 

CHo  CHo 


ISOMERIDES    OF    PKOPENE    COMPOUNDS. 

TrimetJiene  Dibromide  CjH^Brg. — When  allyl  bromide  CoH^Br,  a 
body  belonging  to  the  non-saturated  compounds,  is  treated  with  hydro- 
bromic  acid,  two  isomeric  dibromides  are  found.*  That  which  is 
obtained  in  a  small  quantity  consists  of  common  propene  dibromide, 
formed  according  to  the  following  reaction : — 

CII2  CHg 


CH       +  T^.  h  =  CHBr 
CHgBr  CHgBr 

The  second  bromide,  which  is  always  present  in  a  larger  quantity, 
is  trimethene  dibromide : — 
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CH-  CH-Br 

II  Br  >       J 

CHgBr  CHgBr 

Trimethene  dibromide  is  a  liquid  boiling  at  163^  On  heating  it 
with  silver  acetate  and  acetic  acid  it  yields  an  acetate,  which  on 
distillatioh  with  caustic  baryta  is  converted  into  trwuthene  glycol  or 

r  CH  OH 
primary propcne  alcohol  CHg -|  qu-^qtt  a  thick  liquid,  possessing  a 

sweet  taste  and  boiling  at  about  212^ 

Propidene  Bichloride  or  Methylchloracetol  CgH^Og  is  formed,  together 
with  the  isomeric  propene  dichloride,  by  the  action  of  chlorine  upon 
propyl  chloride.  The  pure  compound  is  produced  when  dimethyl 
ketone  is  distilled  with  phosphorus  pentachloride : — 

CHg  CH3 


A 


0       +    PCJg    =    CCI2    +    POClg 


CH3  CH3 


It  is  a  colourless  liquid  boiling  at  70''.  By  the  action  of  sodium  it 
is  converted  into  common  propene,  and  not,  as  might  be  expected,  into 
an  isomeride.  On  treating  it  with  alcoholic  potash  it  yields  raono' 
chloropvpene  CgHjCl,  a  compound  which  is  also  obtained  by  the  same 
reaction  from  propene  dichloride. 


LAOTYL    COMPOUNDS. 


LACTIC  ACID   OR  a  OXYPROPIONIC   ACID   CsH^Oj. 

This  acid  can  be  produced  artificially  by  several  reactions  : — 
(1)  By  bringing  propene  glycol  in  contact  with  platinum-black  in 
the  presence  of  air : — 

CH3  CH3 


CH.OH  +  0,  =  CH. 


OH  +  H2O 

CH2.OH  CO.OH 

(2)  When  equal  molecules  of  propionic  acid  and  bromine  are 
heated  in  sealed  tubes  to  IbO'^yahroviopropioiiic acid  is  formed,  which, 
when  heated  with  water  and  silver  oxide,  is  converted  into  lactic 
add : — 
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I  I 

CHBr  +  AgOH  =  CH.OH  +  AgBr 

I  I 

CO.OH  CO.OH 

(3)  Anhydrous  prussic  acid  unites  with  aldehyde,  fonning  the  com- 
pound OjH.O.CNH,  a  liquid  boiling  with  partial  'decomposition  at 
183*.  Alkalis  decompose  it  again  into  its  constituents,  but  hydro- 
chloric acid  converts  it  into  ammonium  chloride  and  lactic  acid : — 

CH3 
CH3  I 

I         +  CNH  -f  2H2O  +  HCl  =  CH.OH  -f  NH.Cl 
COH  J 

CO.OH 

Lactic  acid  exists  in  the  gastric  juice  and  in  Turkey  opium,  and  it 
is  also  produced  by  the  lactic  fermentation  of  sugar,  gum,  and 
starch.  It  occurs  therefore  in  sour  milk,  sour  cabbt^e,  in  the  fer- 
mented juice  of  beetroot,  and  in  spent  tan.  It  is  also  formed  together 
with  other  products  when  grape-sugar  is  heated  with  a  solution  of 
caustic  soda. 

Lactic  acid  is  easily  obtained  in  quantity  by  the  following  process : 
3  kilograms  of  cane-sugar  and  15  grams  of  tartaric  acid  are  dissolved 
in  17  utres  of  boiling  water.  After  the  solution  has  stood  for  a  few 
days,  100  grams  of  putrid  cheese  and  1*2  kilograms  of  zinc-white, 
which  have  been  mixed  to  a  creamy  liquid  with  4  litres  of  sour  milk, 
are  added,  and  the  mixture  is  exposed  to  a  temperature  of  30** — 35* 
for  eight  or  ten  days.  The  product  is  heated  to  the  boiling-point, 
filtered,  and  evaporated  to  crystallization.  The  zinc  lactate  thus  ob- 
tained is  purified  by  recrystallization  from  boiling  water,  then  dis- 
solved in  water,  decomposed  by  hydrogen  sulphide,  and  the  filtrate 
evaporated  on  a  water-bath.  The  residue,  consisting  of  impure  lactic 
acid,  is  dissolved  in  a  small  quantity  of  water  and  the  solution  shaken 
with  ether.  On  evaporating  the  ethereal  solution  pure  aqueous  lactic 
acid  is  obtained,  forming  a  colourless,  syrupy  liquid,  possessing  a  very 
sour  taste. 


LACTATEa 

The  lactates  of  the  alkali  metals  are  very  soluble  in  water,  and  do 
not  crystallize. 

Calcium  Lactate  {C^^fi^)2CB,  +  5H2O  crystallizes  from  a  hot  aqueous 
solution  in  warty  needles.  Zinc  lactate  (C3H50)2Zn  +  3HjO  is  the 
most  characteristic  salt  of  this  acid  ;  it  crystallizes  in  shining  four- 
sided  prisms,  and  dissolves  in  six  parts  of  boiling  and  fifty-eight  parts 
of  cold  water ;  it  is  insoluble  in  alcohol.  Ferrous  la<:tate  {Cfifi^^e 
C  P 
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+  SHgO  is  prepared  by  dissolving  iron  filings  in  sour  whey.  It 
forms  nearly  colourless  crystalline  crusts ;  it  is  but  sparingly  soluble 
in  water,  and  is  used  in  medicine. 

When  a  mixture  of  lactic  acid  and  phosphorus  di-iodide  P^I^  is  in- 
troduced in  water,  a  iodopropionic  add  is  formed,  an  oily  liquid 
insoluble  in  water,  which,  when  heated  with  strong  hydriodic  acid 
to  150^  is  converted  into  propionic  acid.  This  transformation  of 
lactic  acid  into  propionic  acid  is  explained  by  the  following  equa- 
tions : — 


CH.OH  -f  HI  =  c; 


(1)    CH.OH -f  HI  =  CHI      +H3O 
CO.OH  CO.OH 


CHg  CHj 

(2)    CHI      +HI  =  CHj  +  T, 


CO. 


I  -    * 

OH  CO.OH 


.  Lactyl  Chloride  CjH^OClj. — ^This  compound  is  obtained  by  distil- 
ling two  molecules  of  phosphorus  pentachloride  with  one  molecule  of 
calcium  lactate.  It  is  a  fuming  liquid,  which  has  not  been  obtained 
quite  fi*ee  from  phosphorus  oxychloride.  It  is  decomposed  by  cold 
water  with  the  formation  of  hydrochloric  acid  and  a  chloropropionic 
acid,  a  colourless  liquid,  boiling  at  186^ 

CHj  CHj 


I 
HCl  +  H2O  =  CHCl  +  Ha 


OCl  CO.OH 


ETHERS  OF  LACTIC  ACID. 

Ethyl  Lactate,  a  colourless  neutral  liquid  boiling  at  156^  is  produced 
by  heating  lactic  acid  with  absolute  alcohoL  It  is  soluble  in  water ; 
^ts  aqueous  solution  soon  turns  acid,  being  decomposed  into  alcohol 
and  lactic  acid.  Sodium  dissolves  in  ethyl  lactate  with  the  evolution 
of  hydrogen.  On  heating  the  sodium  compound  thus  formed  with 
ethyl  iodide,  diethyl  lactate  is  formed,  a  liquid  possessing  an  agree- 
able odour,  and  boiling,  like  the  monolactate,  at  156^  By  the  action 
of  hot  potash-solution  it  yields  potassium  ethyllactate ;  the  free 
ethyllactic  acid  is  as  yet  very  little  known.  The  constitution. of 
these  ethers  is  shown  by  the  following  formulee: — 
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Ethyl  Lactate.  Ethyllactic  Acid.  Diethyl  LacUte. 

CH|  (^^8  ^^3 

CH.OH  CH. 


CO. 


OCjHj  CH.OCjHj 

OCjHj  CO.OH  CO.OCjHj 


Aeetylladic  Aeid  or  Lactyl  Acetate  CHj.CH(OCjHgO)CO,H,— 
When  ethyl  lactate  is  heated  with  acetyl  chloride,  the  ethyl-etner  of 
acetyl-lactic  acid  is  formed  : — 

CHg  CHj 


h 


H.OH     +  aH.oci  =  CH.OaH,0  +  HCl 


2^3  v^v^*.  —    yj..i..wv^2^^3' 


CO.OC2H5  CO.OC2H5 

Ethyl  acetyllactate  is  a  liquid  boiling  at  177°,  and  possessing  a 
fruity  smell.  On  heating  it  with  water  for  2 — 3  hours  to  150**  it  de- 
composes into  alcohol  and  acetyllactic  acid,  a  thick,  very  sour  liquid. 

Nitrolactic  Add  or  Lactyl  Nitrate  CH3.CH(ON02)C02H  is  pro- 
duced by  dissolving  lactic  acid  in  a  mixture  of  concentrated  nitric 
and  sulphuric  acids.     It  is  a  colourless,  viscid  liquid,  possessing  a 
very  sour  taste  and  a  faint  nitrous  odour ;  in  pure  water  it  dissolve? 
but  sparingly,  but  readily  in  dilute  acids.     It  is  a  very  unstable  com 
pound,  decomposing  slowly  at  the  ordinary  temperature,  and  quickly 
on  heating,  with  the  evolution  of  nitrous  fumes.    Caustic  alkali, 
quickly  convert  it  into  a  nitrate  and  a  lactate. 

Ethyl  mtrolactate  CHj.CH(ON02)C02.C2H5.— To  obtain  this  com- 
pound, ethyl  lactate  is  dissolved  in  concentrated  nitric  acid ;  on  add- 
ing sulphuric  acid  to  this  solution  the  ether  separates  out  as  an  oily, 
limpid  liquid,  possessing  an  agreeable  odour  and  pungent  sweet  taste. 
It  boils  with  slight  decomposition  at  178°,  and  burns  like  nitrolactic 
acid  with  a  brilliant  flame. 

Lactic  Anhydride  CigHj^Oj. — ^When  lactic  acid  is  heated  to  150°, 
water  is  formed,  and  a  yellowish  amorphous  residue  is  obtained, 
which  is  commonly  called  lactic  anhydride.  The  same  compound  is 
formed  by  heating  potassium  lactate  with  a  bromopropionic  acid.  The 
latter  reaction  shows  that  this  compound  is  an  ether,  containing  two 
residues  of  lactic  acid,  one  playing  the  part  of  an  alcohol  radical,  and 
the  other  that  of  an  acid  radical : — 

CH3 
CIX3  CH3         I 

I  I  CH.OH     CH, 

CH.OH  +  CHBr  =1  +  KBr 

I  I  CO.O CH 

CO.OK      CO.OH 


CO.OH 

p  2 
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This  etherification  also  takes  place  slowly,  when  an  aqueous  solu- 
tion of  lactic  acid  is  allowed  to  remain  over  sulphuric  in  vacuo,  and 
for  this  reason  pure  anhydrous  lactic  acid  is  not  obtainable. 

The  anhydride  is  very  slowly  decomposed  by  water  alone,  but 
quickly  in  presence  of  alkalis,  into  two  molecules  of  lactic  acid. 

Lactide  CjH^Og. — ^When  the  so-called  anhydride  is  heated  to  210**, 
lactide,  or  the  real  lactic  anhydride,  is  formed.  It  crystallizes  froQi 
alcohol  in  shining  rhombic  plates,  and  is  sparingly  soluble  in  water, 
^th  which  it  slowly  combines,  to  form  lactic  acid.  When  quickly 
heated  it  splits  up  into  carbon  monoxide  and  aldehyde : — 


CH, 


CH3 


H       =1         +  CO 
CHO 


AMIDES   OF   LACTIC  ACID. 


Lactamide  C2H^(OH)CONH2  is  formed  by  the  combination  of 
lactide  with  dry  ammonia : — 


CH3  CH 


8 


CR       +  NH,  =  CH.OH 

I    >0  I 

CO  CO.NH, 

The  same  compound  is  produced  by  heating  ethyl  lactate  with 
ammonia;  it  is  freely  soluble  in  water,  and  crystallizes  in  plates, 
melting  at  74**.  When  it  is  heated  with  potash-solution,  ammonia 
is  evolved  and  potassium  lactate  is  formed. 

Alanine  or  Amidopropionic  Acid  C2H.(NH2)C02H. — This  com- 
pound is  obtained  by  heating  ethyl  a  chloropropionate  with  am- 
monia, or  by  boiling  two  parts  of  aldehyde-ammonia  and  one  part  of 
anhydrous  prussic  acid  with  an  excess  of  dilute  hydrochloric  acid : — 

CH3  CII3 

CH.NH2  +  CNH  +  2 1 0  +  HCl  =  CH.NH2  +  NH.Cl 

OH  CO.OH 

On  evaporating  the  solution  a  mixture  of  sal-ammoniac  and  alanine 
hydrochloride  crystallizes  out.  The  latter  is  dissolved  in  absolute 
alcohol,  and  the  solution  treated  with  lead  hydroxide,  lead  chloride 
being  formed  and  lead  amidopropionatef  which  is  decomposed  with 
hydrogen  sulphide.      Alanine  crystallizes  from  an  alcoholic  solution 
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in  shining  prisms  which  are  freely  soluble  in  water,  but  sparingly  in 
alcohol  and  insoluble  in  ether.  Its  solution  has  a  neutral  reaction 
and  a  sweet  taste.  On  heating  it  carefully  it  sublimes,  but  when  the 
temperature  is  raised  quickly  a  large  portion  splits  up  into  carbon 
dioxide  and  ethylamine: — 


=  C3H,.NH,  +  CO3 
.OH 


CO.i 


like  glycocol  it  combines  with  acids,  yielding  soluble  salts ;  it  also 
forms,  as  acid,  metallic  salts.  Nitrous  acid  acts  on  it  as  on  other 
amido-compounds,  lactic  acid,  nitrogen,  and  water  being  formed  : — ' 

CjH,.NH2  CjH,.OH 

I  +  NO^H  =1  +  Ng  +  H.0 

CO.OH  CO.OH 

TrichloroUictic  Add  CCI3.CH  -J  ^q  qjt. — When  chloral  is  digested 

with  aqueous  hydrocyanic  acid,  they  combine,  forming  the  nitHle  of 

trichlorolactic  acid  CCI3.CH  -j  q  j^,  a  crystalline  solid,  which,  by  con- 

tinned  boiling  with  hydrochloric  acid,  is  converted  into  trichlorolactic 
acid,  a  solid  melting  at  11 0^  Its  salts  readily  split  up  on  heating 
them  with  excess  of  base  into  a  formate  and  chloral. 


ETHENE-LACTYL   AND   MALONYL  COMFOUNDS. 

Sarcolactic  Acid  CjHgOj. — ^This  name  is  given  to  an  acid  occurring 
in  the  muscular  flesh,  from  which  it  can  be  extracted  by  water,  and  is 
also  found  in  different  auimal  secretions.  Eecent  researches  have 
shown  that  this  body  is  a  mixture  of  two  acids ;  one  of  these,  called 
paralactic  acid,  has  the  greatest  resemblance^  to  common  lactic  acid, 
from  which  it  only  differs  by  being  optically  active.  The  second  acid 
is  called  ethene-lactic  acid,  because  it  has  been  obtained  synthetically 
from  ethene  compounds,  just  as  common  lactic  acid  is  derived  from 
ethidene  compounds  (aldehyde).  By  heating  ethene  chlorhydrate 
with  potassium  cyanide  the  nitrile  of  ethene-lactic  acid  is  formed, 
which,  on  boiling  with  caustic  potash,  yields  the  potassium  salt  of 
this  acid: — 

CN  CO.OK 

CH2  +  KOH  +  HjO  =  CH,        +  NH, 

CH,.OH  CH^OH 
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Ethene-lactic  aoid  must  be  regarded  as  the  first  oxidation-product 
of  primary  propene  alcohol,  but  it  has  not  yet  been  obtained  from 
this  compound.  It  is  a  monobasic  acid,  as  well  as  a  primary  alcohol, 
whilst  common  or  ethidene-la/stic  acid  is  a  secondary  alcohoL 

On  oxidizing  the  former  with  dilute  chromic  acid,  it  is  converted 
into  bibasic  mcUanic  acidy  whilst  common  lactic  acid  is  resolved  by 
oxidation  into  acetic  acid  and  formic  acid  (or  carbon  dioxide  and 
water) : — 

CO.OH  CO.OH 

(1)  CH^.        +0j  =  CH2      +HjO 
CHj.OH  CO.OH 

CO.OH 
I  CO.OH 

(2)  CH.OH  +  0,  =  +  CO,  +  H-0 

in.  ^=" 

McUonie  Add  GgH^O^. — ^This  aoid  was  first  obtained  by  the  oxi- 
dation of  malic  acid : — 


CO.OH 

CO.OH 
.OH  I 

I  +  O,  =  CHj     +  COj  +  11,0 


CH.< 


!H 


CO. 


C0.< 


OH 
OH 


It  is  also  formed  by  the  oxidation  of  ethene-lactic  acid  and  by 
heating  cyanacetic  acid  with  potash  solution : — 


CN  CO.OH 

I 
CH- 

I 
CO.OH  CO.OH 


CH.      +  2H.0  =  CH-       +  NH, 

I  I 

C0.( 


Malonic  acid  crystallizes  in  large  thin  plates,  melting  at  132^  On 
heating  it  stronger,  it  decomposes  into  carbon  dioxide  and  acetic  acid. 
The  nialonates  of  the  alkali-metals  are  readily  soluble  in  water,  those 
of  the  other  metals  sparingly  soluble,  or  insoluble. 
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BUTENE   COMPOUNDS. 


a  BtUene  or  Butylene  C.Hg  is  found  in  coal  gas,  and  in  large  quan- 
tities in  the  gas  obtained  ttom  fatty  oils.  Pure  butene  is  readily 
obtained  by  heating  secondary  butyl  iodide  with  an  alcoholic  solution 
of  caustic  potash : — 

CH3  CH3 


CH  C 

I    *  +  KOH  =  I     '  +  KI  +  H»0 

CHI  CH 


H3  CHj 

It  is  a  colourless  gas  which  by  exposure  to  strong  cold  condenses 
to  a  limpid  liquid,  ^Uing  at  +  1^ 

BtUene  Dibromide  C^HgBr^  is  a  heavy  colourless  liquid  boiling  at  159*. 
Butene  combines  readily  with  fuming  hydriodic  acid,  secondary  butyl 
iodide  being  formed.  It  is  also  slowly  absorbed  by  an  aqueous  solu- 
tion of  hypochlorous  acid,  with  the  formation  of  htUene  chlorhydrate 

{OH        . 
QY  f  which,  by  the  action  of  sodium  amalgam  and  water,  is 

converted  into  secondary  butyl  alcohol. 

Butene  Glycol  C^HaCOH)^. — ^This  body  is  formed,  but  only  in  a 
small  quantity,  together  with  alcohol,  by  the  action  of  sodium  amal- 
gam on  a  weak  acid  aqueous  solution  of  aldehyde.  It  is  a  thick, 
colourless,  sweet  liquid,  boiling  at  204''.  By  oxidation  it  yields  acetic 
acid  and  oxalic  acid ;  this  proves  that  its  constitution  and  mode  of 
formation  is  as  follows : — 

COH  CH-.OH 

I  I 

CHj  CHg 

COH  CH.OH 

I,  I 

Isobutene  or  Dimethyl-ethane  C.Hg  has  been  obtained  (1)  by  heating 
isobutyl  alcohol  with  zinc  chloride,  (2)  by  passing  the  vapour  of  amy! 
alcohol  through  a  red-hot  tube,  and  (3),  together  with  tetramethyl- 
butane  (so  called  dibutyl),  in  the  electrolysis  of  potassium  valerate. 
The  pure  hydrocarbon  is  most  readily  produced  by  the  action  of  alco- 
holic potash  solution  on  isobutyl  iodide  and  tertiary  butyl  iodide : — 
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CH,  CH,  CH.  CH- 

(1)     CH      -HI=      C 


A 


HJ  CH3 


(2)     CI         -HI=      C 

I  II 

CH3  CHg 

Isobutene  may  be  condensed  to  a  liquid,  boiling  at  —  7**,  and  pos- 
sessing an  unpleasant  smell  like  coal  gas.  It  is  easily  transformed 
again  into  isobutyl  and  tertiary  butyl  compounds  (see  Butyl 
Compounds). 

IsobiUene  Dibromide  C^HgBrg  boils  at  IBG""  and  is  easily  converted 
into  isohUene  glycol  CJIJOK)^  a  thick  liquid  possessing  a  sweet  taste 
and  boiling  at  183^  When  the  dibromide  is  heated  with  alcoholic 
potash  it  loses  hydrobromic  acid  and  is  converted  into  monohromiso^ 
btUene  Gfi^Br,  which  by  the  action  of  silver  oxide  yields  isobutjrric 
acid: — 

0(0113)2  CH(CH3)2 

II  +  2Ag20  -  I  +  AgBr  +  Ag^ 

OHBr  CO.OAg 

/8  JButene  or  Ethyl-vmyl  O.Hg  is  produced  by  heating  zinc-ethyl 
and  monobromethene  (vinyl-bromide)  in  sealed  tubes  to  140°.  It 
boils  at  —  5°,  and  forms  a  dibromide  boiliug  at  166**.  From  its  mode 
of  formation  it  might  have  been  expected  that  it  was  identical  with 
a  butene,  but  as  this  is  not  the  case,  and  as  it  also  differs  from  iso- 
butene, it  must  represent  the  third  modification  of  buteue,  of  which, 
according  to  theory,  three  isomerides  can  exist  (see  page  176).  The 
reaction  by  which  it  is  formed  may  be  expressed  thus  : — 

0H2=CH  +  CHj— CH3  =  OH3— CH=CH— CH3 

There  exist  similar  reactions  in  which,  by  joining  two  radicals 
together,  the  double  linking  of  two  carbon-atoms  is  shifted  in  the 
same  way  (see  Orotonitrile). 


OXYBUTYRIC  ACIDS  C^HgOj. 

ButylcLctic  Acid  or  a  Oxyhuiyric  Acid, — ^When  butyric  acid  is  heated 
with  bromine,  a  hromohutyric  acid  is  formed,  a  liquid  boiling  with 
partial  decomposition  at  about  217°.  On  heating  it  with  water  and 
silver  oxide  it  yields  a  orybutyric  acid  03Hg(OH)COjH,  forming  de- 
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liquescent  crystals  grouped  in  rosettes.    The  a  oxybutyrates  cr}'stal- 
lize  well ;  the  zinc-salt  is  sparingly  soluble  in  water. 

By  the  action  of  ammonia  upon  a  bromobutyric  acid,  butalanine  or 
a  amidobtUyrie  acid  CjHg(NH2)C0gH  is  obtained,  which  crystallizes 
in  small  needles. 

The  formation  of  oxybutyric  acid  from  butyric  acid  corresponds  to 
that  of  lactic  acid  from  propionic  acid,  from  which  it  follows  that 
both  oxyacids  must  have  a  similar  constitution,  i.e.  the  hydroxyl  being 
combined  with  that  carbon  atom  which  is  linked  to  the  carboxyL 
This  appears  the  more  probable  as  it  has  been  found  as  a  rule  that 
by  the  action  of  chlorine  or  bromine  upon  carbon  atoms  substitution 
always  takes  place  in  the  neighbourhood  of  other  negative  elements 
(CI,  Br,  0).  The  constitution  of  a  oxybutyric  acid  is  explained  by  the 
following  formulae : — 

a  Brombatyric  Acid.  0  Oxybutyric  Acid. 

Clig  CHj 


CH-  CH, 

I  I 


CHBr  CH.OH 

I  I 

CO.OH  CO.OH 

fi  OxyhUyric  Acid. — By  acting  with  acetyl  chloride  on  monosod- 
acetic  ether,  the  ethyl  ether  of  acetyl-acetic  acid  is  formed : — 

CHj  CHj 


+  NaCl 


I 
COCl  CO 


CHjNa  CHj 


CO.i 


CO.OCjHj     CO.OCjHj 

On  treating  this  ether  with  water  and  sodium  amalgam  it  is  con- 
verted into  sodium  /3  oxybutyrate : — 

CHj  CH, 

CO  CH.OH 

+  2H,0  +  Nhj  =  J  +  NaOH  +  CjH,.OH 


CHj  CHj 

I  I 

CO.OCjHj  CO.ONa 

By  decomposing  this  salt  with  sulphuric  acid,  fi  oxybutyric  acid  is 
obtained  as  a  thick,  syrupy,  and  very  deliquescent  liquid.  The  /8 
oxybutyrates  are  very  soluble  in  water,  the  zinc  salt  forming  a  brittle, 
amorphous,  and  deliquescent  mass. 
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Oxj/'isobtUyric  Acid  is  produced  by  oxidizing  isobutene  glycol,  and 
by  the  action  of  caustic  baryta  on  bromisobutyric  acid.  The  same 
acid  has  been  produced  synthetically  from  acetone,  by  a  reaction 
quite  analogous  to  that  by  which  lactic  acid  is  obtained  from  alde- 
hyde. When  a  mixture  of  prussic  acid,  acetone,  and  hydrochloric 
acid,  after  standing  for  some  weeks,  is  boiled,  the  following  reaction 
takes  place : — 

CH3  CH3 

CO   +  CNH  +  HCl  +  2H2O  =  HO.C— CO.OH  +  NH.Cl 
I  I 

By  this  reaction  the  acid  was  first  obtained,  and  was  therefore 
called  acetonic  acid.  Another  synthetical  process  for  preparing  it 
consists  in  heating  methyl  oxalate  with  methyl  iodide  and  zinc,  zinc- 
methyl  being  first  formed,  which  acts  on  the  methyl  ether  in  the 
following  way : — 

CHj  CH3 
I    '         '  +  2Znl^g8=      CO.ZnCHa  +  Zn  {  ^S^3 

CO.OCH3  ^^^8  I  ICH3 

CO.OCH3 

On  adding  water  to  the  resulting  crystalline  mass,  marsh-gas  is 
given  oflf,  and  the  methyl-ether  of  oxy-isobutyric  acid  (dimethyl - 
oxalic  acid)  is  formed  : — 

CH.Q  CU,  CHq  Clio 

CO.ZnCHj  +  2H.0  =      C.OH        +  Zn(OH),  +  CH, 

I  I 

CO.OCH3  CO.OCH3 

Oxy-isobutyric  acid  is  readily  soluble  in  water,  and  crystallizes  in 
long  needles,  melting  at  79®,  boiling  at  212^  but  readily  subliming  at 
a  lower  temperature.  The  zinc-salt  is  sparingly  soluble  in  water,  and 
crystallizes  in  small  hexagonal  plates. 


SUCCINYL  COMPOUNDS. 


SUCCINIC  ACID  C^HgO^. 


This  acid  occurs  in  amber  and  some  other  resins,  and  in  several  plants 
(Artemisia  Absinthiicm,  La^duca  virosa),  and  has  also  been  found  in 
small  quantities  in  the  animal  organism.    Succinic  acid  is  frequently 
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met  with  amongst  the  products  formed  by  the  action  of  nitric  acid  upon 
many  carbon  compounds.  Thus  all  fatty  acids  containing  more  than 
fonr  atoms  of  carbon,  when  boiled  with  nitric  acid  yield  succinic  acid 
and  other  acids  of  the  same  series. 

Succinic  £Uiid  is  also  produced  by  different  kinds  of  fermentation, 
in  small  quantities  in  vinous  fermentation,  in  larger  quantities  in  the 
fermentation  of  malic  acid,  which  acid,  as  well  as  tartaric  acid,  is 
also  readily  converted  into  succinic  acid  by  reduction  (vide  these 
acids). 

Succinic  acid  has  also  been  obtained  artificially  from  acetic  acid, 
ethene,  and  /8  chloropropionic  acid : — 

(1)  When  sodacetic  ether  is  heated  with  ethyl  chloracetate,  ethyl 
succinate  is  formed : — 


CO.OOjHj 

CO.OCjHj 

CHjNa 

CH, 

=  1 

CHjCl 

CH, 

+  NaCl 


CO.OCjHj      CO.O^Hg 


(2)  Succinonitrile  C2H^(CN)2  is  produced  by  heating  ethene  dibro- 
mide  with  potassium  cyanide  and  alcohol ;  it  is  a  crystalline  solid, 
melting  at  S?"*  to  a  brown,  oily  liquid,  and  decomposing  at  a  higher 
temperatura  On  boiling  it  with  caustic  potash  or  with  hydrochloric 
acid  or  nitric  acid,  it  yields  succinic  acid : — 

CN  CO.OH 

I  I 

C^H,  +  2HC1  +  ^Bfi  =  CjH,      +  2NH,C1 

CN  CO.OH 

Succinonitrile  has  also  been  obtained  by  the  electrolysis  of  potas- 
sium cyanacetate,  a  reaction  which  is  quite  analogous  to  the  forma- 
tion of  ethane  (dimethyl)  from  potassium  acetate. 

(3)  When  the  ethyl-ether  of  /S  chloropropionic  acid  (see  Glyceric 
Acid)  is  heated  with  potassium  cyanide,  the  ethyl-ether  of  /8  cyano- 
propionic  acid  is  formed.  This  ether,  when  heated  with  caustic 
potash,  yields  potassium  succinate  and  alcohol : — 

CN  CO.OK 

CjH,  +  2K0H  +  HjO  =  C^H,      +  NH3  +  G^SL^.OIL 


CO.OC.Hg  CO.OK 


To  obtain  succinic  acid  in  quantity,  amber  is  subjected  to  destruc- 
tive distillation,  and  the  aqueous  portion  of  the  distillate  heated  to 
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the  boiling-point  and  filtered.  On  cooling,  crude  succinic  acid  crys- 
tallizes out,  which  is  easily  freed  from  adhering  empyreumatic  oils  by 
heating  it  with  nitric  acid. 

It  may  also  conveniently  be  prepared  from  the  crude  calcium  salt 
of  malic  acid,  which  can  be  procured  in  large  quantities  from  the  un- 
ripe berries  of  the  mountain  ash  or  from  rhubarb-stalks  (see  Malic 
Acid).  On  adding  six  parts  of  water  and  a  fourth  part  of  brewer's  yeast 
to  this  salt,  and  keeping  the  mixture  at  a  temperature  of  30" — 40"  for 
a  few  days,  carbon  dioxide  is  evolved  and  acetic  acid  and  calcium 
succinate  are  formed,  probably  according  to  the  following  two 
reactions:  — 

(1)  C,H,0,  +  H^O  =  C,H,0,  +  2C0,  +  H, 

(2)  C,HeO,  +  H,    =C,H,0,  +  H,0 

To  obtain  the  free  acid,  the  calcium  salt  is  decomposed  by  sul- 
phuric acid. 

Succinic  acid  crystallizes  in  monoclinic  prisms,  melting  at  180" 
and  decomposing  at  235**  into  water  and  succinic  anhydride.  It  is 
soluble  in  about  twenty-three  parts  of  cold  water  and  very  readily  in 
boiling  water.  By  passing  a  galvanic  current  through  a  concentrated 
solution  of  potassium  succinate  the  acid  is  decomposed  into  ethene, 
carbon  dioxide,  and  hydrogen  : — 


C«ll*  {  Co'h  =  ^«"«  +  2C0,  +  H, 


When  an  aqueous  solution  of  the  acid  containing  an  uranic  salt  is 
exposed  to  sunlight  it  splits  up  into  propionic  acid  and  carbon 
dioxide : — 

The  succinates  of  the  alkali-metals  are  readily  soluble  in  water ; 
those  of  the  other  metals  either  sparingly  soluble  or  insoluble.  By 
adding  a  neutral  solution  of  ferric  chloride  to  a  neutral  succinate  a 
brown  gelatinous  precipitate  of  ferric  succinate  is  formed.  This  reac- 
tion is  made  use  of  for  the  detection  of  this  acid  and  for  the  separa- 
tion of  iron  from  manganese. 

JEthyl  Succinate  CJlfiA  q^jj*  is  a  colourless,  oily  liquid,  insoluble 

in  water,  and  boiling  at  217''..    It  is  obtained  by  passing  hydrochloric 
acid  gas  into  a  solution  of  succinic  acid  in  alcohol 

r  c  H 

Uthylsuccinic  Acid  C^H^O^  <  -r?    ^is  produced  by  heating  succinic 

anhydride  with  absolute  alcohol.      It  is  a  syrupy,  sour  liquid,  soluble 
in  water  and  forming  soluble  salts. 

Succinic  Anhydride  C^H^Og  is  most  conveniently  prepared  by  dis- 
tilling succinic  acid  with  phosphorus  pentoxide.     It  forms  shining 
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crystals,  melting  at  120''  and  boiling  at  250**.     On  boiling  it  with  water 
succinic  acid  is  again  formed  : — 

^2^*  {  CO/^  "^  ^2^  =  ^2^*  {  CO'.OH 

f  coci . 

Succinyl  Chloride  CgH^  -J  qqqi  is  produced  by  the  action  of  phos- 
phorus pentachloride  upon  the  acid  or  the  anhydride.  It  is  an  oily 
liquid,  boiling  at  190°  and  solidifying  at  0°  to  tabular  crystals.  •  It 
has  a  sufibcating  smell,  fumes  in  the  air,  and  forms,  in  contact  with 
water,  succinic  acid  and  hydrochloric  acid,  and  with  alcohol  it  yields 
ethyl  succinate  and  hydrochloric  acid. 

(  CO.OH 

Sulphosuccinic  Acid  GJ^A  SOg-OH. — ^This  strong  tribasic  acid  is 

(  CO.OH 
formed  by  the  action  of  sulphur  trioxide  upon  succinic  acid,  and 
forms  deliquescent  crystals. 


AMIDES   OF  SUCCINIC   ACID. 

f  CO  NH 
Sticcviamide  CgH^  <  CO  NH^' — Wlien  ammonia  is  added  to  ethyl  , 

succinate  the  amide  separates  out  in  fine  white  needles,  which  are 

readily  soluble  in  hot  but  sparingly  in  cold  water,  and  insoluble  in 

spirits  of  wine.     On  heating  it  melts,  and  at  200°  decomposes  into 

f  CO  1 
ammonia  and  succinimide  CgH^  I  p^  >  NH,  a  compound  which  is 

also  produced  by  the  action  of  ammonia  upon  succinic  anhydride, 
and  by  the  rapid  distillation  of  ammonium  succinate.  Succinimide 
is  readily  soluble  in  water  and  alcohol,  crystallizing  in  rhombic 
tables  containing  one  molecule  of  water,  which  is  readily  given  oflf  on 
exposure  to  the  air.  The  anhydrous  compound  melts  at  126°  and 
boils  at  288°.  On  heating  it  with  alcoholic  ammonia  to  100°  it  is 
reconverted  into  succinamide.  By  adding  an  ammoniacal  solu- 
tion of  silver  nitrate  to  an  alcoholic  solution  of  succinimide,  wfoer- 
succinimide  C2H^(CO)2NAg  is  formed,  which  crystallizes  in  four-sided 
prisms.     On  boiUng  it  with  aqueous  ammonia  it  takes  up  water,  and 

is  converted  into  silver  succinamate  CgH^-j  pq'qa^-    The  free  suc- 

cinamic  acid  forms  colourless  crystals  which  sublime  on  heating ;  it 
is  soluble  in  water,  and  combines  with  it  to  form  acid  anmioui\un 
succinate. 
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SUBSTITUTION-PRODUCTS  OF  SUCCINIC  ACID. 

When  succinic  acid  is  heated  i^ith  bromine  and  water  in  sealed 
tubes,  two  substituted  acids  are  simultaneously  produced. 

Mo7iobromostt€cinic  Acid  forms  colourless  ciystals  readily  soluble  in 
water.  On  boiling  its  solution  with  silver  oxide,  malic  acid  is  formed : — 

•    C^3Br{gg;0H  +  Ag0H  =  C^,(0H){g0.0H^^3^ 

Bibromosuccinic  Acid  is  sparingly  soluble  in  cold  water  and  crystal- 
lizes from  a  hot  solution  in  prisms.  It  is  also  formed  by  heating 
succinyl  chloride  with  bromine  and  decomposing  the  bibromosuccinic 
chloride  thus  formed  with  water.  When  sodium  bibromosuccinate  is 
boiled  with  water  it  yields  acid  sodium  monobrarnovuilate  : — 

C,H,Br,  {  CO-ONa  ^  ^^q  ^  c.H,(OH)Br  {  ggg J^  ^  j^^. 

By  boiling  the  free  acid  with  silver  oxide  and  water  it  is  converted 
into  tartaric  acid : — 

C,H,Br,  {  gg;gg  +  Ag,0  +  H,0  -  C,H,(OH),  {  gg  gg  +  gAgBr 


ISOSUCaNIC  ACID. 

This  isomeride  of  succinic  acid  has  been  obtained  from  a  bromopro- 
pionic  acid  (see  Lactic  Acid)  by  a  reaction  analogous  to  that  by  which 
/8  bromopropionic  acid  has  been  transformed  into  succinic  acid.  By 
heating  a  bromopropionic  acid  with  potassium  cyanide  it  is  converted 
into  a  eyanopropionic  acid,  which,  when  boiled  with  potash  solution, 
yields  isosuccinic  or  methyl-malonic  add : — 

Gila  CII« 

I  I 

CH— ON  +  2H-0  =  CH— CO.OII  +  NH. 

I  .1 

CO.OH  CO.OH 

It  forms  colourless  crystals,  being  more  freely  soluble  in  water  than 
succinic  acid ;  the  solution  of  a  neutral  isosuccinate  is  not  precipi- 
tated by  ferric  chloride.  It  melts  at  129''*5  and  decomposes  when 
heated  above  this  temperature  into  carbon  dioxide  and  propionic 
acid.  This  acid  is  therefore  a  much  less  stable  compound  than  suc- 
cinic acid,  the  cause  of  this  being  that  it  contains  two  carboxyls 
combined  with  the  same  carbon  atom.  In  the  chapter  on  the  consti- 
tution of  the  carbon  compounds  it  has  already  been  pointed  out  that 
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in  carbon  compounds  containing  oxygen  the  carbon  group  is  much 
more  readily  decomposed  than  in  compounds  containing  no  oxygen, 
and  the  two  succinic  acids  show  that  such  a  separation  of  carbon 
atoms  takes  place  more  readily,  the  nearer  together  the  oxygen  atoms 
are  grouped  in  the  molecule. 


MALIC   ACID   C^H.O, 

Malic  acid  and  taitaric  acid,  two  compounds  which  are  very  widely 
distributed  in  the  vegetable  kingdom,  are  very  nearly  related  to  suc- 
cinic acid,  bearing  similar  relations  to  the  latter  as  glycoUic  acid  does 
to  acetic  acid ;  and  therefore,  although  they  have  to  be  regarded  as 
compounds  of  triad  and  tetrad-radicals,  they  will  most  conveniently 
be  treated  here. 

Malic  Acid  is  found  in  most  kinds  of  sour  fruit,  chiefly  in  unripe 
apples,  and  in  the  berries  of  the  mountain  ash,  and  also  in  currants, 
sour  cherries,  in  the  stalks  and  leaves  of  rhubarb,  &c.  Sweet  cherries 
contain  neutral  potassium  malate. 

The  acid  is  readily  obtained  from  rhubarb-stalks  or  from  the 
berries  of  the  mountain  ash  at  the  time  when  they  begin  to  ripen. 
The  stalks  or  berries  are  ground  to  a  pulp  and  pressed  out.  The 
juice  is  boiled  and  nearly  neutralized  with  milk  of  lime.  On  boiling 
the  filtered  liquid  for  some  time  calcium  malate  separates  out  as  a 
granular  powder,  which  is  washed  with  cold  water  and  dissolved  in 
hot  dilute  nitric  acid.  On  cooUng,  acid  calcium  malate  is  obtained 
in  large  crystals,  which  are  separated  from  the  mother-liquid,  and 
dissolved  in  water.  On  adding  lead  acetate  to  this  solution  lead 
malate  is  precipitated,  which  is  washed  and  then  decomposed  by 
hydrogen  sulphide.  Malic  acid  is  obtained  on  evaporating  the 
aqueous  solution  in  groups  of  small  colourless  and  deliquescent 
prisms,  having  a  strong  and  agreeable  sour  taste.  Its  solution  turns 
the  plane  of  polarized  light  to  the  left ;  whilst  the  acid  obtained 
artificially  from  succinic  acid  is  optically  inactive. 

On  heating  malic  acid  with  concentrated  hydriodic  acid,  it  is 
reduced  to  succinic  acid : — 

C,H3(OH)(C02H),  +  2HI  =  C,H,(CO,H),  +  H,0  +  I, 

When  malic  acid  is  heated  with  hydrobromic  acid  it  is  converted 
into  monobromosuccinic  acid : — 

C,H3(0H)(C0,H),  +  HBr  =  C^HjErCCO^H),  +  H^O 

The  malates  of  the  alkali-metals  are  readily  soluble  in  water. 

Normal  Calcium  Malate  C^Kfifia,  +  2H2O  crystallizes  in  large 
plates;  on  boiling  its  aqueous  solution  for  some  time  it  separates 
as   a  granular  powder  C^TffifieL  +   HjO.    Add  calcium    malate 


e.    v\./. 
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(C^llfi^)^C€L  +  SHjO  forms  large  transparent  crystals.  Lead  nudaU 
is  a  curdy  precipitate  which  after  some  time  changes  into  a  crystalline 
mass.  On  heating  it  with  water  a  small  portion  dissolves,  whilst  the 
remainder  melts. 

Malic  acid  contains  one  alcoholic  hydroxyl,  and  forms  consequently 
ethers  with  acid  radicals  and  with  alcohol  radicals. 

On  passing  hydrochloric  acid  gas  into  a  solution  of  malic  aoid  in 

r  CO  00  H 

alcohol,  ethyl  vialate  C2H8(OH)  -!  cOOC^ll'  *  neutral  liquid,  which 
decomposes  on  heating,  is  formed,  together  with  the  monobasic  ethyl- 
malic  Orcid  CgHjCOH) <  nQryn  tt  • 

By  the  action  of  acetyl  chloride  upon  ethyl  malate  the  ethyl-ether 
of  acetylmalic  acid  is  formed.  This  acid  has  the  following  constitu- 
tion : — 

CO.OH 


CH.OC2H3O 


CHj 


CO.OH 

Ethyl  acetylmalate  is  a  liquid,  boiling  at  258® ;  on  heating  it  with 
caustic  potash  it  is  resolved  into  potassium  malate,  potassium  acetate, 
and  ethyl  alcohol. 


AMDES   OF   MALIC   ACID. 

r  CO  NH 
Malamide  C2H3(OH)  -j  noTatr^  is    produced    by  the    action  of 

ammonia  upon  an  alcoholic  solution  of  ethyl  malate.  It  forms  colour- 
less crystak,  and  combines  readily  with  water,  yielding  ammonium 
malate. 

r  CO  NH 

Asparagin  or  Ainidosuccinamic  Acid  GE.^QS^^  -J  co  OH*  ^^  found 

in  asparagus-shoots,  in  the  roots  of  the  marsh  mallow  and  of  liquorice, 
in  potatoes,  and  in  large  quantities  in  young  vetches,  peas,  and  beans. 
To  prepare  it,  young  vetches  before  they  get  into  flower  are  pressed 
out,  the  juice  heated  to  the  boiling-point,  filtered,  and  evaporated  to 
the  consistency  of  a  syrup.  On  standing  for  some  time,  asparagin 
crystallizes  out  It  forms  large  transparent  crystals  containing  two 
molecules  of  water.  It  is  a  weak  monobasic  acid,  forming  crystalline 
salts ;  at  the  same  time  it  is  an  amine  and  combines  with  acids. 
Nitrous  acid  decomposes  it  with  the  formation  of  malic  acid. 

Aspartic  Acid  olr  Amidosuccinic  Acid  G^^Qill^  <  CO  OH* —  ""^^ 
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ammonium  salt  of  this  acid  is  produced  by  heating  an  aqueous  solution 
of  asparagin  to  120**.  To  prepare  the  acid,  asparagin  is  boiled  with 
baryta-water ;  ammonia  is  given  off,  and  barium  aspartate  is  formed, 
which  is  decomposed  by  sulphuric  acid,  and  the  solution  evaporated 
to  crystallization.  It  is  a  bibasic  acid,  forming  crystalline  salts. 
When  the  acid  silver  salt  is  heated  with  ethyl  iodide  the  ether 

^2^3(^112)  <  Qo be  H  ^^  formed,  a  crystalline  solid,  which  by  the 
action  of  aqueous  ammonia  yields  asparagin  and  ethyl  alcohol. 


PUMARIC  ACID  AND  MALEIO  ACID  C^H^O^. 

These  two  isomeric  acids  are  obtained  by  heating  malic  acid : — 

Cfifi,  =  C,H,0,  +  H,0 

Maleic  acid  distils  over  together  with  water,  and  is  obtained  in 
crystals  on  evaporating  the  distillate.  It  forms  large  plates,  and  is 
very  soluble  in  water.  It  melts  at  about  ISO"*,  and  when  kept  at  that 
temperature  for  some  time  it  is  transformed  into  fumaric  acid,  which 
on  stronger  heating  is  decomposed  into  water  and  maleic  anhydride 
C4H2O3,  a  compound  which  again  combines  with  water,  forming 
maleic  acid. 

Fumaric  Acid  occurs  also  in  many  plants  (Corydalis,  Fumaria, 
and  Glaucium  species). 

It  is  most  conveniently  obtained  by  exposing  malic  acid  for  some 
time  to  a  temperature  of  120'' — 150**.  It  crystallizes  in  prisms  and 
is  sparingly  soluble  in  water. 

The  two  isomeric  acids  combine  with  nascent  hydrogen,  both  being 
converted  into  succinic  acid.  They  also  combine  readily  with  bromine ; 
fumaric  acid  yielding  bibromosuccinic  acid,  from  which  it  follows 
that  the  constitution  of  fumaric  acid  is  expressed  by  the  following 
formula : — 

Fumaric  Acid.  Bibromosuccinic  Acid. 

CH.CO.OH  CHBr.CO.OH 

II  I 

CH.CO.OH  CHBr.CO.OH 

Maleic  acid  forms  with  bromine  isobibromosuccinie  ctcid,  the  con- 

CHj.CO.OH 
stitution  of  which  appears  to  be  J    .  ,  according  to  which 


CBr-OO. 


y>,^.OH 

maleic  acid  would  contain  an  atom  of  carbon  with  free  combining 
units. 


0 


226  THE  CHEMISTRY  OF 


TARTARIC    ACID    C^H.O,. 


This  acid  exists  in  diflferent  isomeric  modifications  which  differ  from 
each  other  by  their  optical  propeities. 

(1)  Dextrotartaric  Acid  or  Ordinary  Tartaric  Add  occurs  in  the 
fi-ee  state,  and  as  an  acid  potassium  salt  in  many  kinds  of  fruit, 
chiefly  in  pine-apples,  tamarinds,  and  in  grapes.  It  is  also  formed  by 
oxidizing  milk-sugar  with  nitric  acid.  It  is  prepared  on  the  large 
scale  from  crude  tartar  or  impure  acid  potassium  tartrate,  which  is 
deposited  in  wine  casks,  the  salt  being  less  soluble  in  dilute  alcohol 
than  in  water.  Tartar  is  purified  by  dissolving  it  in  hot  water, 
decolorizing  the  solution  with  animal  charcoal,  and  subsequent  crys- 
tallization. The  cream  of  tartar  thus  obtained  is  boiled  with  water 
and  chalk,  insoluble  calcium  tartrate  is  formed,  whilst  the  solution 
contains  normal  potassium  tartrate,  which  is  also  converted  into  the 
calcium  salt  by  precipitation  with  calcium  chloride.  The  washed 
calcium  tartrate  is  decomposed  with  dilute  sulphuric  acid,  and  the 
solution  evaporated  to  crystallization. 

Tartaric  acid  crystallizes  in  large  transparent  monoclinic  prisms 
possessing  a  very  sour  taste ;  it  is  readily  soluble  in  water,  and  its 
aqueous  solution  turns  the  plane  of  polarized  light  to  the  right. 

When  it  is  heated  to  180**  it  melts,  and  is  converted  into  isomeric 
metatartaric  acid,  an  amorphous  deliquescent  mass,  which  after  some 
time  becomes  crystalline.  The  metatartrates  are  very  readily  soluble 
in  water,  and  are  reconverted  into  ordinary  tartrates  on  boiling  their 
solutions. 

On  heating  tartaric  acid  for  some  time  water  is  given  off  and  ditar- 
taric  acid  CgH^QO^  is  formed,  a  compound  having  probably  a  consti- 
tution similar  to  that  of  the  so-called  lactic  anhydride.  It  is  amor- 
phous and  forms  uncrystallizable  salts,  which  on  boiling  their  aqueous 
solution  take  up  water  and  are  converted  first  into  metatartrates  and 
then  into  ordinary  tartrates. 

When  tartaric  acid  is  rapidly  heated  it  swells  up,  and  is  converted 
into  tartaric  anhydride  or  tartrelic  acid  C^II^Og,  a  yellow  deliquescent 
mass,  which  also  combines  again  with  water  to  tartaric  acid. 

When  tartaric  acid  is  heated  with  concentrated  hydriodic  acid  nml 
phosphorus,  it  is  reduced  first  to  malic  acid  and  then  to  succinic 
acid. 

TARTBATtS. 

Normal  Potassium  Tartrate  C^H^Og  -J  -^  crystallizes  in  monoclinic 
prisms,  and  is  readily  soluble  in  water.  On  adding  an  acid  to  its  solu- 
tion  the  acid  salt  or  cream  of  tartar  C^H^O^k  tt  is  precipitated  as  a 


THE  CARBON  COMPOUNDS.  227 

crystalline  powder,  which  dissolves  in  about  240  parts  of  cold  water, 
but  more  freely  in  boiling  water.  The  two  sodium  tartrates  are  both 
readily  soluble. 

{IT 
-KX  +    4H2O 

is  obtained  by  neutralizing  a  boiling  solution  of  sodium  carbonate 
with  cream  of  tartar.  It  forms  large  rhombic  prisms,  and  is  freely 
soluble  in  water. 

Calcium  Tartrate  C^H^O^Ca  +  4H2O  occurs  in  crude  tartar ;  it  is  a 
crystalline  powder,  insoluble  in  water,  but  soluble  in  weak  acids,  in 
ammonium  salts,  and  alkalis. 

Tartar  Emetic  C^H^O^-j  g,  q  is  obtained  by  boiling  cream  of  tartar 

with  water  and  antimony  trioxide.  It  crystallizes  in  shining  rhombic 
octahedrons,  containing  half  a  molecule  of  water,  and  dissolving  in 
fourteen  parts  of  cold  and  two  parts  of  boiling  water. 

A    similarly    constituted    compound,    called    tartarus    horatus 

•D  Q)  is  obtained  as  an  amorphous,  deliquescent,  and  very 

sour  mass  on  evaporating  a  solution  of  boric  acid  with  cream  of 
tartar. 


ETHERS   OP  TARTARIC   ACID. 

Ethyl  Tartrate  C^H^Og-J  ^^    5  jg  a  non-volatile  liquid,  which  is 

formed  by  passing  hydrochloric  acid  into  an  alcoholic  solution  of  tar- 
taric acid.     On  evaporating  a  solution  of  tartaric  acid  in  absolute 

alcohol,  ethyl'tartaric  acid  C^H^O^  1  C  H  ^®  ^®^*  behind  as  a  crystal- 
line deliquescent  mass.  By  the  action  of  acetyl  chloride  on  ethyl 
tartrate  the  ethyl  ethers  of  acetyltartaric  acid  and  diacetyltartaric 
acid  are  formed.    These  acids  have  the  following  constitution : — 

Tartaric  Acid.  Acetyltartaric  Acid.  Diacetyltartaric  Acid. 

(  CO.OH  (  CO.OH  t  CO.OH 

^2^2  <i  OH  ^«  ^2 1  OH  ^«"«  1  OC2H3O 

(  CO.OH  (  CO.OH  (  CO.OH 

Nitrotartaric  Add  G^j^O^fi^. — This  compound  is  obtained  by 
dissolving  tartaric  acid  in  concentrated  nitric  acid  and  adding  sul- 
phuric acid  to  the  solution.  A  gelatinous  mass  separates  out,  which 
is  dried  on  porous  porcelain  plates,  and  dissolved  in  tepid  water. 
On  cooling  the  solution  to  0°,  nitrotartaric  acid  crystallizes  out.  This 
compound  is  a  nitric  ether,  the  two  alcoholic  hydroxyls  of  tartaric 
acid  being  replaced  by  NO3.    It  is  a  very  unstable  body ;  its  aqueous 
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solution  decomposes  on  spontaneous  evaporation,  and  leaves  tartronic 
acid  or  oxpnaionic  acid  CgH^O^  behind : — 

CO.OH 

I  CO.OH 

CHNO,  I 

I  =  CH.OH  +  00,  +  N,0, 

CHNO,  I 

I  CO.OH 
CO.OH 

On  heating  an  aqueous  solution  of  nitrotartaric  acid  it  is  oxidized 
to  oxalic  acid.  Ammonium  sulphide  acts  on  it  as  on  other  nitric 
ethei-a,  tartaric  acid  being  formed  again. 


BACEHIC  aCID  AKD  LEVOTARTARIC  ACID. 

Bacemic  acid  occurs  t(^tlier  witli  tartaric  acid  in  several  kinds  of 
tartar.  It  crystallizes  in  transparent  rhombic  prisms  C^HgO,  +  HjO, 
and  is  rather  less  soluble  than  tartaric  acid ;  but  in  all  other  respects 
a  very  great  resemblance  exists  between  these  two  acids  and  tlieit 
salts,  the  chief  difference  being  that  calcium  racemate  is  insoluble  in 


f'^            o? 

'^ 

yr>  ' 

' 

r   -t. 

«p 

.Pi 

^ 

y — L 

^ 

^^ 

oP 

*?  .<■"  y' 

■>■  .f. 

»p 

.F9 

J — l^ 

ammonium  salts, and  further,  that  crystallized  normal  racemates,  con- 
taining oae  metal,  do  not  exhibit  hemihedral  faces,  like  tlie  crystiils 
of  the  corresponding  tartrates. 

By  neutralizing  acid  sodium  racemate  with  ammonia,  and  allowing; 
the  solution  to  crystallize  slowly,  two  varieties  of  crystals  are 
obtained,  each  of  them  containing  hemihedral  faces  (J)  (see  Figs,  10 
and  11),  equal  in  number,  and  exactly  similar  in  form,  but  developed 
on  opposite  sides  of  the  two  crystals,  so  that  each  of  them  may  be 
regarded  as  a  reflected  image  of  the  other.  On  cartfully  separating 
these  crystals  and  converting  them  into  the  acids,  two  acids  are 
obtained,  one  being  common  or  dextrotartaric  acid,  and  the  other  a 
very  similar  acid  called  levotartaric  acid,  because  it  possesses  left- 
handed  polarization.      On  dissolving  equal  paits  of  the  two  acids  in 
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water,  and  allowing  them  to  crystallize,  we  obtain  again  optically 
inactive  racemic  acid,  which  therefore  is  a  combination  of  t^e  two 
active  acids. 


INACTIVE  TARTARIC  ACID. 

This  acid,  which  cannot  be  decomposed  into  the  two  active  modifi- 
cations, has  been  produced  artificially  from  bibromosuccinic  acid  (see 
page  222).  An  acid  which  is  probably  identical  with  this  inactive 
acid  is  fonned  by  boiling  oxalaldehyde  (glyoxal)  with  prussic  acid 
and  hydrochloric  acid,  a  synthetical  process  quite  analogous  to  the 
formation  of  lactic  acid  from  aldehyde : — 

CO.OH 


COH  CH.OH 

I        +  4HjO  +  2CNH  +  2HC1  =  |  +  2NH.C1 

COH  CH.OH 


CO.OH 

It  has  already  been  mentioned  that  by  acting  with  sodium  amalgam 
on  an  alcoholic  solution  of  ethyl  oxalate,  glycoUic  and  tartaric  acids 
are  formed,  the  latter  being  no  doubt  identical  with  that  firom 
glyoxal.  The  reactions  by  which  these  acids  are  produced  can  be 
easily  explained. 

The  sodium  forms  with  the  alcohol,  sodium  ethylate,  and  the  nas- 
cent hydrogen  converts  a  part  of  the  oxalic  ether  first  into  ethyl 
glyoxylate  and  then  into  the  glycoUate: — 


.„.     (  COH  .  w  _  /  CHyOH 


But  the  two  atoms  of  hydrogen  can  enter  the  glyoxylate  one  after 
the  other ;  if  only  one  enters  we  have  an  unsaturated  molecule,  of 
which  two  can  combine  and  form  ethyl  tartrate : — 

CO.OC^e  CO.OCjHj 


COH  TT  ^         C 

CO.OCjH.  CO.OC^, 


jj  ^  V.H.OH 

COH  ^  ^       CH.OH 


If  we  remember  that,  by  simple  reactions,  oxalates  can  be  formed 
from  carbon  dioxide,  we  see  that  a  few  steps  lead  us  from  an  inor- 
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ganic  substance  of  very  simple  constitution  to  a  complex  organic 
acid.  This  is  a  point  of  great  interest,  because  glycoUates  and  tar- 
trates occur  together  in  grapes  and  the  leaves  of  the  wild  vine. 

The  salts  of  inactive  tartaric  acid  have  a  great  resemblance  to  the 
racemates. 

The  different  modifications  of  tartaric  acid  can  be  transformed 
into  each  other.  Thus  by  combining  either  of  the  two  active  acids 
with  cinchonine  and  heating  the  salts  to  170'',  a  resinous  mass  is 
formed  containing  a  large  quantity  of  cinchonine  racemate,  and  this 
salt  when  heated  for  a  long  time  is  converted  into  the  salt  of  the 
inactive  acid.  When  dextrotartaric  acid  is  heated  with  a  little  water 
in  sealed  tubes  to  165^  a  small  quantity  of  racemic  acid  is  formed^ 
together  with  a  large  quantity  of  the  inactive  acid,  whilst  when  the 
temperature  is  raised  to  175°  chiefly  racemic  acid  is  formed.  By 
means  of  this  reaction  inactive  acid  obtained  synthetically  from 
ethene  has  been  transformed  into  racemic  acid,  which  is  identical 
with  that  contained  in  gmpes,  and  could  be  resolved  into  the  two 
active  modifications.  This  is  the  first  example  of  the  complete 
synthesis  of  a  body  turning  the  plane  of  polarization.^ 

When  any  of  the  four  modifications  of  tartaric  acid  is  subjected  to 
destructive  distillation  it  gives  off  water  and  carbon  dioxide,  and  three 
new  acids  are  formed : — 

Pyroracemic  Acid. 

C.H^O,  =   CgH.O,  +  CO,  +  H,0 

Pyrotartaric  Acid.  , 

2C,HeO«  =  C.HgO,  +  SCO,  +  2H,0 

Pyrotritaric  Acid. 

SC^H^Oe  =   CyHgOj  +  5C0,  +  5Rfi 

Pyroracemic  or  Pyruvic  Acid  CgH.Og  is  a  colourless  liquid  possess- 
ing a  pungent  smell  like  acetic  acid,  and  boiling  at  165°.  It  com- 
bines with  nascent  hydrogen,  and  is  transformed  into  lactic  acid,  to 
which  it  stands  in  the  same  relation  as  dimethyl  ketone  to  secondary 
propyl  alcohol : — 

CH.  CH, 

I  I 

CO        +  H,  =  CH.OH 

I  I 

CO.OH  CO.OH 

On  boiling  pyruvic  acid  or  a  pyruvate  with  water  it  changes  into  a 
non- volatile  syrupy  modification,  which  forms  amorphous  salts.  On 
heating  this  substance,  which  is  probably  a  polymeride  of  the  volatile 
acid,  it  is  resolved  into  carbon  dioxide  and  pyrotartaric  acid  : — 

*  On  page  43  it  is  said  **  that  no  carbon  compound  prepared  by  synthesis  has  been 
found  to  be  optically  active,"  the  aliove  reaction  not  oeing  known  at  the  time  when 
this  was  printed. 
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2C3H,03  =  COi  +  C.HgO, 

Pyrotartaric  acid  is  homologous  with  oxalic  acid,  and  will  be 
described  later  on. 


COMPOUNDS    CONTAINING    FIVE  ATOMS    OF   CARBON. 

Three  isomeric  olefines  having  the  formula  C^Hj^  are  known,  viz. 
pentene  or  isoamylene,  amylene  or  amene,  and  methyl-ethylethene : — 

Pentene.  Amylene.  Methyl-ethyletheDe. 

CH.  CH.  CH.  CH. 

CH,  CH  djH, 

I  I  I 

CH.  CH  C— CH. 

I  II  II 

CH  CH,  CH, 

II 
CH, 

Pentene  has  been  obtained  synthetically  by  the  action  of  zinc-ethyl 
upon  allyl  iodide  CH,=CH — CHjI.  It  is  also  formed  by  heating 
secondary  pentyl  chloride  with  an  alcoholic  solution  of  caustic  potash. 
It  is  a  limpid  liquid  boiling  at  39^  The  derivatives  of  this  hydro- 
carbon have  been  very  little  studied ;  with  bromine  it  forms  pevUene 
dib)'omide  CgH^pBr,,  boiling  between  170**  and  180^ 

Amylene  or  Isopropylethene  is  conveniently  prepared  by  mixing  one 
part  of  amyl  alcohol  with  1^  parts  of  fused  zinc  chloride,  and  distilling 
the  mixture  after  standing  for  some  time.  The  distillate  contains 
besides  amylene  also  polymerides  as  diamylene  CiqH,^,  triamylene 
CigH-o,  tetra-amylene  C,qH^  and  other  hydrocarbons.  Amylene  boils 
at35^ 

Amylene  Dibromide  C^Hj^jBr,  is  a  heavy  colourless  liquid  boiling 
between  170°  and  175°.  On  heating  it  with  silver  acetate  it  yields 
amylene  diacetate,  which  on  distillation  with  caustic  barjrta  is  converted 
into  amylene  glycol  C5Hi^j(0H),,  a  compound  which  has  also  been 
obtained  by  the  direct  union  of  amylene  with  hydrogen  dioxide.  It 
is  a  thick  colourless  liquid  having  a  sweet  taste,  and  boiling  at  17T*. 

Methyl-ethylethene  has  been  produced  by  the  action  of  alcoholic 
potash  on  dimethyUethylcarbyl  iodide  C(CH3)2(CoH5)I.  It  is  a  limpid 
liquid  having  a  peculiar  smell,  and  boiling  at  35  .  It  combines  readily 
with  fuming  hydriodic  acid,  the  tertiary  iodide  being  re-formed. 

Oxyvalerianic  Acid  C5Hg(OH)02  is  obtained  by  heating  bromo- 
valerianic  acid  with  water  and  silver  oxide;  it  forms  large  tabular 
crystals  melting  at  80°  and  readily  subliming.  On  heating  bromo- 
valerianic  acid  with  ammonia  it  is  converted  into  amidovalerianic  acid 
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or  hitalanine  C^BiJ(TirH.^02^  a  compound  which  occurs  in  the  spleen 
and  the  pancreas  of  the  ox.  It  crystallizes  in  small  plates,  and  can 
be  sublimed. 

Ethometlioxalic  Acid  C^^{QiH)0^  has  been  obtained  by  heating 
ethyl  oxalate  with  zinc  and  a  mixture  of  ethyl-  and  methyl  iodides. 
It  forms  colourless  crystals  melting  at  63®.  The  following  formulae 
explain  the  constitution  of  these  two  isomerides  : — 

Oxyralerlanic  Acid.  Ethomethoxalic  Acid. 

CH-  CH.  CH. 

CH  6h, 

CH.OH  CH3-C.OH 
CO.OH  60.OH 

Pyrotartaric  Acid  or  Methyl-mcdnic  Add  CgHgO^. — To  prepare  this 
acid  from  tartaric  acid  the  latter  is  mixed  with  an  equal  weight  of 
finely  powdered  pumice-stone  and  distilled.  On  evaporatiog  the 
distillate  the  acid  is  obtained  in  transparent  crystals  melting  at  112** ; 
at  a  higher  temperature  it  is  resolved  into  water  and  pyrotartaric 
anhydride  CgH^Og. 

On  heating  propene  dibromide  with  potassium  cyanide  and  spirits  of 
wine,  the  nitrile  of  pyrotartaric  acid  is  obtained.  Pyrotartaric  acid 
is  also  produced  by  boiling  /3  cyanobutyric  acid  with  an  alkali : — 

Propene  Dicyanide.  fi  Cyanobutyric  Acid.  Pyrotartaric  Acid. 

CH3CN        CH3CN        CH3  CO.OH 


^^-  Yh  ^^ 


CH  CH  CH 


CH.  CHj  CH» 

I  I 

N  CO.OH  CO.OH 


I 


Ethylmalonic  Acid  CgHgO^. — ^When  a  bromobutyric  acid  is  heated 
with  alcohol  and  potassium  cyanide,  and  the  product  thus  formed 
boiled  with  potash  solution,  the  potassium  salt  of  ethylmalonic  acid 
is  obtained : — 

a  Bromobutyric  Acid.      a  Cyanobutyric  Acid.  Ethylmalonic  Acid. 

CH,  CH3  CH, 

CH,  CHj  CH, 

I  I  I 

CHBr  CH— CN  CH— CO.OH 

II  I 
CO.OH                   CO.OH                        CO.OH 
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Ethylmalonic  acid  crystallizes  in  colourless  prisms  resembling 
pyrotartaric  acid,  and  melting  like  the  latter  at  112*.  Both  acids  can, 
however,  easily  be  distinguished  by  heating  them  ;  pyrotartaric  yields 
a  crystalline  sublimate  of  the  anhydride,  whilst  ethylmalonic  acid  is 
completely  resolved  into  carbon  dioxide  and  butyric  acid,  the  former 
acid  being  methylsuccinic  acid,  and  the  latter  methylisosuccinic  acid. 

(  CO  OH 
Glutamic  Acid  C8H5(NH2)  -}  cq  OH'  ^  honiolog^e  of  aspartic  acid, 

is  produced,  together  with  the  latter  body  and  other  compounds,  by 
boUing  legumin  and  conglutin  (see  Albuminous  Principles)  with  dilute 
sulphuric  acid.  It  crystallizes  in  rhombic  tetrahedrons,  and  is  con- 
verted by  the  action  of  nitrous  acid  into  gliUanic  acid  C3H5(OH)(COjH), 
an  indistinctly  crystalline  mass,  forming  amorphous  salts. 

(  CO  OH 
Deoxyghitanic  Add  CjHg  <  onCYR  ^^  produced  by  heating  glutanic 

acid  with  concentrated  hydriodic  acid  to  120°.  It  is  very  readily 
soluble  in  water,  and  forms  large,  transparent,  monoclinic  crystcds 
melting  at  97°,  and  decomposing  above  280°  into  water  and  the 
anhydride  CeHgOg.  This  reaction  explains  the  constitution  of  deoxy- 
glutanic  acid,  and  shows  that  it  is  a  normal  compound,  because  only 
four  isomerides  having  the  formula  Gfi^{CO^\  can  exist,  viz. : — 


CO.OH 

CH.  CO.OH 

CO.OH  CO.OH 

CO.OH  CO.OH 

CH, 
CH, 

Yh 

CH, 

V 

V 

PTT 

/^x 

1 

v'XXa 

CH.       CH, 

CH, 

CO.OH 

CH3 

0                         9 

CO.OH 

The  second  of  these  formulae  represents  the  constitution  of 
pyrotartaric  acid,  and  the  third  that  of  ethylmalonic  acid ;  deoxy- 
ghitanic acid  must  therefore  have  either  the  constitution  represented 
by  formula  1  or  4.  But  an  acid  of  this  composition  having  linked 
two  carboxyls  to  the  same  carbon  atom  would  on  heating  (analogous 
to  ethylmalonic  acid)  be  resolved  into  carbon  dioxide  and  isobutyric 
acid,  whilst  deoxyghitanic  acid  yields  an  anhydride  and  water,  from 
which  it  follows  that  it  must  have  the  constitution  assigned  to  it. 


COMPOUNDS   CONTAINING   MORE  THAN   FIVE   ATOMS  OF  CARBON. 

Hexene  or  Heocylene  CgHjg  occurs  in  the  light  oils  from  boghead  and 
cannel-tar,  and  is  readily  formed  by  heating  the  secondary  chloride  or 
iodide  of  hexyl  with  alcoholic  potash;  it  boils  at  70°.  Hexene  glycol 
(^eHi2(OH)2  is  a  thick  liquid  boiling  at  207°. 
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Heptene  or  ITeptylene  C^H^^  occiirs  in  the  same  oils  in  which  hexene 
is  found,  and  has  been  obtained  from  secondary  heptyl  chloride.  The 
same  hydrocarbon  is  formed  by  acting  on  oenanthaldehyde  with 
phosphorus  pentachloride  and  decomposing  the  cmanthidene  chloride 
CyHj^Clg  thus  formed  with  sodium.     It  boils  at  100^ 

Octene  or  Octylene  CoHjg",  a  liquid  boiling  at  125"*,  is  found  together 
with  its  lower  homologues,  and  is  readily  obtained  by  distilling 
methyl-hexyl  carbinol  with  zinc  chloride.  Octene  glycol  C8Hig(0H), 
is  insoluble  in  water  and  boils  at  235°  to  240°. 

IHamylene  Ci^H^q. — To  prepare  this  hydrocarbon  one  volume  of 
amylene  is  shaken  with  two  volumes  of  a  mixture,  consisting  of  two 
volumes  of  concentrated  sulphuric  acid  and  one  volume  of  water,  in 
stoppered  cylinders  which  are  surrounded  by  ice-cold  water.  It  boils 
at  160°.  On  heating  it  with  a  solution  of  potassium  dichromate  in 
dilute  sulphuric  acid,  it  is  oxidized  to  diamylene  oxide  Cj^Hg^O,  a 
mobile  light  liquid  boiling  between  180°  to  190°,  and  possessing  a 
strong  smell  like  camphor.  On  further  oxidation  it  yields  carbon 
dioxide,  acetic  acid,  and  amethenic  acid  C^K^X)^  an  oily  liquid,  which 
is  isomeric  with  oenanthylic  acid,  from  which  it  differs  however  by 
exhibiting  only  very  feeble  acid  properties. 

Cetene  CiqHjj  is  produced  by  the  distillation  of  cetyl  alcohol  with 

phosphorus  pentoxide,  and  also  by  the  destructive  distillation  of 

spermaceti.    It  is  an  oily  liquid,  boiling  at  275°.     Cetene  dibromide 

CigHggBro  is  a  heavy  non-volatile  liquid.     When  cetene  is  shaken 

with  a  dilute  solution  of  hypochlorous  acid,  they  combine  forming 

f  CI  . 

cetene  chlorhydrate  CjgHgj  <  qtt,  a  liquid  boiling  at  about  300°,  and 

yielding  by  the  action  of  caustic  potash,  cetene  oxide  CjgHjgO,  colour- 
less needles  which  are  insoluble  in  water. 

Cerotene  G^^f^*  a  crystalline  solid,  has  been  obtained  by  the  destruc- 
tive distillation  of  Chinese  wax. 

Melene  Cg^Hg^  is  produced  by  subjecting  bees- wax  to  distillation;  it 
crystallizes  from  hot  alcohol  in  scales,  melting  at  62°. 


LEUCIC  ACID  AND  LEUCINE. 

Leucine  or  Amido-isocaproic  Acid  Cfi^^QS^^O^^  occurs  in  several 
parts  of  the  animal  organism,  and  is  formed  in  ceitain  diseases  in  con- 
siderable quantity.  It  is  also  produced  by  the  decomposition  of 
animal  substances  such  as  glue,  horn,  and  proteids,  and  during  putre- 
faction, and  is  therefore  contained  in  old  cheese.  It  is  readily  obtained 
by  boiling  horn-turnings  with  dilute  sulphuric  acid,  and  has  also  been 
produced  artificially  by  boiling  valeraldehyde  with  prussic  acid  and 
hydrochloric  acid,  as  well  as  by  the  action  of  ammonia  upon  niono- 
bromo-isocaproic  acid. 

It  crystallizes  in  white  shining  scales,  which  arc  but  little  soluble 
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in  cold  water,  and  still  less  so  in  alcohol  It  melts  at  170^  and  at  a 
higher  temperature  it  is  resolved  into  carbon  dioxide  and  amylamine. 
On  fusing  it  with  caustic  potash,  it  yields  potassium  carbonate,  am- 
monia, and  potassium  valerate.  By  heating  it  with  fuming  hydriodic 
acid  it  is  converted  into  isocaproic  acid. 

By  dissolving  it  in  dilute  nitric  acid,  and  passing  nitric  trioxide 
into  this  solution,  nitrogen  is  given  off,  and  leudc  acid  CgHji(0H)02  is 
formed,  crystallizing  in  needles,  melting  at  73',  and  subliming  readily 
below  100°. 

By  the  action  of  zinc  and  ethyl  iodide  upon  ethyl  oxalate  an  acid 
isomeric  with  leucic  acid,  called  diethoxalic  add,  has  been  obtained 
It  crystallizes  in  lai^e  prisms  melting  at  74°'5.  The  isomerism  of 
leucic  acid  and  diethoxalic  acid  is  explained  by  the  following 
formulae : — 

Leucic  Acid.  Diethoxalic  Acid. 

\>  II 

CH,  OOfl 


CH.OH  C 

A, 


;o.OH 


lO.OH 

Whether  the  leucins  of  different  origin  are  identical,  or  whether 
perhaps  some  are  derived  from  normal  valerianic  or  pentylic  acid, 
is  a  question  which  has  yet  to  be  decided. 


ACIDS   OP   THE    SERIES    CnH2n_204. 

The  acids  of  this  series  containing  more  than  5  atoms  of  carbon 
are  formed,  together  with  succinic  acid,  by  oxidizing  fats  with  nitric 
acid.  From  the  mixture  thus  obtained  pure  acids  cannot  be  isolated 
by  recrystallization  from  water,  but  they  may  be  separated  by  means 
of  ether,  in  which  some  are  much  more  soluble  than  others. 

The  same  acids  are  formed  by  the  action  of  fuming  nitric  acid  upon 
the  acids  of  the  series  C^Hsn  _  4  O^,  which  will  be  described  further  on. 

Adipic  Acid  QqH^qO^  is  conveniently  prepared  by  boiling  sebacic 
acid  with  nitric  acid,  and  recrystallizing  the  product  from  water  to 
remove  succinic  acid.  The  same  compound  has  been  produced  by 
heating  fi  bromopropionic  acid  with  silver- dust: — 

CH.Br      CO.OH  CO.OH 

II  I 

CH,      +CH2      +Ag2  =  C,H8      +2AgBr 


CHoBr  C0.( 


CO.OH    CH^Br  CO.OH 
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It  crystallizes  in  shining  prisms,  melting  at  148^,  and  is  readily 
soluble  in  boiling  water,  but  only  sparingly  in  cold  water. 

When  one  molecule  of  adipic  acid  is  heated  with  two  molecules  of 
bromine  to  160°,  manobramadipic  acid  C^H^BrO^  is  formed,  which  by 
the  action  of  caustic  potash  is  transformed  into  adipomalic  add 
C.H^(OH)(CO.OH)j,  a  body  resembling  malic  acid.  By  heating 
adipic  acid  with  four  molecules  of  bromine,  dibromadipie  acid  is  pro- 
duced, a  very  unstable  compound,  which,  when  heated  with  water  to 
150**,  yields  adipotartaric  acid  GMq{OK)^{CO,0'S)^,  crystallizing  in 
thin  monoclinic  plates.  It  resembles  tartaric  acid,  forming  an  acid 
potassium  salt,  which  is  but  sparingly  soluble  in  water. 

Dimethylsucdnic  Add  C^yp^  has  been  obtained  by  the  action 
of  silver-dust  on  a  bromopropionic  acid  :— 

CH3  CO.OH  CH3  CO.OH 

CHBr  CH, 

+  Ag,=       I  +2AgBr 

CHBr  CH, 

CH,  CO.OH  CH/fcO.OH 

On  evaporating  its  solution  it  is  left  behind  as  a  colourless  syrupy 
liquid. 

Fimelic  Acid  C^H^oO^. — ^There  are  some  doubts  whether  this  acid 
exists  among  the  oxidation-products  of  fats,  but  it  has  been  obtained 
by  fusing  camphoric  acid  CoHi^(C0jH)2  with  caustic  potash.  It  is 
crystalline,  and  melts  at  114 . 

Suberic  Acid  CgHj^O^  was  first  obtained  by  oxidizing  cork  with 
nitric  acid.  It  can  be  easily  obtained  in  quantity  by  boiling  castor- 
oil  with  nitric  acid,  fusing  the  resulting  solid  mass,  and  exhausting 
it  with  cold  ether,  in  which  suberic  acid  is  scarcely  soluble.  It  crys- 
tallizes from  a  boiling  aqueous  solution  in  long  needles  or  plates, 
melting  at  140**.  When  heated  with  caustic  baryta  it  yields  Jiexane, 
besides  other  products : — 


C0H12 1  CO.OH  "^  ^e^i*  "*■  ^^^1 


By  the  same  reactions  by  which  succinic  acid  is  converted  into 
malic  acid  and  tartaric  acid,  suberic  acid  has  been  transformed 
into  mberonialic  add  CeHii(0H)(C0.0H)2  and  suberotartaric  acid 
CeHi^j(OH)o(CO.OH),  which  are  both  very  soluble  in  water,  and  do 
not  crystallize. 

Azelaic  Acid  CjHjgO^  is  formed,  together  with  suberic  acid,  by 
oxidizing  castor-oil.  It  is  readily  soluble  in  cold  ether,  sparingly  in 
cold  water,  and  more  freely  in  boiling  water.  It  crystallizes  in  large, 
thin,  shining  plates  or  needles,  melting  at  106**.  On  heating  with 
caustic  baryta  it  yields  heptane  CyHjg. 

Scbacic  Acid  C^^HigO^  is  obtained,  together  with  niethyl-hexyl 
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carbinol,  by  fusing  castor-oil  soap  with  caustic  alkalis,  and  it  is  also 
produced  by  oxidizing  spermaceti  with  nitric  acid.  It  forms  shining 
plates,  melting  at  128''.  It  is  less  soluble  in  ether  than  azelaic  acid, 
but  more  than  suberic  acid. 

Brassic  Acid  CuHjqO^  has  only  been  produced  by  heating  behenoleic 
acid  CjjH^Oj  with  fummg  nitric  acid : — 

C22H40O,  +  30,  =  2C,iH^0, 

It  is  sparingly  soluble  in  water,  forming  scaly  crystals,  melting  at 
108°-5. 

Rocellic  Add  CiyHjjO^  occurs  in  different  species  of  lichen  {Rocella 
tinctoria,  R.  fuciformis,  &c.).  To  prepare  it,  the  lichens  are  ex- 
hausted with  ammonia,  the  solution  is  precipitated  with  calcium 
chloride,  and  the  precipitate  of  calcium  rocellate  decomposed  by 
hydrochloric  acid.  Rocellic  acid  is  insoluble  in  water,  but  readily 
soluble  in  alcohol  and  ether,  and  crystallizes  in  prisms  melting 
at  132^ 


CITRIC  ACID  CeHgOy. 

This  tribasic  acid  occurs  in  the  juice  of  lemons,  of  currants  and 
gooseberries,  and  other  kinds  of  fruit.  It  is  manufactured  from 
lemon-juice,  which  is  allowed  to  ferment  in  order  that  mucilage  and 
other  bodies  may  separate  out  The  liquid  is  then  heated  to  the 
boiling-point,  filtered,  and  neutralized  with  chalk  and  a  little  milk 
of  lime.  Tlie  insoluble  calcium  citrate  is  well  washed  and  decom- 
posed by  sulphuric  acid.  Citric  acid  crystallizes  in  large,  trans- 
parent, rhombic  prisms,  possessing  an  agreeable  sour  taste. 


CITRATES. 

The  citrates  of  the  alkali- metals  are  soluble  in   water.      They 
form  three  series  : — 


Calcium  Citrate  {C^fi^)J^di^  is  a  white  crystalline  powder  which 
is  sparingly  soluble  in  cold  water,  and  still  less  in  boiling  water. 
On  neutralizing  citric  acid  in  the  cold  with  lime-water,  no  precipitate 
is  formed ;  but  on  boiling  the  liquid,  calcium  citrate  separates  out, 
which  on  cooling  slowly  redissolves.  It  is  freely  soluble  in  a  solu- 
tion of  citric  acid,  forming  the  acid  salt  CglTgO^K  xr^-f  11,0,  which 
crystallizes  in  shining  plates. 
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Silver  Citrate  CgHgO^Agj  is  a  white  flocculent  precipitate,  which 
can  be  crystallized  from  boiling  water. 

Methyl  Citrates. — On  passing  hydrochloric  acid  gas  into  a  solution 
of  citric  acid  in  methyl  alcohol,  the  following  compounds  are  formed, 
which  are  all  crystalline  solids : — 

Methylcitric  Acid.  Dimethylcitric  Acid.  Methyl  Citrate. 

CH3  f  CH3  C  CH, 

H  CAOH  CH3  CAOJ  CH, 

H  (h  (CH3 

Ethyl  Citrate  C^Tlfi^iC^K^^  is  an  oily,  non-volatile  liquid. 

Citric  acid  contains  one  alcoholic  hydroxyl,  and  forms  conse- 
quently also  ethers  with  acid  radicals.  Thus,  on  treating  ethyl  citrate 
with  acetylchloride  the  ethyl-ether  of  acetylcitric  acid  is  formed, 

^8^*{  (CoScIh,)  '  ^  ^^^^"^  ^^'^""S  at  288^ 

By  acting  with  chlorine  or  bromine  upon  an  aqueous  solution  of 
the  acid  or  a  citrate,  decomposition  takes  place  with  the  formation 
of  chloroform  or  bromoform,  and  substitution-products  of  methyl 
acetate. 

Citric  acid  melts  at  150°,  and  is  resolved  at  175°  into  water  and 
aconitic  acid : — 


ACONITIC  ACID   CgHgOg. 

This  tribasic  acid  occurs  in  several  plants  (Aconitum  Napelhis, 
Delphinium  consoliduvi,  and  Equisetiim  fluviatile).  It  is  best  pre- 
pared by  heating  citric  acid  quickly  until  oily  drops  begin  to  condense 
in  the  neck  of  the  retort.  The  residue  is  exhausted  with  ether,  in 
which  aconitic  acid  dissolves.  It  forms  crystalline  grains,  readily 
soluble  in  water,  and  possessing  a  strong  acid  taste. 

By  the  action  of  sodium  amalgam  upon  its  aqueous  solution  it  is 
converted  into  tribasic  tricarbaliylic  acid  C-HgOg,  which  is  also  ob- 
tained by  heating  propenyl  tribromide  CjHgBrg  (see  Glycerin)  with 
potassium  cyanide,  and  decomposing  the  nitrile  thus  formed  with 
caustic  potash. 

These  reactions  explain  the  constitution  of  these  three  acids : — 

Tricarbaliylic  Acid.  Aconitic  Acid.  Citric  Acid. 

CH2.CO.OH  CH2.CO.OH  CH2.CO.OH 


CH.CO.OH  C.CO.OH  C 


CH.CO.OH 

CH2.CO.OH  CH.CO.OH  CH(OH)CaOH 

Itacanic  Add  CjHgO^  is  formed  by  distilling  aconitic  acid : — 
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It  is  readily  obtained  by  heating  citric  acid  rapidly  until  the  distil- 
late begins  to  assume  a  dark  colour.  The  liquid  thus  obtained  is  ' 
heated  to  120°,  and  the  crystals  which  form  on  cooling  are  recrystal- 
lized  from  water.  It  is  also  formed  by  heating  an  aqueous  solution  of 
citric  acid  in  closed  tubes  to  160*".  It  forms  large  rhombic  prisms 
possessing  a  sour  taste.  It  melts  at  161°,  and  is  decomposed  by  dis- 
tillation into  water  and  the  anhydride  of  citraconic  add. 

Citraconic  Acid  is  isomeric  with  itaconic  acid,  and  is  obtained  by 
repeatedly  distilling  the  latter  acid  ;  citraconic  anhydride  C^Hfi^ 
being  formed,  an  oily  liquid,  which  when  exposed  to  the  air  absorbs 
moisture,  and  is  converted  into  citraconic  acid,  forming  rhombic 
octahedrons  melting  at  120^  On  heating  it  with  water  to  120*"  it  is 
again  converted  into  itaconic  acid. 

Mesaconic  Acid, — When  itaconic  acid  is  boiled  with  weak  nitric 
acid,  a  new  isomeric  modification  is  formed,  which  crystallizes  from 
alcohol  in  shining  prisms,  which  are  sparingly  soluble  in  water,  melt 
at  208°,  and  sublime  at  a  higher  temperature. 

These  three  isomeric  acids  are  non-saturated  compounds  which 

combine  with  nascent  hydrogen,  all  three  yielding  one  and  the  same 

f  CO  OH 
product,  viz.  pyrotartai*ic  acid  C^A  nQQir-     To  explain  the  iso- 

{00  OH 
POOH 

we  must  assume  that  in  the  propene  group  CaH^  of  pyrotartaric  acid, 
two  atoms  of  hydrogen  are  wanting,  occupying  different  positions. 
This  is  proved  by  the  fact  that  the  three  acids,  on  combining  with 
bromine  or  with  hydrochloric  acid,  yield  isomeric  substitution-pro- 
ducts of  pyrotartaric  acid. 

Bibromopyrotartaric  Acid  C3H4Br2(CO.OH)2  is  obtained  by  adding 
bromine  to  an  aqueous  solution  of  itaconic  acid.  On  heating  it  with 
water  and  silver  oxide  it  is  converted  into  an  acid  which,  being 
homologous  with  tartaric  acid,  has  been  called  itatartanc  acid 
C3H^(OH)2(CO.OH)2.  By  boiling  an  aqueous  solution  of  sodium 
bibromopyrotartarate  it  is  resolved  into  sodium  bromide  and  aconic 
acid  OgH^O^  =  C3H2(CO.OH)2. 

This  acid  forms  large  crystals  melting  at  154° ;  it  is  a  monobasic 
acid.  On  boiling  it  with  baryta-water  it  is  resolved  into  formic  acid 
and  succinic  acid.  It  is  not  acted  upon  by  heating  it  with  acetic 
anhydride,  showing  that  it  contains  no  hydroxy  1,  and  has  probably 
the  following  constitution  : — 

o<     >c— CHo— co.on 

Citrahibromopyrotartaric  Acid  C3H^Br2(CO.OH)2  is  obtained  by 
combining  bromine  with  citraconic  acid.  It  is  readily  soluble  in 
water,  and  yields,  on  boiling  its  solution  with  potash,  potassium  bro- 
mide, potassium  carbonate,  and  vtonobromo-isocroionic  acid  CJIJ^irO^ 
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Mesabibronu^rotartaric  Acid  C8H^Br2(CO.OH)j. —  Mesaconic  acid 
combines  readily  with  bromine,  yielding  wiis  acid,  which  by  the  action 
of  alkalis  is  also  converted  into  monobromo-isocrotonic  acid.  By  the 
action  of  sodium  amalgam  and  water  on  monobromo-isocrotonic  acid 
it  is  converted  into  isobutyric  add, 

Monochloropyrotartaric  Acid  C3H5Cl(CO.OH)2  is  produced  by  heat- 
ing itaconic  acid  with  concentrated  hydi-ochloric  acid.  It  melts 
at  140°,  and  yields,  when  heated  with  water,  itamalic  acid 
C8H5(OH)(CO.OH)2,  long,  white,  deliquescent  needles,  which  when 
strongly  heated  are  resolved  into  water  and  itaconic  acid. 

Gitramonochloropyrotartaric  Add  C3H5Cl(CO.OH)2. — This  com- 
pound, which  is  formed  by  heating  citraconic  acid  with  hydrochloric 
acid,  is  a  very  unstable  body,  easily  splitting  up  into  hydrochloric  and 
mesaconic  acids.  On  heating  its  solution  with  an  alkali  it  is  resolved 
into  carbon  dioxide,  hydrochloric  acid,  and  isocrotonic  acid. 

MesaiiumocMoropyrotartaric  Add  is  a  more  stable  body  than  the 
preceding  acid,  but  yields  by  the  action  of  water  and  alkalis  the  same 
products  as  the  latter. 

Monochlorodtramalic  Add  C3H4(OH)Cl(CO.OH)2  is  an  amorphous 
substance  formed  by  the  union  of  citraconic  acid  with  hypochlorous 
acid.  On  heating  its  aqueous  solution  with  zinc,  amorphous  and 
deliquescent  dtramalic  add  C3H5(OH)(CO.OH)2  is  obtained.  When 
the  neutral  solution  of  a  monochlorocitramalate  is  boiled,  dtratartaric 
add  C3H^(OH)2(CO.OH)2  is  formed. 


DEOXALIC   ACID    CrtHaOo. 


8^9' 


The  ethyl-ether  of  this  acid  is  produced  by  shaking  ethyloxalate 
with  sodium  amalgam  at  a  low  temperature.  The  resulting  soft  grey 
mass  is  exhausted  with  ether,  which  dissolves  ethyl  desoxalate,  whilst 
the  residue  contains  mercury,  sodium  oxalate,  and  other  undefined 
bodies. 

Ethyl  Beoxalate  CgH50g(C2H5)3  is  soluble  in  water,  and  forms 
large  transparent  crystals.  On  boiling  it  with  baryta-water  it  is  con- 
verted into  barium  deoxalate  CgH^BagO^  -H  SH^O,  a  white  amorphous 
powder.  Am7rioni\(.m  deoxalate  ^^fji^^^fi^  +  HgO  is  obtained  by 
decomposing  the  barium-salt  with  ammonium  carbonate.  By  adding 
silver  nitrate  to  its  solution,  silver  deoxalate  C^H^Ag^Og  +  H^O  is 
precipitated,  a  very  unstable  body,  which,  when  exposed  in  the  moist 
state  to  the  daylight,  decomposes,  silver  separating  out  in  form  of  a 
mirror. 

The  free  deoxalic  acid  is  not  known.  On  decomposing  the  silver 
salt  with  hydrogen  sulphide,  and  evaporating  the  solution,  the  acid  is 
resolved  into  glyoxylic  acid  and  inactive  tartaric  acid : — 

CcHgO,  =  C,H.O,  +  C,H,03 
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By  the  action  of  acetic  acid  upon  potassium  deoxalate  the  com- 
pound CgH^KjOg  4-  H,0  is  produced.  The  corresponding  acid  C^H^Og 
is  tribasic,  and  can  be  obtained  by  decomposing  the  lead  salt  with 
hydrogen  sulphide ;  it  is  a  crystalline  deliquescent  mass. 

The  formation  of  deoxalic  acid  from  oxalic  acid  can  be  easily  ex- 
plained. The  latter  acid  is  first  reduced  to  glyoxylic  acid,  of  which 
three  molecules  combine  with  hydrogen^  forming  deoxalic  acid : 

CO,H 


CO^  H0.0-CH(OII)-CO,H 

I  +H,=      ) 

COH  CH.OH 


CO 


2H 


This  formula  explains  the  decomposition  of  the  acid  into  tartaric 
and  glyoxylic  acids.  Deoxalic  acid  is  tribasic,  but  as  the  barium- 
and  silver  salt  show,  one  atom  of  hydrogen  in  one  of  the  alcoholic 
hydroxyl  groups  can  also  be  replaced  by  a  metaL 


URIC    ACID    C^U^^P^ 

Uric  acid  occurs  in  the  urine  of  all  animals.  The  excrements  of 
serpents  consist  almost  entirdy  of  uric  acid  and  ammonium  urate, 
and  those  of  birds  and  insects  contain  a  large  quantity  of  these  com* 
pounds.  Human  urine,  and  that  of  animals  feeding  on  flesh  or 
com,  contain  only  a  small  quantity  of  uric  acid,  and  still  less  is 
found  in  the  urine  of  herbivorous  animals. 

Being  very  sparingly  soluble  it  often  separates  from  urine  as  a 
ciystalUne  precipitate ;  if  this  takes  place  in  the  bladder,  gravel  and 
stones  are  produced.  In  certain  diseases,  as  in  gout»  acid  sodium 
urate  crystallizes  out  in  the  miiscles  and  between  the  joints. 

For  the  preparation  of  uric  acid  either  guano  or  excrements  of  ser- 
pents are  used.  The  excrements,  or  guano  which  has  been  previously 
treated  with  dilute  hydrochloric  acid,  are  dissolved  in  dilute  hot 
potash-solution,  and  the  uric  acid  precipitated  by  dilute  sulphuric  acid. 

Uric  acid  is  a  white  crystalline  powder,  without  taste  and  smell ;  it 
is  almost  insoluble  in  cold  water,  and  only  sparingly  in  boiling  water. 
In  alcohol  and  ether  it  is  insoluble,  but  it  is  readily  soluble  in  hot 
concentrated  sulphuric  acid,  and  separates  out  again  from  this  solution 
on  addition  of  water. 


R 
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URATES. 

Uric  acid  is  a  bibasic  acid.  The  normal  salts  of  the  alkali-metals 
are  not  very  freely  soluble  in  water ;  the  most  soluble  being  lithium 
urate;  potassium  urate  is  less  soluble,  and  sodium  urate  the  least 
soluble  salt.  By  passing  carbon  dioxide  into  their  solutions,  acid 
urates  are  precipitated,  being  less  soluble  than  the  normal  salts.  The 
urates  of  the  other  metals  are  insoluble. 

Uric  acid  can  easily  be  detected,  even  when  present  in  small 
quantity,  by  dissolving  it  in  a  few  drops  of  nitric  acid,  and  evapo- 
rating the  solution  cautiously  nearly  to  dryness.  A  yellow  residue  is 
obtained,  which  assumes  a  deep-red  colour  on  addition  of  ammonia 
(see  Murexide). 

By  destructive  distillation  uric  acid  yields  cyanuric  acid,  ammonium 
cyanide,  urea,  and  other  products. 

On  heating  it  with  hydriodic  acid  to  160°  to  170"*  it  is  resolved 
into  glycocoll,  ammonia,  and  carbon  dioxide : — 

CjH^N^Oj  +  5H,0  =  CjHjNO^  +  SNHj  +  3C0j 

By  the  action  of  cold  nitric  acid  it  is  oxidized  to  alloxan  and 
urea: — 

CgH^N^j  +  0  +  HjO  =  C^HjNjO^  +  CH^NjO 

.  Alloxan  C^HgNgO^  is  mesoxalyl-urea,  i,e.  urea  in  which  two  atoms 
of  hydrogen  are  replaced  by  the  dyad  radical  mesoxalyl  C3O3. 

This  reaction  shows  that  uric  acid  contains  three  atoms  of  carbon 
linked  together.  Its  constitution  is  not  yet  exactly  understood ;  the 
following  formula  does  not  appear  improbable,  as  it  explains  most  of 
the  reactions  and  decompositions  of  this  acid : — 

HN— C=N 


OC     CO    00 
HN— CH— NH 

Uric  acid  is  remarkable  for  the  facility  with  which  it  is  altered  by 
oxidizing  agents,  and  for  the  great  number  of  interesting  derivatives 
which  it  thus  yields.  Most  of  these  ureids  are  compound  ureas  or 
urea  in  which  a  part  of  the  hydrogen  is  replaced  by  acid  radicals. 

JUycomelic  Acid  C^^fi^* — When  uric  acid  is  heated  Mrith  water 
in  sealed  tubes  to  180",  mycomelic  acid  is  formed.  This  compound  is 
of  great  interest,  as  it  has  lately  been  obtained  by  a  very  simple 
synthetical  procesa  Equal  volumes  of  cyanogen  gas  and  ammonia 
combine,  forming  a  black  amorphous  body  called  hydrazulmin  C^H^N^ ; 
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by  acting  on  it  with  water  it  is  converted  into  hydrazidmoxin  or 
dzulmic  add  C^H^NgO  : — 

C,H  A  +  H,0  =  C,H,N,0  +  NH3 

This  compound  is  also  produced  by  the  spontaneous  decomposition 
of  an  aqueous  solution  of  cyanogen  gas,  and  by  the  action  of  this 
gas  on  aqueous  ammonia.  When  azulmic  acid  is  boiled  repeatedly 
with  water,  it  is  converted  into  mycomelic  acid : — 

C^H^NjO  +  H,0  =  C,H,N,0,  +  NH, 

Mycomelic  acid  is  a  light  yellow  powder,  very  sparingly  soluble  in 
cold  water,  and  little  more  in  boiling  water.  In  acids  and  alkalis  it 
is  freely  soluble.  Its  aqueous  yellow  solution  shows  a  fine  greenish 
blue  fluorescence,  and  when  dropped  into  water  forms  beautSul  sky- 
blue  clouds. 

Alloxan  or  MesoxalyUurea  C^HJN'gO^ — Cold  nitric  acid  dissolves  uric 
acid  with  evolution  of  carbon  dioxide  and  nitrogen,  and  when  the 
solution  is  saturated  it  solidifies  to  a  crystalline  mass  of  alloxan. 
Alloxan  crystallizes  from  a  warm  aqueous  solution  in  crystals 
resembling  heavy  spar,  and  containing  four  molecules  of  water.  From 
a  hot  concentrated  solution  it  separates  on  evaporation  in  hard 
rhombic  crystals,  containing  only  one  molecule  of  water.  Its  aqueous 
solution  stains  the  skin  red,  and  confers  on  it  a  nauseous  smell.  It 
possesses  an  unpleasant  sour-salty  taste,  and  an  acid  reaction.  Witli 
ferrous  salts  it  gives  a  blue  coloration.  When  alloxan  is  boiled  with 
ammonia  it  is  converted  into  mycomelic  acid : — 

C^H^jO,  -h  2NH,  =  C,H,N^O,  +  2H,0 

Alloxanic  Add  C^H^NjOg. — The  salts  of  this  acid  are  produced  by 
the  action  of  alkalis  upon  alloxan.  It  is  conveniently  prepared  by 
heating  a  solution  of  alloxan  and  barium  chloride  with  potash 
solution,  which  has  to  be  added  gradually  until  the  precipitate  formed 
does  not  longer  redissolve.  On  cooling,  barium  alloxanate  separates 
out  as  a  crystalline  powder,  which  is  decomposed  by  sulphuric  acid. 
The  acid  is  readily  soluble  in  water,  and  crystallizes  in  white  needles. 

Mesoxalic  Add  CjHgOg. — ^When  barium  alloxanate  is  boiled  with  a 
large  quantity  of  water  it  is  resolved  into  urea  and  barium  mesoxalate. 
This  reaction  will  be  easily  understood  by  comparing  the  following 
f ormuhe  :— 

Alloxan.  Alloxanic  Acid.  Mesoxalic  Acid. 

CO— NH  CO ^NH  CO.OH 

CO    CO  CO  CO  CO 

CO— NH  CO.OH   NH,  CO.OH 
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Mesoxalic  acid  forms  deliquescent  crystals.  By  the  action  of 
nascent  hydrogen  it  is  converted  into  tartronic  acid  (see  pa^  228). 
Silver  mesoxalate  is  an  insoluble  precipitate,  which  when  boiled  with 
water  is  decomposed  into  free  mesoxalic  acid,  silver  oxalate,  carbon 
dioxide,  and  metallic  silver : — 

2CAAg,  +  H,0  =  CjOgH,  +  C,0,Ag,  +  CO,  +  Ag, 

Dialurie  Acid  or  Tatranyl-urea  C^H^fi^  is  produced  by  the  action 
of  reducing  agents  upon  alloxan ;  thus  it  is  formed  by  mixing  hot 
solutions  of  stannous  chloride,  hydrochloric  acid,  and  alloxan : — 

CO— NH  CO ^NH 

CO    CO  +  2HC1  +  SnCL  =  HC.OH    CO  + 


2HC1  +  SnCL  =  HC.OH    00  +  SnCL 

II                                       it 
CO— NH  CO NH 


It  crystallizes  in  short,  four-sided  prisms,  and  has  a  strong  acid 
reaction ;  when  exposed  to  the  air  it  absorbs  oxygen,  and  is  converted 
into  alloxantin. 

Alloxantin  G^^Sfi^, — This  body  is  formed  not  only  by  the 
oxidation  of  dialunc  acid,  but  also  by  reducing  alloxan  with  hydrogen 
sulphide.  It  is  a  compound  standing  intermediate  between  dialurie 
acid  and  alloxan,  and  is  therefore  also  obtained,  as  a  crystalline 
precipitate,  by  mixing  concentrated  solutions  of  these  two  com- 
pounds:— 

CO— CO      CO NH        CO— CO  CO— NH 

CO    NH  +  CH.OHCO    =    CO    N— CH    CO  +  H,0 
NH— CO      CO ^NH        NH— CO  00— NH 

It  crystallizes  in  small  hard  prisms  containing  three  molecules  of 
water.  When  exposed  to  the  air  it  absorbs  ammonia  and  assumes  a 
reddish  colour.  Its  aqueous  solution  gives  with  baryta- water  a  violet 
precipitate,  which  when  boiled  with  water  is  resolved  into  barium 
dialurate  and  alloxanate. 

UramiU  or  Dialuramide  C^HgNjO^ — ^When  alloxantin  is  boiled 
with  a  solution  of  ammonium  chloride,  uramile  is  deposited  as  a 
crystalline  precipitate,  and  the  solution  contains  alloxan  : — 

CgH.NA  +  NH,  =  C,H,N,0,  +  C,H,N,0, 

Psevdo-uric  Atid  CgH^NX)^. — The  potassium  salt  of  this  acid  is 
obtained  as  a  yellow  crystalline  powder,  when  uramile  is  boiled  with 
a  concentrated  solution  of  potassium  cyanate.  The  free  acid  forms 
small  colourless  crystals,  sparingly  soluble  in  water.  The  following 
equation  explains  the  formation  of  this  body : — 


THB  CARBON  COMPOUNDS.  846 

NH— CO  NH— CO 

CO     CH.NH,  +  CNOH    =    CO     CH.; 


JH.NH,  +  CNOH    =    CO     CH.NH.CO.NH, 
KH 


[—CO  NH— CO 


S^dpho-psevdo-uric  Add  CjHgN^OjS  is  produced  by  heating  alloxan 
and  sulphur-urea  with  a  concentrated  alcoholic  solution  of  sulphur 
dioxide : — 

NH— CO  NH— CO 

CO     CO  +  NHj.CS.NHj    =    CO     C.H.NH.C&NH,  +  0 

NH— CO  NH— CO 

It  forms  thin  white  needles  and  is  insoluble  in  water,  but  soluble 
in  acids. 

Purpuric  Acid  CgHgN^Og. — This  compound  is  not  known  in  the 
free  state  ;  its  ammonium  salt  is  that  beautiful  substance^  known  by 
the  name  of  murexide,  which  is  obtained  by  boiling  a  mixture  of 
dialuramide  and  mercuric  oxide  with  dilute  aqueous  anmionia.  It 
may  also  be  prepared  by  adding  ammonia  to  a  hot  solution  of 
dialuramide  and  alloxan : — 

NH,  +  C,H,N,0,  +  C.HjNjO,  =  CgH^NANH.  +  H^O 

Murexide  is  also  formed  by  evaporating  uric  acid  with  a  little  nitric 
acid  nearly  to  dryness,  and  adding  ammonia  to  the  residue. 

Murexide  crystallizes  in  small  prisms,  which  by  reflected  Ught 
exhibit  a  fine  beetle-green  lustre,  and  dissolve  in  water  with  an 
intense  purple  colour.  The  solution  dyes  silk  and  wool  a  beautiful 
red  shade,  and  was  a  few  years  ago  manufactured  for  this  purpose, 
but  has  now  been  superseded  by  aniline-red. 

When  a  solution  of  murexide  is  boiled  with  potassium  nitrate, 
potassium  pv/rpurate  CgH^NgO^K  is  formed,  a  salt  resembling 
murexide.  The  purpurates  of  the  alkali-metals  dissolve  in  water 
with  a  bluish-purple  colour;  those  of  the  other  metals  are  insoluble 
in  water.  They  are  decomposed  by  acids  with  the  formation  of 
dialuramide  and  alloxan. 

Purpuric  acid  has  probably  the  following  constitution : — 

NH— CO        CO— NH 

CO     C=N— CH    CO 

I         •  II 

NH— CO        CO— NH 

HydurUic  Add  CgH^N^O^.— When  dialuric  acid  is  heated  with 
glycerin  it  is  resolved  into  carbon  dioxide,  formic  acid,  and  acid 
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ammonium  hydurilate.  The  free  acid,  which  may  be  obtained  by 
decomposing  the  ammonium-salt  with  hydrochloric  acid,  crystallizes 
in  small  four-sided  prisms,  and  is  sparingly  soluble  in  water.  It  is  a 
strong  bibasic  acid,  which,  as  well  as  its  salts>  give  with  ferric  chloride 
a  beautiful  green  coloration.  Concentrated  nitric  acid  oxidizes  it  to 
alloxan ;  a  more  dilute  acid  produces,  besides  the  latter  compound,  two 
other  bodies,  called  violuric  acid  and  dilituric  acid. 

Violurie  Acid  or  Nitrosomalonyl-urea  CH(N'O)  <  QQ-sr-a  \  CO. — 

By  the  action  of  cold  dilute  nitric  acid  (1*2  specific  gravity)  upon 
hydurilic  acid,  alloxan  and  violuric  acid  are  formed : — 

CgHeN^^,  +  HNO,  =  C^H^NjO,  -h  C^H,N/)^  -f  H^O 

The  potassium  salt  of  this  acid  is  obtained  by  adding  acetic  acid  to 
a  mixture  of  hydurilic  acid  and  potassium  nitrite ;  it  crystallizes  in 
deep-blue  plates  having  the  composition  C^H^NgO^K  +  2H2O.  When 
barium  chloride  is  added  to  the  violet  solution  of  potassium  violurate, 
the  barium  salt  is  obtained  as  a  red  precipitate.  The  free  violuric 
acid  is  prepared  by  decomposing  the  latter  salt  with  sulphuric  acid ; 
it  crystallizes  in  yellowish  prisms.  All  its  salts  are  distinguished  by 
their  beautiful  colours.  Ammonium  violurate  resembles  the  potas- 
sium salt;  sodium  violurate  crystallizes  in  short  red  needles; 
magnesium  violurate  forms  small  purple  crystals ;  and  the  ferrous  salt 
crystallizes  in  hexagonal  plates,  having  a  red  metallic  lustre  and 
dissolving  in  water  with  a  blue  colour. 

When  bromine  is  added  to  a  solution  of  violuric  acid,  nitrous 
fumes  are  given  off,  and  hibromamalonyl-urea  C^HgBrgNgOg  is  formed. 
Caustic  potash  decomposes  violuric  acid  into  urea,  and  nitrosomalcmic 
acid. 

f  CO  OH 

Mtrosomalonic  Add  CH(NO)  -j  qq  OH  ^  ^^^  soluble  in  water, 

and  crystallizes  in  glistening  needles.  When  heated  it  first  fuses  and 
afterwards  decomposes  with  a  violent  explosion.  By  the  action  of 
sodium  amalgam  on  its  aqueous  solution  it  is  converted  into  amido- 

malonic   acid  CH(NH2)  \  rjo  oH* 

Hydriodic  acid  converts  violuric  acid  into  dialuramide  or  amido- 
nialani/Uurea. 

Dilituric  Acid  or  NitromalonyUurca  CH(N02)  j  ^q  NH  I  ^^  ^^ 

formed  by  the  action  of  nitric  acid  upon  violuric  acid  or  hydurilic 
acid.  It  crystallizes  in  colourless  prisms  and  forms  colourless  salts. 
Hydriodic  acid  reduces  it  to  dialuramide. 

Barbituric  Acid  or  Malonyl-urea  CH« -j  qq'jjti  \  CO  is  obtained 

by  reducing  bibromomalonyl-urea  with  hydriodic  acid  or  sodium 
amalgam  and  water.     It  is  a  bibasic  acid,  crystallizing  in  rhombic 
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crystals  which  are  sparingly  soluble  in  water.  On  boiling  with  potash 
solution  it  is  resolved  into  malonic  acid  and  urea. 

Hydurilic  acid,  a  compound  previously  described,  is  nearly  related 
to  barbituric  acid.  It  is  formed  from  two  molecules  of  dialuric  acid, 
one  of  them  being  converted  into  barbituric  acid,  which  combines 
with  another  molecule  thus : — 


CO  {  ™;go  }  caoH  °  co  {  gggg  }  in 


+  H,0 


2' 


Pardbanic  Add  or  OxalyUurea  CgO^  \  ^jj  J-  CO   is   formed   by 

oxidizing  alloxan,  and  is  readily  obtained  by  dissolving  uric  acid  in 
common  nitric  acid,  and  evaporating  the  solution  to  the  consistency 
of  a  syrup.  It  crystallizes  in  thin  plates,  readily  soluble  in  water, 
and  possessing  a  very  sour  taste.  It  is  a  bibasic  acid,  which  when 
boiled  with  diluted  acids  is  resolved  into  urea  and  oxalic  acid.  Its 
aqueous  solution  gives  with  silver  nitrate  a  white  precipitate  of  silver 
parabanate  G^NjOgAgg,  which  when  heated  vdth  methyl  iodide  yields 
oxalyl-dimethylurea  C^fi^iCH.^^  a  compound  which  has  been  also 
obtained  as  a  product  of  decomposition  of  caffeina 

The  aqueous  solutions  of  parabanates  soon  undergo  a  change, 
parabanic  acid  combining  with  water  and  forming  axcUuric  cLcid 

CO— NH.  CO-NH— CO— NHj 

I  >0  +  H3O  =  I 

CO— NIT  CO— OH 

Oxaluric  acid  is  a  crystalline  powder,  and  is  sparingly  soluble  in 
water.  Ethyl  oxalurate  has  been  produced  by  the  action  of  ethyl- 
oxalyl  chloride  (see  page  204)  upon  urea.  It  forms  a  crystalline 
powder,  which  is  but  spspingly  soluble  in  cold  water. 

Tribromacetyl'Urea  CjHgBrgNgOj  is  obtained  by  the  action  of  bro- 
mine upon  an  aqueous  solution  of  bibromomalonyl-urea : — 

NH— CO  NH— CO— CBr. 

II  I 

CO—  CBr.  4-  H,0  4-  Br,    =   CO  +  CO,  +  HBr 

I  I  l^ 

NH— CO  NH, 

It  crystallizes  in  long  colourless  needles,  the  dust  of  which  has  a 
most  irritating  action  upon  the  nose  and  eyes.  It  fuses  at  148'',  and  at 
a  higher  temperature  decomposes  into  tribromacetamide  and  cyanuric 
acid.  By  the  action  of  alkalis  it  is  resolved  into  urea,  carbon  dioxide, 
and  bromoform. 
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CH.jNH  ) 
HydanMn  or  Olyeolyl^wrea  \  >C0. — ^When  urea  is  acted 

CO.NH  J 
upon  by  monobromacetyl  bromide,  monobiomacetyl  urea  is  fonned, 
a  compound  resembling  tribromacetyl-urea.    On  heating  this  body 
with  alcoholic  ammonia  it  is  convert^  into  hydantoin  : — 

"^^■^0  +  NH.  -  O.H.O<^^  +  NH.B. 

The  same  body  is  formed,  together  Mrith  carbon  dioxide,  water,  and 
free  iodine,  when  alloxan  is  heated  with  hydriodic  acid.  It  forms 
colourless  crystals,  possessing  a  faint  sweet  taste,  and  melting  at  206^ 
By  boiling  with  baryta-water  it  takes  up  water,  and  is  converted  into 

hydantoic  ctcid  or  glycoluric  acid  CO  <  -^r^      ^      *    • 

AllanUPin  C^H^NX),  is  contained  in  the  allantoic  liquid  or  urine  of 
the  foetal  calf,  and  also  in  the  urine  of  sucking  calvea  It  is  also  pro- 
duced, together  with  oxalic  acid  and  urea,  by  heating  uric  acid  with 
lead  dioxide  and  water.  It  forms  brilliant,  transparent  piisms>  which 
are  sparingly  soluble  in  water. 

By  the  action  of  sodium  amalgam  and  water  it  is  converted  into 
glycoluriU  C^H^N^O,,  which,  when  heated  with  acids,  takes  up  water, 
and  is  resolved  into  urea  and  glycolyl-urea.  The  constitution  of  these 
compounds  may  therefore  be  expressed  as  follows : — 

AUantoin.  Glycolurile. 

NH— C=N— COJTH,  NH— C=N— COJfH, 


I 
CO 

I 


io 


I 


NH— CH.OH  NH— CH, 


XANTIimB,  SARCIKE,  AMD  OUAIOHK. 

Xanthine CjH^N^O, 

Sardne C5H.N.O 

Guanine CjHjNjO 

These  three  compounds  occur  in  the  animal  organism.  Xanthine  and 
sarcine  have  also  been  obtained  by  reducing  uric  acid  with  sodium 
amalgam  and  water,  and  xanthine  is  produced  by  the  action  of  nitrous 
acid  upon  guanine. 

Xanthine  is  present  in  minute  quantity  in  urine,  and  in  nearly 
all  parts  of  the  animal  organism ;  in  larger  quantity  it  has  been  found 
as  a  constituent  of  certain  urinary  calculi.  After  the  continued  use 
of  sulphur-baths  urine  contains  larger  quantities  of  xanthine.     It  is 
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most  conveniently  prepared  from  guanine.  Potassium  nitrite  is  added 
to  a  solution  of  guanine  in  nitric  acid,  until  copious  red  fumes  are 
evolved.  On  adding  water  to  the  solution  a  precipitate  consisting  of 
xanthine  and  nitroxanthine  is  formed,  which  latter  compound  is  con- 
verted into  xanthine  by  reducing  it  with  a  ferrous  salt. 

Xanthine  is  a  white  amorphous  powder,  and  sparingly  soluble  in 
water.  It  combines  with  acids,  forming  crystaUized  salts,  and  also 
readily  dissolves  in  alkalis.  On  adding  silver  nitrate  to  its  aqueous 
solution,  a  white  gelatinous  precipitate  of  silver-xanthine  CgH^^OjAg, 
+  HgO  is  obtained.  By  acting  with  methyl  iodide  on  this  body,  it  is 
converted  into  dimethyl-xanthine  C^^ffyR^^fi^  which  is  isomeric 
with  theobromine. 

Xanthine  dissolves  in  fuming  nitric  acid  without  evolution  of  a  gas. 
On  evaporating  this  solution  a  yellow  residue  is  left  behind,  which  on 
addition  of  potash-solution  assumes  a  yellow-red  colour,  which  on 
evaporation  changes  into  violet 

Sarcine  or  Hypoxanthiru  occurs  in  the  flesh  of  vertebrata,  and  forms 
a  white  crystalline  powder  which  is  very  sparingly  soluble  in  cold 
water,  and  unites  with  bases  and  acids.  Its  solution  in  nitric  add 
leaves  on  evaporation  a  colourless  residue,  which  is  not  changed. by 
caustic  potash. 

Chianine  occurs  in  Peruvian  guano,  in  the  excrements  of  spiders, 
and  the  pancreatic  juice  of  mammalia.  In  the  so-called  guanine-gout 
of  pigs,  it  is  found  deposited  in  the  muscles  of  these  animals.  To 
prepare  it,  guano  is  boiled  with  milk  of  lime,  the  solution  filtered 
and  precipitated  with  acetic  acid.  The  precipitate,  consisting  of 
guanine  and  uric  acid,  is  dissolved  in  hot  hydrochloric  acid,  and  the 
guanine  precipitated  with  ammonia. 

Guanine  is  a  colourless  crystalline  powder,  which  is  insoluble  in 
water,  alcohol,  ammonia,  but  soluble  in  acids  and  potash-solution.  It 
is  a  bi-acid  base,  forming  two  series  of  salts. 

When  guanine  is  heated  with  potassium  chlorate  and  hydrochloric 
acid,  it  is  oxidized  to  gtuinidine  (see  page  103),  parabanic  add,  and 
carbon  dioxide : — 

C,H,lSr,0  +  O3  +  H,0  =  CH,N,  +  C,H^,0,  +  CO,    VO 

With  nitric  acid  and  caustic  potash  it  gives  the  same  reactions  as 
xanthina 

Gamine  CyHgN^Oj. — This  weak  base  has  been  found  in  "  extractum 
camis."  It  forms  small  colourless  crystals,  which  are  sparingly 
soluble  in  cold,  but  freely  in  boiling  water.  By  the  action  of  bro- 
mine-water or  nitric  acid  it  is  converted  into  sarcina  This  reaction 
takes  place  probably  according  to  the  following  equation : — 

CjH^Sfit  +  Br,  =  CjH^N^O  +  HBr  +  CH^r  +  CO, 
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CKEATINE  AND  CREATININE. 

Creatine  OJIpN^O,  occurs  in  the  flesh  of  all  vertebrata,  and  also  in 
small  quantity  in  the  brain  and  blood.  To  prepare  it,  finely  chopped 
meat  is  exhausted  with  cold  water,  and  the  solution  boiled  and  filtered 
To  the  filtrate  baryta-water  is  added  to  precipitate  phosphoric  add, 
and  the  solution  evaporated  on  a  water-bath  to  a  syrupy  state.  On 
standing  creatine  gradually  crystallizes  out^  which  is  purified  by  le- 
crystallization. 

It  crystallizes  in  brilliant  prisms  containing  one  molecule  of  water, 
and  possessing  a  slightly  bitter  taste.  It  dissolves  readily  in  boilmg, 
but  only  sparingly  in  cold  water. 

Creatine  combines  with  acids,  forming  crystalline  but  very  unstable 
salts.  When  boiled  with  baryta-water,  it  is  resolved  into  sarcosine 
and  urea,  and  by  the  action  of  mercuric  oxide  on  its  aqueous  solution 
oxalic  acid  and  methylguanidine  CHJ^CK^'S^  are  formed : — 

C,H,N30,  +  2HgO  =  C^fi,  +  C^N,  +  Hg, 

Creatine  has  been  produced  artificially  by  heating  an  alcoholic 
solution  of  sarcosine  and  freshly-prepared  cyanamide  to  100""  for  some 
hours,  and  by  adding  ammonia  to  a  saturated  aqueous  solution  of 
these  two  compounds,  and  allowing  the  mixture  to  stand  for  some 
time : — 

C^  AN  {  H°»  +  NC.NH,  =  C,H,0,N  |  g^H)NH, 

Creatinine  C.H^NgO  occurs  in  urine,  and  is  formed  by  heating 
creatine  with  dilute  acids.  It  can  easily  be  obtained  from  urine  by 
evaporating  it  to  about  one-thiixl  of  its  original  bulk,  decanting  from 
salt  which  crystallizes  on  cooling,  and  precipitating  the  liquid  with 
lead  acetate,  to  remove  phosphoric  acid,  &c.  The  filtrate  is  freed  from 
lead  with  sodium  carbonate,  the  solution  neutralized  with  acetic  acid, 
and  mercuric  chloride  is  added,  which  combines  with  the  creatinine, 
forming  a  crystalline  precipitate. 

On  decomposing  this  double  salt  with  hydrogen  sulphide  a  solution 
of  creatinine  hydrochloride  is  obtained,  from  which  tiie  pure  salt  is 
prepared  by  evaporation  and  recrystallization  from  alcohol  It  forms 
hard  brilliant  prisms.  On  boiling  its  alcoholic  solution  with  lead 
oxide  the  free  base  is  obtained. 

Creatine  crystallizes  in  prisms  having  a  strong  alkaline  reaction, 
and  being  readily  soluble  in  water.  With  acids  it  forms  crystallizable 
salts.  When  dissolved  in  aqueous  alkalis  it  slowly  combines  with 
water,  and  is  converted  into  creatine.  Creatinine  combines  with 
several  metallic  chlorides,  as  those  of  mercury,  zinc,  &c.,  forming 
sparingly  soluble  compounds. 
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By  boiling  creatinine  with  baryta-water  it  is  resolved  into  ammonia 
and  iiiethyl'hydantc^n : — 

NH 
C,K,lilfi  +  H,0  =  NH3  +  C^jQ/  ^CO 

When  nitric  trioxide  is  passed  into  its  aqueous  solution,  a  weak 
basic  compound  having  the  composition  C.HgN^O,  is  formed,  which 
when  heated  with  hydrochloric  acid  yields  ammonia  and  Tiiethyl- 
parabanic  add: — 

NH 
Cfi^fii  +  H,0  «=  2NH3  +  C,0Z   ^CO 

NCH, 

The  synthetical  formations  of  creatine  and  creatinine,  as  well  as 
their  decompositions,  show  that  the  constitution  of  these  compounds  is 
as  follows : — 

Creatine  or  Creatinine  or 

Methyl-guanidine-acetic  Acid.  Glycolyl-mothyl-inianidine. 

NH,— C=NH  NH— C=NH 


k 


CHj 


N.CH3 


HO.CO— CHj  CO— CH 


2 


CAFFEINE  AND  THEOBROMINE. 

Theobromine  C-HgN^Oj. — This  weak  base  occurs  in  cacao-nuts 
(from  Theobroma  Uacad),  and  has  also  been  found  in  small  quantity 
in  the  young  leaves  of  Himalaya  tea.  The  nuts  are  exhausted  with 
hot  water ;  the  solution  is  mixed  with  basic  lead  acetate,  filtered,  and 
the  filtrate  treated  with  hydrogen  sulphide  to  remove  the  lead,  and 
boiled  down  to  a  small  bulk,  which  is  exhausted  with  alcohol  to  dis- 
solve the  theobromine.  It  is  a  crystalline  powder,  sparingly  soluble 
in  water,  and  possessing  a  slightly  bitter  taste.  When  heated  with 
caustic  potash  it  is  decomposed  with  the  evolution  of  methylamine. 
It  combines  with  acids,  forming  unstable  salts,  which  are  decomposed 
even  by  water.  It  is  readily  soluble  in  aqueous  ammonia.  By  adding 
silver  nitrate  to  this  solution  a  crystalline  precipitate  of  silver  theo- 
bromine C^H^AgN^O-  is  obtained,  which  when  heated  with  methyl 
iodide  yielas  methylrtneobromine  or  caffeine. 

Caffeine,  Theine,  or  Methyl-theobromine  CgH.^^Oj  occurs  in  the 
coffee-berries  (1  per  cent.)  and  the  leaves  of  tne  coflFee-tree,  in  tea 
(2  to  5  per  cent),  in  the  Paraguay-tea  (the  leaves  oillex  paragtiayensis), 
in  "  guarana  "  (5  per  cent.),  a  substance  resembling  cacao,  and  which 
is  prepared  in  South  America  from  the  fruit  c»f  Paulinia  soi^bilis,  and 
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also  in  the  kola-nuts,  which  are  used  as  an  article  of  food  in  Central 
Africa.  It  is  prepared  from  raw  coffee-berries  or  from  tea  by  a  process 
similar  to  that  by  which  theobromine  is  obtained  from  cacao-nut& 

Caffeine  crystallizes  in  long  silky  needles  containing  one  molecule 
of  water,  which  escapes  on  heating.  It  melts  at  23^  and  sublimes 
at  a  higher  temperature.  It  is  but  sparingly  soluble  in  water,  and 
possesses  a  faint  bitter  taste.  With  acids  it  forms  ciystalline  salts, 
which  are  decomposed  by  water. 

Caffeine  acts  as  a  poison  when  taken  in  lai^ge  doses,  producing  pal- 
pitation of  the  heart  and  trembling.  Cats  and  rabbits  are  killed  by  a 
dose  of  0*4  to  0*5  grams. 

When  caffeine  is  boiled  with  baryta-water  it  is  resolved  into  carbon 
dioxide  and  caffeidine  C^H^^fi^  a  powerful  base,  which  on  prolonged 
boiling  with  baryta-water  is  decomposed  into  carbon  dioxide,  am- 
monia, methylanune,  formic  acid,  and  sarcosine : — 

CyH„N,0  +  5H,0  =  CO,  +  NH,  +  2CH,.NH,  +  CH,0,  +  C^H^NO, 

The  action  of  chlorine  upon  an  aqueous  solution  of  caffeine  pro- 
duces cyanogen  chloride,  methylamine,  and  amalic  acid  or  teira- 
methylalloxarUin  Cg{CE^^ fi^  +  H,0,  colourless  crystals,  which  are 
coloured  violet  by  alkalis,  and  produce  red  stains  on  the  skin. 

By  the  further  action  of  chlorine  upon  this  compound  cholestrophane 
or  dimethylparahanie  acid  is  produced,  which  is  also  formed  by  treat- 
ing silver  parabanate  with  methyl  iodide  (see  page  247). 

The  products  of  decomposition  of  caffeine  prove  that  this  body  has 
a  constitution  similar  to  those  of  creatine  and  uric  acid.  The  follow- 
ing constitution  at  least  readily  explains  the  action  of  baryta-water 
upon  caffeine : — 

CH,N— C=N 

CO  CO     CO 

I      J,        I 
CH3N— CH— NCH, 


COMPOUNDS  OF  TRIAD   RADICALS. 

We  are  as  yet  only  acquainted  with  one  alcohol  of  a  triad  radical, 
viz.  glycerin  or  propenyl  alcohol.  The  derivatives  of  this  compound, 
which  have  been  very  completely  investigated,  are  much  more  nume- 
rous and  varied  than  those  of  monad  and  dyad  radicals,  as  the  fol- 
lowing table  will  show : — 
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S53 


(OH 
PROPENYL  ALCOHOL  OR  GLYCERIN  C3H5  <  OH. 

(oh 


Monochlorhydrin. 

fCl 

c^eA  oh 
(oh 


Trinitrin  or 
Propenyl  Trinitrate. 

NO, 
NO, 
NO, 


'ropenyi  1 

c,hJ 


Monethylin. 

fOH 
C^A  OH 
(oCjH, 

Monftcetiii. 

roH 

C,hJ  OH 


OC,H,0 


Saodoiii. 

roH 


|g}c,HA 


Chlorodinitrin. 

rci 

C,H  J  NO, 

(no, 

DiethyKn. 

roH 
c,hJ  oc,h, 

I  OC,H, 

BiaMtin. 

roH 

C,Hj-^  OC,H,0 
(  OC,H,0 

Qlycerin-salphuric 
Acid. 

OH 
OH 
SO4H 


Trichlorhydrin  or 
Propenyl  Trichloride. 

ci 

CM.<  CI 
CI 

DichloronitriiL 

ci 
01 


C,H, 


NO 


s 


C,H, 


Triediylin  or 
Propenyl-triethyl  Ether. 

roc,H, 
c,hJ  oc,h, 

(  OCjHj 

Triacetin. 

(  OC-H,0 

C,hJ  00^,0 

(0C,H,0 

Qlyeerin-phoephoric 
Acid. 

OH 
C.H.-J  OH 

PO,H, 


The  propenyl  compounds  are  intimately  connected  with  propyl  and 
propene  compounds ;  they  are  derivatives  of  propane : — 


Propane. 

CH, 
CH, 
CH, 


Propyl  Alcohol 


CH, 

A 


H,.OH 


Propene  AIcohoL 

CH, 

CH.OH 

I 
CHyOH 


Propenyl  AlcohoL 

CHlOH 


i 


H^OH 
H0.OH 


Most  fats  and  oils  are  mixtures  of  propenyl  ethers  of  the  fatty 
acids  CaHjnOj  and  the  acids  of  the  oleic  series  CaH„»_,Oj,  Gly- 
cerin has  also  been  found  in  small  quantities  amongst  the  products 
of  vinous  fermentation,  and  is  present  in  wine  and  beer. 

When- fats  are  heated  with  water  or  with  alkalis  they  are  converted 
into  glycerin  and  acids  or  their  alkali-salts  (soaps)} 

^  This  process  is  called  saponification.  This  term  was  originally  restricted  to  this 
decomposition  of  fats  by  alkalis,  but  it  is  now  generally  applied  to  the  decomposition 
of  compound  ethers  into  acids  and  alcohols. 
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Glycerin  was  first  obtained  by  heating  olive  oil,  water,  and  lead 
oxide ;  insoluble  lead  salts  are  thereby  formed  (lead  plaster),  while 
glycerin  remains  in  solution.  The  mtter  is  freed  from  lead  by 
hydrogen  sulphide,  and  the  solution  evaporated.  Glycerin  is  now 
obtained  in  large  quantities  and  in  a  state  of  great  purity  in  the 
manufacture  of  stearin  candlea  The  fats,  as  tallow,  &c.,  are  distilled 
by  means  of  overheated  steam ;  the  distillate  separates  into  two 
layers,  the  lower  one  consisting  of  an  aqueous  solution  of  glycerin, 
while  the  upper  one  contains  the  acids.  The  solution  of  glycerin  is 
concentrated  by  evaporation,  and  the  residue  again  distilled  with 
steam  in  an  apparatus  in  which  glycerin  condenses,  whilst  the  much 
more  volatile  steam  escapes. 

Glycerin  can  also  be  produced  artificially  from  propane.  By  the 
action  of  chlorine  on  this  compound  a  large  quantity  of  propene 
dichloride  is  formed,  which,  when  heated  with  iodine  chloride,  is  con- 
verted into  propenyl  trichloride  C-H^Clg.  This  chloride  is  decom- 
posed by  heating  with  water  to  170  ,  the  products  being  hydrochloric 
acid  and  glycerin. 

Pure  glycerin  is  a  colourless,  very  viscid  liquid,  having  a  specific 
gravity  of  1'27.  It  can  be  mixed  with  water  and  alcohol  in  all 
proportions,  and  possesses  a  very  sweet  taste.  When  exposed  to 
strong  winter-cold  it  sometimes  solidifies  to  transparent  and  strongly 
refractive  hard  crystals ;  but  commonly  it  remains  liquid,  and 
solidifies  only  at  -40°  to  an  amorphous  gum-like  mass.  When  quickly 
heated  it  distils  at  28  0^  Mrith  partial  decomposition ;  but  under  a 
diminished  pressure  it  may  be  distilled  Mrithout  alteration,  boiling  at 
210°  under  a  pressure  of  50  mm. 

When  glycerin  is  added  to  an  alcoholic  solution  of  sodium  ethylate, 

rOH 
the  compound  CgHg-J  OH  +  C^Hg.OH  separates  out  in  small  crystals 

(ONa 
grouped  in  stars,  which  at  100°  lose  alcohol,  a  white  deliquescent 
powder  of  monosodium  glycerate  being  left  beliind. 

When  yeast  is  added  to  an  aqueous  solution  of  glycerin,  and  the 
mixture  is  allowed  to  stand  at  a  temperature  of  20°  to  30°  for  some 
months,  propionic  acid  is  produced. 

Glycerin  is  easily  reduced  to  secondary  propyl  iodide  by  distilling 
it  with  an  excess  of  concentrated  hydriodic  acid : — 

CaHgO,  +  5HI  =  CsH,T  +  3H,0  +  21^ 

Secondary  propyl-iodide  is  generally  obtained  by  this  method ;  in 
preparing  it  amorphous  phosphorus  is  added  to  the  mixture,  which 
converts  the  free  iodine  again  into  hydriodic  acid  : — 

CsHgOj  +  HgO  -h  P  +  T  =  C3H7I  +  H3PO4 

Mmiochlorhydrin  or  Propenyl  Monochlorhydrafe   CgH^C^OH),  is 
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obtained  by  saturating  glycerin  with  hydrochloric  acid  gas  and  heat- 
ing the  inLxture  for  some  time  to  100°. 

It  is  a  liquid  having  an  ethereal- smell,  and  boiling  at  225°  to  230°. 
By  acting  with  sodium  amalgam  on  its  aqueous  solution  it  is  reduced 
to  propene  glycol : — 

CHjCl  CH, 

I  I 

CH.OH  +  Nao  +  H-0  =  CH.OH  +  NaCl  +  NaOH 

I 


A 


Hg-OH  CH^OH 

When  chlorhydrin  is  heated  with  trimethylamine,  trimethylglycer- 
ammonium  chloride  N(CH3)3C3H5(0H)^C1  is  obtained  in  white  needles, 
which  are  readily  soluble  in  water.  Tne  free  base,  which  has  a  con- 
stitution similar  to  that  of  choline  (page  190),  has  not  yet  been 
prepared. 

Dichlorhydrin  or  Propenyl  DicJUorhydrate  CgHjC^OH).  —  This 
body  is  produced  when  glycerin  is  heated  with  a  large  excess  of 
fuming  hydrochloric  acid,  and  by  the  action  of  phosphorus  penta- 
chloride  upon  glycerin,  but  is  most  conveniently  prepared  by  satu- 
rating a  mixture  of  glycerin  and  glacial  acetic  acid  with  hydrochloric 
acid  at  100''.  It  is  an  oily  liquid,  possessing  an  agreeable  smell,  and 
boiling  at  178^.  By  the  action  of  water  and  sodium  amalgam  it  is 
reduced  to  dimethyl  carbinol : — 

CH.C1  CHg 

I  k 

CH.OH  +  2Na,  +  2H2O  =  CH.OH  +  2NaCl  +  2NaOH 

CH[,.C1  CH, 

By  heating  it  wdth  potash  solution,  hydrochloric  acid  is  taken  out, 
and  epichlorhydrin  or  monochloropropene  oxide  C3H5CIO  produced : — 

CHjCl  CH-Cl 

I  I 

CH.OH  +  KOH  =  CH  ,      +  KCl  +  H.0 

Epichlorhydrin  boils  at  119**;  it  smells  like  chloroform,  and  has  a 
burning  sweet  taste.  It  combines  with  acids  like  propene  oxide ; 
with  hydrochloric  acid  it  forms  again  dichlorhydrin,  and  on  heating 

fCl 
it  with  acetic  acid  it  yields  aceiochlorhydrin  C^HA  O.CJH3O  ;  it  also 

xmites  with  water,  monochlorhydrin  or  monochloropropene  glycol 
being  thereby  formed. 

Trichlorhydrin  or  Propenyl  Trichloride  C3H5CI3. — This  compound  is 
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produced  by  the  action  of  phosphorus  pentachloride  upon  glycerin  or 
the  chlorhydrins,  and  togetiier  with  an  isomeric  compound  when  pro- 
pone dichloride  is  heated  with  iodine  chloride  to  170^  It  is  a  colour- 
less liquid,  possessing  a  smell  like  chloroform,  and  boiling  at  158°.  On 
heating  it  with  caustic  alkalis  a  violent  reaction  sets  in,  and  diMoro- 
glycide  distils  over,  a  heavy  liquid  possessing  a  garlic-like  smell,  and 
boiling  at  98''.  It  combines  readily  with  one  molecule  of  chlorine 
and  bromine,  and  dissolves  in  concentrated  sulphuric  acid  with  the 
evolution  of  hydrochloric  acid.  On  distilling  this  solution  with  a 
large  quantity  of  water,  it  yields  monochloracetone : — 

CHjCl  CHjCl 

CO      +  HCl 


cci    +5|o  = 

II  ^^ 


CH^  CH3 

Bramhydrins. — These  compounds  are  produced  by  the  action  of 
hydrobromic  acid  or  phosphorus  pentabromide  upon  glycerin. 

Tribromhydrine  or  Propenyl  Tribromide  CjHgBr,  is  a  thick,  colour- 
less liquid,  boiling  at  220'',  and  solidifying  at  a  low  temperature  to 
lai^e  brilliant  prisms,  melting  at  16''.  On  heating  it  with  an  alcoholic 
solution  of  potassium  cyanide,  it  yields  propenyl  iricyanide  or  the 
nitrite  of  tricarballylic  acid  C,H5(CN)j  (see  page  238). 

Suiphydrim  are  formed  by  treating  the  different  chlorhydrins 
with  an  alcoholic  solution  of  potassium  hydrosulphide.    Jfonomlphy- 

roH 

drin  CgHg-J  OH  is  a  viscid  non-volatile  liquid,  possessing  a  very  dis- 

V  SU 
agreeable  odour.   The  hydrogen  in  the  group  SH  can  easily  be  replaced 

rOH 
by  metals,  just  as  in  other  mercaptans.    Disviphydrin  C^nA  SH  and 

(SH 

rsH 

TristUphydrin  CgH^^  SH  have  similar  properties. 

tSH 

(OH 
Olyeerthsulphuric  Acid  CfiA  OH.      — This  monobasic  acid  is 

(  O.SO3H 
formed  by  mixing  glycerin  with  concentrated  sulphuric  acid.  It 
forms  soluble  salts  with  barium  and  calcium.  By  decomposing  their 
solution  with  sulphuric  acid  or  with  oxalic  acid,  an  aqueous  solution 
of  glycerinsulphuric  acid  is  obtained,  which  has  a  very  sour  taste. 
On  evaporation  it  is  resolved  into  glycerin  and  sulphuric  acid. 


Olycerinphosphoric  Acid  CjHgK  OH.  — Glacial    phosphoric 

.PO(OH), 

acid  dissolves  in  glycerin  with  the  evolution  of  heat.     On  diluting 
with  water  and  neutralizing  with  barium  carbonate  a  solution  of 
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barium  glycerinpliosphate  is  obtained,  which  is  decomposed  by  sul- 
phuric acid.  On  evaporating  the  solution  in  vacuo,  glycerinphos- 
phoric  acid  is  obtained  as  a  strongly  sour  thick  liquid,  which  decom- 
poses on  heating.     It  is  a  bibasic  acid,  forming  crystallized  salts. 

Trinitrin,  or  Propenyl  Nitrate  Cfi^QiO^^, — This  body,  commonly 
called  "  nitroglycerin,"  is  obtained  by  dissolving  glycerin  in  a  well- 
cooled  mixture  of  concentrated  sulphuric  acid  and  saltpetre.  On 
pom'ingthe  solution  in  cold  water,  nitroglycerin  separates  out.  It  is  a 
heavy,  colourless,  oily  liquid,  possessing  a  burning  sweet  taste  and  poi- 
sonous properties,  the  inhalation  of  the  vapour  producing  severe  head- 
ache. It  is  a  very  dangerous  compound,  exploding  on  heating  it  or 
by  percussion  with  the  utmost  violence.  It  has  been  much  employed 
for  blasting  in  mines  and  quarries,  but  it  is  very  dangerous  to  handle^ 
and  has  given  rise  to  many  fatal  accidents.  It  is  therefore  now  not 
used  in  the  pure  state,  but  mixed  with  finely  divided  silica  (so-called 
"  kieselguhr,"  the  remains  of  infusoria)  :  this  mixture,  known  by  the 
name  of  "  dynamite,"  is  much  less  dangerous  than  the  pure  substance. 

By  dissolving  monochlorhydrin  in  a  mixture  of  nitric  acid  and  sul- 

rci 

phuric  acid,  monochlordinitrin  G^H^^  NOg  is  obtained,  an  oily  liquid 

(NO3 

which  does  not  explode  by  percussion,  but  is  highly  inflammable. 
The  same  compound  is  produced  by  the  action  of  nitric  acid  upon 
epichlorhydrin. 

A  very  similar  compound  is  dicMormononitrin  OJIA  NO.,  which 

(no, 

has  been  obtained  by  the  same  reaction  from  dichlorhydrin. 

Ethyl-ethers  of  Propenyl. — These  ethers  are  produced  by  the  action 
of  sodium  ethylate  upon  monochlorhydrine  and  dichlorhydrine. 

Ethylhydrin    CaHgj^?^    boils    at     230^    and    diethyViydrin 

C3H5  \  xiV*    ^^2  is  a  liquid  possessing  an  aromatic  smell,  and  boiling 

at  19r. 

Triethylhydrin  (C8H50C2H5)3,  a  liquid  boiling  at  185%  is  formed 
by  dissolving  sodium  in  diethylhydrin  and  treating  the  product  with 
ethyl  iodide. 


PROPENYL-ETHERS   OF  THE  FATTY  ACIDS. 

By  heating  glycerin  with  fatty  acids,  compound  propenyl  ethers  are 

formed,  the  three  atoms  of  hydrogen  in  the  hydroxyl-groups  being 

replaced,  one  after  the  other,  by  the  acid  radical.   Most  of  the  different 

fats  and  oils  consist  of  mixtures  of  such  ethers,  each  containing  three 

acid  radicals. 

r  ^ 
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MoTioformin  CgHg  <  x  pQ  it  is  formed  by  heating  glycerin  with 

oxalic  acid.  It  is  an  oily  liquid,  soluble  in  water.  On  heating  this 
solution,  nionoformin  is  resolved  into  glycerin  and  formic  acid. 

Monacetin  C3H5  -j  kp  J?  .y  an  oily  liquid,  which  is  soluble  in  water 

and  possesses  an  ethereal  smell,  is  formed  by  heating  glycerin  with 
acetic  acid  to  100°;  while  by  heating  the  mixture  to  200^  diacetin 

C3H5  -j  .QQ  TT  QN   is  obtained,  an  oily  liquid  boiling  at  280**.      When 

this  body  is  heated  with  a  very  large  excess  of  acetic  acid  to  250^  it 
is  converted  into  triacetin  03115(0021130)3,  a  liquid  which  is  insoluble 
in  water  and  boils  at  286<^.  This  compound  exists  in  the  oil  con- 
tained in  the  seeds  of  the  common  spindle-tree  {Euonymibs  europcetis), 
and  has  also  been  produced  by  heating  propenyl  tribromide  with 
silver  acetate. 

The  three  hutyrins  are  oily  neutral  liquids ;  tributyrin  is  found  in 
butter,  together  with  tricajnvnin,  tricaprylin,  and  tricaprin ;  irimy- 
ristin  occurs  in  nutmeg- butter. 

Monopalmitin  melts  at  49°,  dipalmitin  at  59° ;  both  compounds  are 
produced  by  heating  glycerin  with  palmitic  acid  in  sealed  tubes.  By 
using  a  large  excess  of  palmitic  acid  and  heating  the  mixture  to  250° 
for  twenty-four  hours,  tripalmitin  is  formed,  a  compound  occurring 
in  many  fats.  It  is  prepared  by  exposing  olive  oil  to  a  strong  cold, 
and  subjecting  the  solid  mass  to  a  strong  pressure  to  remove  liquid 
triolein.  Tripalmitin  crystallizes  from  alcohol  in  pearly  scales,  melt- 
ing at  61°. 

Tristearin  occurs  in  almost  all  solid  fats,  and  may  be  extracted 
from  beef  or  mutton  suet  by  means  of  ether.  After  being  purified  by 
repeated  crystallizations,  it  is  obtained  in  pearly  crystals  melting  at 
66°'5  and  solidifying  to  an  amorphous  mass. 

Zecithine  O^gHg^NPOg. — This  complicated  derivative  of  glycerin- 
phosphoric  acid  is  found  widely  distributed  in  the  animal  organism, 
occurring  in  the  brain,  in  the  nerves,  in  the  yolk  of  eggs,  in  the  blood- 
corpuscles,  &c.  It  is  most  conveniently  prepared  by  exhausting  the 
yolk  of  eggs  with  a  mixture  of  alcohol  and  ether.  The  solution  is 
gently  heated  until  all  the  ether  has  volatilized,  and  alcohol  added  to 
the  residue,  by  which  fats  are  precipitated.  The  solution  is  filtered 
and  platinum  tetrachloride  is  added ;  a  yellow  precipitate  having  the 
composition  2(0^2H8s-^^08^^)  +  P^^CL  is  formed,  which  is  decom- 
posed by  hydrogen  sulphide.  The  lecithine  hydrochloride  thus 
obtained  is  dissolved  in  a  mixture  of  alcohol  and  ether,  and  the  solu- 
tion shaken  with  silver  oxide,  and,  after  filtration,  again  treated  with 
hydrogen  sulphide  in  order  to  precipitate  silver  which  has  gone  in 
solution. 

Pure  lecithine  is  a  wax-like,  indistinctly  crystalline  mass,  soluble 
in  alcoliol  and  ether ;  in  water  it  softens  and  becomes  gelatinous,  but 
does  Not  diRsnlvp.     Tt  combines  not  ot^Iv  with  nci<l"=i,  but  also  forms 
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metallic  corapounds,  and  very  readily  undergoes  decomposition  by 
boiling  its  alcoholic  solution  alone,  or  quicker  in  presence  of  alkalis 
or  acids,  the  products  being  choline,  glycerin-phosphoric  acid,  and 
fatty  acids  (palmitic  acid  and  oleic  acid  CigHg^Og). 

This  decomposition,  together  with  the  chemical  character  of  leci- 
thine,  explain  its  constitution  : — 

(  O.CjeHsiO 

n  H  <  ^-^18^0 

l^^"to.C,H,(CH,Uo 

Lecithine  is  glycerin-phosphoric  acid  in  which  two  atoms  of 
hydrogen  in  the  hydroxyl-groups  of  glycerin  are  replaced  by  the 
radicals  of  oleic  and  palmitic  acids,  whilst  cholin,  a  compoimd  being 
at  the  same  time  an  ammonium-base  and  an  alcohol,  forms  wuth 
glycerin-phosphoric  acid  an  acid  compound  ether.  Lecithine  is 
therefore  at  the  same  time  a  fat,  a  base,  and  an  acid. 

It  appears  very  probable  that  several  lecithines  exist,  containing 
radicals  of  different  fatty  acids. 


GLYCERIC   ACID   CjHgO^. 

To  prepare  this  acid,  glycerine  is  diluted  with  an  equal  volume  of 
water  and  poured  on  the  top  of  strong  nitric  acid  contained  in  a  high 
cylinder.  The  mixture,  after  standing  for  several  days,  is  evaporated 
on  a  water-bath,  and  the  syrupy  residue  dissolved  in  water  and 
neutralized  with  lead  oxide.  The  lead  glycerate  is  purified  by  re- 
crystallization,  and  an  aqueous  solution  of  the  pure  salt  decomposed 
by  hydrogen  sulphide. 

On  evaporating  the  filtrate  on  a  water-bath,  glyceric  acid  remains 
behind  as  a  thick,  syrupy,  and  very  sour  liquid. 

On  heating  it  is  resolved  into  water  and  pyruvic  acid  (see  page  230) ; 
when  it  is  fused  with  caustic  potash  it  is  resolved  into  acetic  acid  and 
formic  acid. 

By  the  actioli  of  phosphorus  iodide  and  water  it  is  reduced  to  fi 
iodopropionic  acid. 

y8  Iodopropionic  Acid  CgHglOg  forms  white  pearly  crystals  melting 
at  82°.  When  its  aqueous  solution  is  heated  with  silver  oxide, 
hydracrylic  acid  €3115(011)02  is  formed,  a  compound  which  is  isomeric 
with  the  lactic  acids,  and  forms  like  them  a  sour,  syrupy  liquid,  but 
differs  from  them  by  not  yielding  lactide  on  heating,  but  by  being 
resolved  into  acrylic  CgH^Og  and  water. 

Phosphorus  pentachloride  converts  glyceric  acid  into  /S  chioropro- 
pionyl  chloride,  which  is  readily  acted  upon  by  water,  being  converted 
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into  /5  chloropropionic  acid,  which  forms  fibrous  crystals  smelling  like 
creosote  and  melting  at  65°. 

Amidoglyceric  Aad  or  Serine  (C3H.O3NH2). — This  compound  has 
been  obtained  by  boiling  sericin  or  sillc-gelatin  (see  Silk)  with  dilute 
sulphuric  acid.  It  crystallizes  from  a  hot  solution  in  hard  brittle 
crystals,  and  forms  metallic  salts,  but  combines  also  with  acids.  By 
the  action  of  nitrous  acid  it  is  converted  into  glyceric  acid. 

The  constitution  of  glyceric  acid  and  its  derivatives  is  generally 
represented  by  the  following  formulae  :— 

Glyceric  Acid. 

CHj.OH 


fi  lodopropionic  Acid. 

Hydracrylic  Acid. 

CH,I 

CHj.OH 

CH, 

CM, 

CH.OH 

I  I 

CO.OH  CO.OH  CO.OH 

If  hydracrylic  acid  had  this  constitution  it  would  be  identical  with 
ethene-lactic  acid,  which  on  oxidation  is  converted  into  malonic  acid. 
But  hydracrylic  acid  does  not  yield  a  trace  of  this  compound,  but  is 
resolved  into  carbon  dioxide,  glycollic  acid,  and  oxalic  acid,  and  no 
acetic  acid  is  formed,  showing  that  hydracrylic  acid  does  not  contain 
the  group  methyl,  and  therefore  its  constitution  is  also  quite  different 
from  that  of  common  lactic  acid. 

When  an  alcohol  is  oxidized,  the  oxygen  entering  the  molecule 
is  attracted  by  that  carbon  atom  which  is  already  combined  with 
oxygen.  Now  in  glycerin  each  of  the  three  carbon  atoms  is  com- 
bined with  oxygen,  and  consequently  the*  oxygen  which  replaces 
the  hydrogen  will  be  attracted  as  much  by  the  second  carbon  atom 
as  by  the  first.  From  this  it  appears  very  probable  that  the  above 
compounds  have  the  following  constitution  : — 

Glyceric  Acid.  /B  lodopropionic  Acid.  Hydracrylic  Acid. 

CH2.OH  CHJ  CH2.OH 


OH  ^CH  CH 

CH.OH         ^CH.OH        ^CH.OH 


Compounds  having  such  a  constitution  would  be  acids,  for  organic 
hydroxides  are  converted  into  acids,  not  only  by  the  transformation 
of  methoxyl  CH^-OH  into  carhoxyl  CO.OH,  but  always  when  negative 
elements  or  radicals  (0,  CI,  NO^)  accumulate  near  an  alcoholic  hy- 
droxyl. 
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ALLYL-COMPOUNDS. 

These  compounds  contain  the  radical  cUlyl  CjH^  which  differs  from 
propenyl  by  being  a  monad  radical,  two  of  the  carbon  atoms  being 
linked  together  by  two  of  the  combining  units  of  each.  The  name 
of  this  radical  is  derived  from  the  fact  that  some  of  its  compounds 
occur  in  Allium'Species  (garlic,  &c.).  The  allyl-compounds  combine 
with  hydrogen,  chlorine,  &c.,  yielding  thus  either  propyl-  or  propenyl 
compounds. 

AUyl  Alcohol  CgHg.OII. — ^When  a  mixture  of  glycerin  and 
crystallized  oxalic  acid  is  heated,  carbon  dioxide  is  evolved,  and  at 
about  100°  dilute  formic  acid  begins  to  distil  over ;  by  raising  the 
temperature  the  evolution  of  carbon  dioxide  ceases,  but  begins  again 
at  190°,  and  a  mixture  of  allyl  alcohol  and  other  products  distils. 
Monoformin  is  formed,  which  at  a  lower  temperature  is  acted  upon  by 
water,  yielding  formic  acid  and  glycerine,  whilst  at  a  higher  tempe- 
rature it  is  resolved  into  allyl  alcohol,  carbon  dioxide,  and  water : — 

rOH 
C3H5  ^  OH        =  C3H5.OH  +  CO.  +  H2O 
(O.COH 

To  obtain  pure  allyl  alcohol  the  product  is  treated  with  caustic 
potash,  distilled  again,  and  rectified  over  anhydrous  baryta.  It  is  a 
limpid  liquid,  boiling  at  97°,  and  possessing  a  characteristic  pungent 
smell  (like  most  allyl-compounds). 

When  allyl  alcohol  is  oxidized  with  dilute  chromic  acids,  it  yields 
formic  acid,  but  no  acetic  acid,  showing  that  it  does  not  contain  the 
group  CH3,  but  has  the  constitution  CH2-.=CH — CHg-OH. 

Allyl  alcohol  does  not  combine  readily  with  hydrogen;  it  is  not 
changed  by  acting  with  sodium  amalgam  or  zinc  and  hydrochloric 
acid  on  its  aqueous  solution.  But  when  it  is  heated  with  an  equal 
weight  of  caustic  potash  in  a  flask  connected  with  a  reversed  con- 
denser, an  evolution  of  hydrogen  commences  at  105°,  and  goes  on  up  to 
155°.  On  distilling  the  solid  mass  thus  obtained  with  water,  a  mixture 
of  ethyl  alcohol  and  propyl  alcohol  (about  20  per  cent,  of  the  allyl 
alcohol  employed)  is  obtained,  and  the  residue  contains  potassium 
formate,  and  salts  of  other  acids. 

Allyl  alcohol  readily  combines  with  chlorine,  forming  dichloropropyl 
alcohol,  a  liquid  boiling  at  182°,  which  is  isomeric  with  dichlor- 
liydrin : — 

Dichlorhydrm.  Dichloropropyl  Alcohol. 

CH„C1  CH-Cl 

I  I 

CH.OH  OHCI 


CH2.CI  OHj.OH 
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Dihromopropyl  Alcohol  CgHgErg-OH  boils  at  219** ;  by  the  action  of 
nascent  hydrogen  it  yields  propyl  alcohol,  and  on  heating  it  with 
caustic  potash,  glycerin  is  produced. 

Monobromallyl  Alcohol  CgH^Br.OH. — When  propenyl  tribromide 
is  distilled  with  caustic  potash,  it  is  acted  upon  analogous  to  propenyl 
trichloride  (page  256),  dibromoglycide  CHjBr — CBr=CH2  being 
formed.  By  heating  this  body  with  an  alcoholic  solution  of  potassium 
acetate  it  is  converted  into  monobromallyl  acetate,  a  liquid  having  a 
refreshing  smell  and  boiling  at  164°.  This  ether  is  decomposed  by 
caustic  alkalis,  monobromallyl  alcohol  HO.CHj — CBr=CH2  being 
produced,  a  mobile  limpid  liquid  boiling  at  155°,  and  possessing  a 
pleasant  refreshing  odour.  Phosphorus  pentachloride  converts  it  into 
Tnonobromallyl  chloride  CgH^BrCl,  a  colourless  heavy  liquid  boiling 
at  120°. 

Allyl  Chloride  C3H5CI  is  a  limpid  liquid,  boiling  at  45°,  which  has 
been  prepared  by  heating  allyl  iodide  with  mercuric  chloride  and 
spirits  of  wine.     It  combines  with  chlorine  to  propenyl  trichloride. 

Allyl  Bromide  CggH^Br  is  obtained  by  the  action  of  phosphorus 
bromide  on  allyl  alcohol ;  it  boils  at  70°,  and  combines  with  bromine 
to  propenyl  tribromide. 

A  llyl  Iodide  C3H5I  may  be  produced  by  acting  with  iodine  and 
phosphorus  upon  allyl  alcohol;  but  is  more  conveniently  prepared 
from  glycerin.  Six  parts  of  iodine  are  placed  into  a  retort,  ten  parts 
of  anhydrous  glycerin  poured  on  it,  and  three  parts  of  phosphorus 
are  added.  A  violent  reaction  soon  sets  in,  the  mixture  taking  fire, 
and  allyl  iodide  distils ;  towards  the  end  heat  must  be  applied  to  drive 
the  whole  of  the  iodide  over : — 


C3H,(0H),  +  P  +  I  =  C,H,I  +  PO3H 


8 


On  passing  hydriodic  acid  gas  into  allyl  iodide,  the  liquid  becomes 
hot,  free  iodine  separates  out,  and  isopropyl  iodide  is  formed.  In  the 
preparation  of  the  latter  compound  from  glycerin  and  hydriodic 
acid,  first  allyl  iodide  is  formed,  which  by  an  excess  of  hydriodic  acid 
is  farther  acted  upon.  If  this  acid  be  not  present  in  excess,  the 
product  consists  of  a  mixture  of  allyl  iodide  and  isopropyl  iodide  : — 

(1)  C3H,(OH)3  +  SHI  =  C3H,I  +  SH^O  +  I^ 

(2)  C3H,I  +  2HI  ^C^ll,l  +  l^ 

By  the  action  of  chlorine  upon  allyl  iodide,  propenyl  trichloride  is 
produced,  whilst  bromine  converts  it  into  p'openyl  tribromide. 

When  an  alcoholic  solution  of  allyl  iodide  is  shaken  with  mercury, 
mercury-allyl  iodide  C3HgHgI  is  formed,  which  crystallizes  from  an 
ulcohoUc  solution  in  shining  scales.  On  heating  with  iodine  it  is  again 
<  on  verted  into  allyl  iodide,  whilst  when  heated  by  itself  it  yields 
mercurous  iodide  and  diallyl  CgHj^  a  hydrocarbon  which  is  also 
formed  by  the  action  of  sodium  upon  allyl  iodide. 
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Allyl  iodide  is  used  for  the  preparation  of  pure  propene.  To 
prepare  it,  either  mercury-allyl  iodide  is  treated  with  hydrochloric 
acid,  or  allyl  iodide  is  acted  upon  by  zinc  and  hydrochloric  acid. 

PHI 

Diallyl  Ether  or  Allyl  Oxide  ^sge  I  0.— Small  quantities  of  this 

compound  occur  in  the  essential  oil  of  garlic.  It  is  easily  produced 
by  dissolving  sodium  in  allyl  alcohol,  and  acting  upon  the  sodium 
allylate  with  allyl  iodide,  or  by  heating  the  latter  compound  with 
silver  oxide.  Diallyl  ether  is  a  limpid,  mobile  liquid,  boiling  at  82^ 
and  possessing  a  pungent  smelL 

C  IT  1 

Ethyl-allyl  Ether  ^^  j-  0  is  formed  by  heating  sodium  ethylate 

with  allyl  iodide;  it  boils  at  62^  and  easily  combines  with  a  molecule 
of  chlorine  and  bromine.  The  dichloride  thus  obtained  is  the  ethyl- 
ether  of  dichlorhydrin.  On  distilling  it  over  caustic  soda  it  loses  one 
molecule  of  hydrochloric  acid,  and  yields  ethyl-monochlorallyl  ether 

C^H^Cl  [  ^'  *  liquid  boiling  at  120^  The  dibromhydrin-ethyl  ether 
IS  acted  upon  by  alkalis  in  a  similar  way,  being  converted  into  ethyU 
mondbromallyl  ether  n  V^g-  [•  0,  a  limpid  liquid,  possessing  a  pleasant 

odour  and  boiling  at  135°. 

CHI 

Allyl  Hydrosuljphide  or  Allyl  Mercajptan     *  -rl  [•  S  is  a  liquid  boiling 

at  90°,  smelling  like  ethyl  mercaptan,  and  forming,  like  the  latter, 
metallic  compounds.  It  is  produced  by  the  action  of  allyl  iodide 
upon  potassium  hydrosulphide. 

CHI 

Allyl  Sulphide  p^Tj*  f  S  is  the  principal  constituent  of  the  volatile 

oil  of  garlic,  and  has  been  produced  artificially  by  distilling  allyl 
iodide  with  an  alcoholic  solution  of  potassium  sulphide.  It  is  a  colour- 
less liquid  of  high  refractive  power,  boiling  at  140°  and  possessing 
the  peculiar  odour  of  garlic  in  the  highest  degree.  On  mixing  it  with 
an  alcoholic  solution  of  silver  nitrate,  a  crystalline  precipitate 
(C3H5)2S  +  2AgN03  is  formed,  which  is  decomposed  by  aqueous 
ammonia,  the  products  being  ammonium  nitrate,  silver  sulphide,  and 
allyl  oxide. 

Allyl  sulphide  occurs  also  in  other  Allium  species,  and  probably  in 
the  volatile  oil  of  asafoetida. 

Allyl  Cyanides, — When  silver  cyanide  is  acted  upon  by  allyl 
iodide,  allyl  carhamine  CN.C3H5  is  formed,  a  liquid  possessing  a  most 
overwhelming  nauseous  odour.  It  is  isomeric  with  crotonitrile 
NC.C3H5,  a  liquid  occurring  in  small  quantity  in  the  essential  oil  of 
mustard.  This  nitrile  is  also  produced  by  heating  potassium  cyanide 
with  allyl  iodide.  It  is  a  limpid  liquid,  possessing  the  odour  of  leek, 
aud  boiling  at  118°. 

CHI 

AUyl  Sulphocarhimide  or  Oil  of  Mustard    ^^^  r^- — The  seeds  of 
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black  mustard  contain  a  peculiar  compound  called  myroim  add  (see 
Glucosides),  which  in  contact  with  water  and  a  ferment  contained  in 
the  seeds  is  resolved  into  acid  potassium  sulphate,  sugar,  and  oil  of 
mustard.  To  prepare  mustard-oil,  the  seeds  are  crushed  and  pressed 
to  remove  the  fatty  oil,  and  the  residue  is  mixed  with  water  and 
distilled.  It  can  also  be  obtained  by  heating  allyl  iodide  with 
potassium  sulphocyanate.  In  this  reaction  allyl  sulphocyanate  (a 
compound  not  yet  known)  is  probably  first  formed,  but  undergoes  a 
molecular  change  at  the  high  temperature  at  which  the  reaction  takes 
place.  Oil  of  mustard  is  a  transparent,  strongly  refractive  liquid, 
boiling  at  148^  and  possessing  in  the  highest  degree  the  sharp 
pungent  odour  of  mustard.  It  rapidly  blisters  the  skin,  and  its 
vapour  excites  tears,  and  produces  even  in  a  small  quantity  inflamma- 
tion of  the  eyes.  On  repeated  distillation  with  water  it  resolves  into 
sidphur  and  crotonitrile.  Nascent  hydrogen  converts  it  into  allyl- 
amine  and  metasulp?u)fonnaldehyde  (CgH^S),: — 

^{cS^'  +  2H,0  =  NJg^^^  +  CjH^S 

C  H  CI ) 
Monochlorallyl    Svljphocarhimide      ^    i^o  j-N  is  obtained   by   the 

action  of  potassium  sulphocyanate  upon  dichloroglycide  (monochlorallyl 
chloride,  see  page  256).  It  is  a  liquid  boiling  at  185°,  and  possessing 
a  very  sharp  penetrating  smell. 

Amines  of  Allyl. — These  bases  are  formed  by  heating  allyl  iodide 
with  ammonia ;  the  principal  product  of  the  reaction  consisting  of 
fetrallylammoninm  iodide  'N(C^'Bl^)J,  a  crystalline  salt  which  when 
treated  in  aqueous  solution  with  silver  oxide  is  converted  into  the 
corresponding  hydroxide,  a  strongly  alkaline  and  caustic  body. 

Allylamine  CgH^.NHg  is  conveniently  prepared  by  the  action  of 
zinc  and  hydrochloric  acid  upon  an  alcoholic  solution  of  oil  of  mustard, 
and  subsequent  distillation  with  caustic  potash.  It  is  a  limpid  liquid 
possessing  an  ammoniacal  smell  and  boiling  at  58°. 

c,H,cn 

Dimonochlorallylamine   C3H.CI  >N   is   formed   by   the   action   of 

ammonia  upon  a  solution  of  trichlorhydrin  in  alcohol.  It  is  a  heavy 
oily  liquid,  boiling  at  190°,  possessing  an  ammoniacal  smell,  and 
combining  with  acids  forming  deliquescent  salts. 

Thiosinnaminc  or  Allyl  Sulphocarbamide  CS  <  T^xj^p  rr    is  formed 

by  the  direct  combination  of  ammonia  and  oil  of  mustard.  It  crys- 
tallizes in  brilliant  colourless  prisms,  soluble  in  water,  and  possessing 
a  bitter  taste.  With  acids  it  forms  salts,  which  have  an  acid  reaction 
and  are  decomposed  by  water.  On  heating  with  water  and  lead  oxide 
it  is  decomposed  with  the  production  of  lead  sulphide  and  sinnaminr. 
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or  allyl  cyanamide  N-(  CN,    a  powerful  base,  which  is  soluble  in 

(h 

water  and  possesses  a  very  bitter  taste. 

Diallyl    Carbamide    or    Sinapoline  CO  -J  •wtt'p'tt^   is    produced, 

together  with  carbon  dioxide  and  lead  sulphide,  by  heating  oil  of 
mustard  with  water  and  lead  oxide  : — 

N  {  ^f^  +  2PbO  +  H,0  =  CO  {  JJh^c'h'  "^  ^^^2  +  ^^2 

V  V  *     3      6 

It  is  soluble  in  water  and  crystallizes  in  shining  scales,  having  an 
alkaline  reaction. 


ACIDS  OF  THE  SERIES  CnH-n.oOo. 


Allyl  alcohol  is  a  primary  alcohol ;  on  oxidation  it  yields  acralde- 
hyde  CgH^O  and  acrylic  acid  CgH^O,.  Acrylic  acid  is  the  first 
member  of  a  homologous  series  of  acids,  of  which  the  corresponding 
alcohols  are  not  known.  The  following  table  contains  the  acids  of 
this  group  which  are  best  studied  : — 

Acrylic  Acid    .     .  CgH^  Og  Cimicic  Acid  .  C^jfl^ifii 

Crotonic     „     .     .  C^Hg  Og  Hjrpogseic  „  .  Cj^Hg^O^ 

Angelic      „    .     .  C^Hg  0^  Oleic          „  .  CigHj^Og 

Pyroterebic  Acid .  CgHj^Og  Erucic        „  .  Cj^^jjOj 

Some  of  these  acids  exist  as  glycerides  in  fats,  and  others  have 
been  prepared  artificially  by  difierent  reactions.  A  series  of  acids 
which  are  isomeric  with  those  contained  in  the  table  have  been 
obtained  from  oxalic  acid.  By  acting  on  ethyl  oxalate  with  the  zinc 
compounds  of  alcohol  radicals  we  obtain  ethyl-ethers  of  the  so-called 
isolactic  acids,  and  by  treating  the  latter  with  phosphorus  trichloride 
they  lose  water  and  are  converted  into  ethers  of  the  acids  of  the  iso- 
acrylic  series. 

Thus  the  ethyl-ether  of  oxy-isobutyric  or  dimethyloxalic  acid 
yields  the  ethyl-ether  of  methacrylic  acid,  which  is  isomeric  with 
crotonic  acid:— 

CH«  CH«  CH«  CHfl 

3    C.OH  +PCl3  =  3      C  +PO3H, +  3HC1 


CO.OCjHj  CO.OCjHj 


A.  very  characteristic  reaction  of  the  acids  of  this  group  is  that 
when  they  are  fused  with  caustic  potash  they  are  resolved  into  two 
fatty  acids.     This  decomposition  gives  the  clue  to  their  constitution^ 
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as  always  those  two  carbon  atoms  are  torn  asunder  which  are  linked 
together  by  two  of  the  combiniu<]f  units  of  each. 

Acrylaldehyde  or  Acrolein  CgH^O  is  easily  obtained  by  depriving 
glycerin  of  the  elements  of  water  : — 

C3H3O3  -  2H,0  =  C3H,0 

This  is  best  effected  by  heating  glycerin  with  acid  potassium  sul- 
phate or  phosphorus  pentoxide.  It  is  a  colourless  liquid  boiling  at 
52°'4.  Its  vapour  is  most  irritating,  attacking  most  violently  the 
mucous  membranes  of  the  nose  and  eyes.  It  is  the  cause  of  the 
intolerable  odour  given  off  by  fats  and  glycerin  when  subjected  to 
destructive  distillation.  It  is  a  very  unstable  body ;  in  closed  vessels 
it  soon  changes  into  a  white  flocculent  substance  or  a  resinous  mass, 
called  disacryl  or  disacryl-resin.  When  acrolein  is  heated  with  alco- 
hol and  acetic  acid,  it  is  converted  into  triethylhydrin : — 

CHj  CHg-OCgHg 


II 

C      +  SC-Hj-OH  =  CH.OC.H.  +  H-0 
0^1 


ciij  ^^[2.002115 

When  ammonia  is  passed  into  an  ethereal  solution  of  acrolein  a 
white  amorphous  powder  called  acrolein-ammoiiia  (C3H^O)2NHj  is 
precipitated. 

It  also  combines  with  hydrochloric  acid,  forming  a  crystalline 
compound  CgH^O.HCl,  which  on  distillation  with  an  alkali  is  con- 
Verted  into  a  polymeride  of  acrolein  called  metacrolein,  forming 
beautiful  crystals,  which  by  the  action  of  heat  or  acids  are  recon- 
verted into  acrdtein. 

Acrolein  hydrochloride  yields,  by  the  action  of  hydrochloric  acid, 
trichlorhydrin  and  water.  When  acrolein  is  treated  with  phospho- 
rus pentachloride  two  isomerides  are  formed,  one  being  dichloroglydde 
and  the  second  has  been  called  acrol  dichloride  CjH^Clj.  Nascent 
hydrogen  converts  acrolein  into  allyl  alcohol. 

Acrylic  Add  CjH^Oj  is  produced  by  adding  silver  oxide  to  an 
aqueous  solution  01  acrolein  and  allowing  the  mixture  to  stand  for  a 
few  days : — 

2C3H,0  +  Zkgfi  =  2C3H3Ag02  +  H2O  +  4Ag 

The  acid  is  not  formed  by  the  direct  oxidation  of  the  alcohol,  the 
latter  being  nearly  completely  destroyed  ;  but  it  has  been  produced 
by  combining  allyl  alcohol  with  bromine,  oxidizing  the  bibromopro- 
pyl  alcohol  with  nitric  acid,  and  heating  the  bibromopropionic  acid 
with  zinc  dust  and  water  : — 

CgH^BrjO,  +  Zn  =  CgHp,  -f  ZnBr, 
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Acrylic  acid  is  conveniently  prepared  by  heating  fi  iodopropionic 
acid  with  sodium  ethylate : — 

C3H5IO2  +  2CjH5.0Na  =  CsHjNaOg  +  2C2H5.OH  +  Nal 

Or  more  simply  still  by  distilling  jS  iodopropionic  acid  with  lead 
oxide : — 

2C3H5IO2  +  PbO  =  2C3H^02  +  Pbig  4-  H^O 

Acrylic  acid  is  also  formed  by  the  dry  distillation  of  hydracrylic 
acid.  These  reactions  show  that  acrylic  acid  as  well  as  its  aldehyde 
must  have  a  constitution  analogous  to  that  of  hydracrylic  acid  and 
/S  iodopropionic  acid  : — 

Acrolein.  Acrylic  Acid. 


CH,  XH.OH 

This  formula  of  acrolein  appears  the  more  probable  as  it  does  not 
combine  with  the  acid  sulphites  of  the  alkali-metals  like  other 
aldehydes,  from  which  it  also  differs  by  being  acted  upon  by  ammonia 
in  quite  a  different  way  than  the  aldehydes  of  the  fatty  acids. 

Acrylic  acid  is  a  limpid  liquid,  possessing  a  sour,  pungent  smell 
and  boiling  at  142^  Its  most  characteristic  salt  is  lead  acrylate 
{G^fi^V\  crystallizing  from  hot  water  in  long  silky  needles. 

Ethyl    Acrylate  n  if  q  f  0  is  produced  by  the  action  of  zinc,  and 

dilute  sulphuric  acid  on  ethyl  dibromopropionate.  It  is  a  limpid 
liquid,  boiling  at  100"*,  and  possessing  a  very  penetrating  but  not 
disagreeable  odour. 

C  H  0  ) 

Crotonic  Add     *    \t\  0« — The  oil  of  Croton  Tiglium  consists  of 

glycerides  of  several  solid  and  liquid  fatty  acids,  and  acids  of  the 
acrylic  series.  The  crotonic  acid  contained  in  it  is  an  oily  liquid, 
which  has  not  been  much  studied. 

Another  solid  crotonic  acid  which  has  been  obtained  by  sjmthesis 
is  much  better  known.  Its  aldehyde  is  formed  when  acetaldehyde  is 
heated  with  an  aqueous  solution  of  zinc  chloride  : — 

CH(Hj)     CH(0)      CH=CH 

4  1  =1  I        +  H,0 


COH        CH,  COH  CH^ 

Crotonaldehyde  is  a  limpid  liquid  having  a  sharp  pungent  smell  and 
boUing  at  104**.  When  exposed  to  the  air,  it  is  soon  oxidized  to 
crotonic  acid. 
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Tlie  same  acid  is  produced  by  the  action  of  alkalis  upon  crotonitrile 
(see  Allyl  Cyanide),  and  by  the  dry  distillation  of  fi  oxybutyric  acid  : — 


CM, 
CH.OH 

CH, 
CH 

in. 

CH 

+  H,0 


CO.OH  CO.OH 


Crotonic  acid  forms  large  transparent  crystals  or  woolly  needles, 
melting  at  72'',  and  boiling  at  182°.  When  it  is  fused  with  caustic 
potash,  it  is  resolved  into  two  molecules  of  acetic  acid.  This  decom- 
position, as  well  as  the  synthetical  formation  of  this  acid  from 
acetaldehyde,  shows  that  the  two  middle  atoms  of  the  carbon-chain 
are  linked  together  by  two  of  their  combining  units,  whilst  from  its 
formation  from  allyl-compounds  it  might  have  been  expected  that  it 
had  the  constitution  CH2=CH — CHg — CO.OH.  Such  a  compound 
would,  however,  like  the  allyl-compounds,  yield  on  oxidation  no 
acetic  acid,  which  is  obtained  in  quantity  on  oxidizing  crotonic  acid 
as  well  as  its  nitrile.  From  this  it  appears  that  the  latter  compound 
is  formed  in  the  following  way : — 

CH2=CH— CHjI  +  KCN  =  CH3— CH=CH— CN  +  KI 

This  reaction  corresponds  to  the  formation  of  ethyl-vinyl  (see 
page  216). 

Crotonic  acid  combines  with  nascent  hydrogen,  forming  butyric  acid, 
and  it  also  unites  with  bromine,  yielding  an  isomeride  of  the  dibromo- 
butyric  acid,  which  is  formed  by  substitution  in  butyric  acid.  When 
the  brominated  acid  is  boiled  with  an  alkali,  it  is  converted  into 
monobromocrotonic  acid. 

Trichlorocrotonaldehyd£,  or  Crofonchloi'al  C^HjClgO. — By  acting  with 
chlorine  on  acetaldehyde,  first  crotonaldehyde  is  formed,  which  by  the 
further  action  of  chlorine  is  converted  into  crotonchloral.  It  is  a 
colourless  oily  liquid,  boiling  at  164°,  and  having  a  pungent  smell. 
It  readily  combines  with  water,  forming  crotonchloral  hydrate 
0^113013(0  H)o,  which  crystallizes  from  hot  water  in  silky  thin  plates 
melting  at  78  ;  its  vapour  is  very  irritating,  and  attacks  the  eyes  and 
mucous  membranes. 

TricJUorocrotonic  Acid  C^HgClgOg  is  obtained  by  oxidizing  croton- 
chloral with  concentrated  nitric  acid:  it  crystallizes  in  needles, 
melting  at  44"*,  and  boiling  at  235°.  By  treating  it  with  zinc  and 
hydrochloric  acid  it  is  reduced  to  Trwnochlorocrotonic  acid  C^Hj^ClOn, 
crystallizing  from  hot  water  in  long  white  needles  melting  at  100 , 
boiling  at  212°,  and  possessing  an  aromatic  smell.  When  sodium 
amalgam  is  added  to  a  concentrated  solution  of  its  sodium  salt,  the 
chlorine  is  replaced  by  hydrogen  and  crotonic  acid  is  formed. 
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Another  monoclilorocrotonic  acid,  melting  at  94°,  and  boiling  at 
about  208°,  is  formed,  together  with  the  isomeric  mo  nochloroquartenic 
acidy  by  acting  with  phosphorus  pentachloride  on  ethyl  acetone- 
carbonate  (so  called  diethylacetic  acid);  ethyl  chloride  and  hydro- 
chloric acid  are  given  off,  and  the  residue  contains  besides  phosphorus 
oxychloride,  the  chlorides  of  the  two  acids.  On  distilling  it  with 
water,  monochloroquartenic  acid,  being  the  most  volatile,  distils  first ; 
it  is  an  oily  liquid,  which  with  sodium  amalgam  and  water  yields 
qiiartenic  acid  C^HgOg,  an  oily  liquid  smelling  like  butyric  acid,  and 
boiling  at  172°.  On  fusing  it  with  potash  it  yields,  like  crotonic  acid, 
only  acetic  acid. 

Tetrolic  Acid  C^H^Og  is  produced  by  digesting  the  second  mono- 
chlorocrotonic  acid  with  potash  : — 

C.H.ClOg  =  HCl  +  C.H.Oj 

It  crj'^stallizes  in  deliquescent,  colourless,  transparent,  rhombic 
plates,  melting  at  76°-5,  and  boiling  at  203°.  The  first  modification 
of  monochlorocrotonic  acid  is  not  acted  upon  by  potash. 

Methacrylic  Add  C^H^Og. — The  ethyl-ether  of  this  third  isomeric 
acid  is  obtained  by  treating  ethyl  oxy-isobutyrate  with  phosphorus 
trichloride.  The  acid  is  an  oily  liquid  which  by  fusion  with  caustic 
potash  is  resolved  into  carbon  dioxide  and  propionic  acid  : — 


i 


=CH5,  +  3K0H  =  CHj    +  KjCOj  +  2R^ 

I  I 

CO.OH  CO.OK 

• 

Angelic  Add  CgHgOg  is  found,  together  with  tujetic  acid  and 
valerianic  acid,  in  the  root  of  Angelica  Archangelica  and  other 
umbelliferse.  The  root  is  boiled  with  milk  of  lime,  and  the  con- 
centrated filtrate  distilled  with  sulphuric  acid.  The  distillate  after 
being  neutralized  with  soda-crystals  is  evaporated,  and  the  concentrated 
liquid  again  distilled  with  sulphuric  acid.  On  allowing  the  filtrate  to 
stand  for  some  time,  angelic  acid  separates  out  in  large  crystals. 

After  the  acid  has  been  purified  by  crj'^stallization  it  melts  at  45°, 
and  boils  at  191° ;  it  possesses  a  peculiar,  aromatic  odour. 

By  fusion  with  caustic  potash  it  is  resolved  into  acetic  acid  and 
propionic  acid ;  and  by  heating  with  hydriodic  acid  and  phosphorus 
to  200°,  it  is  converted  into  valerianic  acid. 

Afigelicaldehyde  C^HgO  is  contained,  together  with  a  hydrocarbon 
^10^16'  ^^  ^^^  ^^  ^^  chamomile  {Anthemis  nobilis).  It  has  not  yet 
been  obtained  in  a  pure  state,  as  the  hydrocarbon  cannot  be  separated 
by  distillation,  and  the  aldehyde  does  not  form  crystalline  compounds 
with  the  acid  sulphites  of  the  alkali-metals.  When  the  oil  is  heated 
with  caustic  potash  the  hydrocarbon  volatilizes,  and  potassium  ange- 
late  is  formed : — 

C,H,0  4-  KOH  =  C.H^KO,  +  H, 


270  THE  CHEMISTRY  OF 

Methylcrotonic  Acid, — This  isomeride  of  angeKc  acid  is  produced  by 
the  action  of  phosphorus  trichloride  upon  ethyl  ethomethoxalate ;  it 
crystallizes  in  needles,  melting  at  62°.  When  it  is  fused  with  caustic 
potash  it  yields  the  same  products  as  angelic  acid,  the  constitution  of 
the  two  acids  being  as  follows : — 

Angelic  Acid.  Methylcrotonic  Acid. 

CUg     CMft  Cxia 

\>        '  I      ' 

C  CH 


I 


,  H  C— CH, 

I  I 

CO.OH  60.OH 

An  acid  having  the  same  composition,  called  tiglic  acid,  has  been 
found  in  croton-oH ;  it  melts  at  64°  and  boils  at  201°.  The  action  of 
caustic  potash  on  this  body  has  not  yet  been  tried ;  it  is  probably 
identical  with  methylcrotonic  acid,  both  having  the  same  melting- 
point,  and  both  their  ethyl-ethers  boiling  at  156°. 

Pyroterebic  Acid  CgH^^Oj  has  been  obtained  by  the  distillation  of 
terebic  acid  C^Hj^jO^  (an  oxidation-product  of  oil  of  turpentine).  It 
is  a  liquid  boiling  at  210°,  and  smelling  like  butyric  acid.  It  is 
isomeric  with  ethylcrotonic  acid,  which  has  been  prepared  from  ethyl 
ethoxalate,  and  crystallizes  in  quadratic  prisms  melting  at  39°*5.  By 
the  action  of  caustic  potash,  both  acids  yield  acetic  acid  and  butyric 
acid. 

Cimicic  Acid  C^^TL^gO^,  a  crystalline  solid  melting  at  44°,  and  having 
a  rancid  odour,  i^  contained  in  a  kind  of  tree-bug  {Khaphigasier 
punctipennis). 

Hypogceic  Acid  or  Physetoleic  Acid  CigHg^^Og  occurs  as  glyceride, 
together  with  palmitic  and  arachidic  acids,  in  the  oil  of  the  earth-nut 
{Arachis  hypogcea),  and  in  the  oil  contained  in  the  cavities  of  the 
head  of  the  sperm-whale  (Physeter  macrocepJialus),  It  crystallizes  in 
colourless  needles,  melting  at  34°.  In  contact  with  the  air  it  absorbs 
oxygen,  and  assumes  a  yellow  colour  and  a  rancid  smell.  Nitric  tri- 
oxide  converts  this  acid  into  an  isomeric  (or  polymeric  modification) 
called  gaidic  add,  a  crystalline  colourless  mass,  which  melts  at  38°, 
and  remains  unaltered  in  the  air. 

Both  acids  combine  with  one  molecule  of  bromine.  By  heating 
these  brominated  acids  with  alcoholic  potash-solution  to  170°  they  lose 
hydrobroraic  acid  and  are  converted  into  palmitolic  acid  C^gfiggOg, 
crystallizing  in  silky  needles  melting  at  42°.  This  acid  readily  com- 
bines with  one  or  two  molecules  of  bromine,  but  apparently  not 
with  hydrogen.  On  oxidizing  it  with  fuming  nitric  acid  a  part  is 
converted  into  palmitoxylic  acid  C^gllggO^,  a  monobasic  acid  crys- 
tallizing in  colourless  plates  melting  at  67°.  Another  portion  is  fur- 
ther oxitiized  to  siiberic  acii  and  suberic  aldehyde  CgH^^Og,  a  yellow 
oilv  liciuiH. 
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Oleic  Acid  or  Elaw  Acid  CJBl^^  exists  as  triolein,  the  fluid  con- 
stituent of  many  fats  and  oils,  in  the  fat  of  the  pig  and  goose,  in 
olive-oil,  oil  of  almonds,  &c.  To  prepare  the  acid  the  oils  are 
saponified  with  lead  oxide,  and  the  lead  salts  exhausted  with  ether, 
which  dissolves  only  lead  oleate.  The  ethereal  solution  is  shaken 
with  hydrochloric  acid,  the  upper  layer  removed,  and  the  ether  removed 
by  distillation.  The  impure  oleic  acid  left  behind  is  dissolved  in 
ammonia,  and  barium  chloride  is  added,  which  precipitates  barium 
oleate.  After  purifying  this  salt  by  crystallization  from  alcohol,  it  is 
decomposed  in  a  closed  vessel  with,  tartaric  acid,  and  the  pure  oleic 
acid  thus  obtained  is  dried  in  a  current  of  carbon  dioxide,  in  order  to 
prevent  oxidation.  Large  quantities  of  impure  oleic  acid  are  now 
obtained  as  a  by-product  in  the  manufacture  of  stearin-candles.  If 
this  crude  acid  does  not  contain  a  large  quantity  of  oxidation-products, 
it  may  be  purified  by  cooling  it  down  to  -r  7**,  and  subjecting  the 
crystals  which  separate  out  to  strong  pressure.  The  residue  is  again 
melted  and  cooled  down,  and  well  pressed,  and  this  operation  repeated 
if  necessary.  Thus  a  pure  acid  is  obtained,  which  may  be  recrystal- 
lized  from  alcohol. 

Pure  oleic  acid  is  a  colourless  oil  solidifying  at  a  low  temperature  to 
crystals  melting  at  14"*.  From  alcohol  it  crystallizes  in  brilliant  white 
needles.  The  perfectly  pure  acid  remains  unaltered  in  the  air,  but  in 
an  impure  state  it  rapidly  absorbs  oxygen,  assuming  a  yellow  colour 
and  rancid  smell,  and  losing  the  property  to  crystallize.  It  volatilizes 
with  overheated  steam  or  in  vacuo,  without  decomposition ;  but 
under  the  ordinary  atmospheric  pressure  it  is  decomposed  on  heating, 
yielding  fatty  acids,  such  as  acetic  acid  and  caprylic  acid,  and  a  large 
quantity  of  sebacic  acid.  When  it  is  heat^  with^caustic  potash,  it  is 
resolved  into  acetic  acid  and  palmitic  acid. 

By  passing  nitric  trioxide  into  cold  oleic  acid  it  is  converted  into 
the  isomeric  elaidic  acid,  a  solid  mass,  crystallizing  from  an  alcoholic 
solution  in  shining  scales,  melting  at  45°.  It  is  stable  in  the  air,  and 
can  be  volatilized  without  decomposition.  Triolein  is  also  converted 
by  nitric  trioxide  into  solid  trielaviin.  If,  therefore,  this  gas  be 
passed  into  oil  of  olives  or  almonds,  they  solidify  to  a  crystalline 
mass.  We  are  not  yet  able  to  explain  the  singular  action  of  nitrous 
trioxide  upon  oleic  acid  and  other  acids  of  this  series. 

Oleic  and  elaidic  acids  unite  with  one  molecule  of  bromine.  OMc 
dibrofnide  is  a  heavy,  thick  yellow  oil;  by  treating  it  with  a  cold 
alcoholic  potash  solution,  monobromoleic  acid  CjgHggBrOj,  a  crystalline 
substance,  is  obtained,  which  by  the  action  of  nascent  hydrogen  is 
again  converted  into  oleic  acid. 

By  the  action  of  a  hot  alcoholic  potash -solution  on  monobromoleic 
acid  or  on  the  dibromide  all  the  bromine  is  taken  out,  and  stearolic 
acid  CjgHjgOg  is  formed,  which  crystallizes  in  silky  needles  melting  at 
48°,  and  volatilizing  on  heating  without  decomposition.  It  unites 
with  one  or  two  molecules  of  bromine ;  fuming  nitric  acid  oxidizes 
it  to  niraroTiflic  and.meln'ic  acid,  and  azfJai'n  aldehyde. 
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Stearoocylic  Acid  CigH^gO^  crj'stallizes  in  shining  plates,  melting  at 
86"* ;  it  is  a  monobasic  acid. 

Azelalc  Aldehyde  G^^fi^  is  a  thin,  oily  liquid  possessing  an  ethereal 
smell.  By  the  action  of  bromine  and  water,  or  nitric  acid,  it  is 
oxidized  to  azelaic  acid. 

When  stearolic  acid  is  fused  with  caustic  potash,  it  is  first  converted 
into  an  acid  having  the  composition  of  hypogasic  add  Cj^Hj^Oj,  and 
by  the  further  action  of  the  potash  it  is  converted  into  myristic  acid 
Ci^HggOg.  These  reactions  prove  that  stearolic  acid  contains  the  group 
C=C  twice. 

Erudc  Acid  CojH^Og  occurs  in  colza-oil  and  the  fatty  oil  of 
mustard-seed,  and  may  be  obtained  from  these  oils  in  the  same 
way  as  oleic  acid  is  prepared  from  oil  of  almonds.  It  crystallizes 
in  long  needles,  melting  at  34"*.  With  nitric  trioxide  and  bromine 
it  behaves  like  oleic  acid.  By  acting  with  caustic  potash  on  its 
dibromide,  behenolic  acid  C22H^02  is  formed,  which  is  oxidized  by 
fuming  nitric  acid  to  behenoxylic  acid  G^i^Jd^y  brassic  a^id  G^^^O^ 
and  brassic  aldehyde  CuHjqOj. 

The  following  acids  are  nearly  related  to  those  of  the  oleic- 
series : — 

Sorbic  Add  C^HgOj  occurs  in  the  berries  of  the  mountain  ash.  On 
distilling  their  juice,  impure  sorbic  acid  passes  over  as  an  oDy  liquid, 
from  wluch,  by  treating  it  with  alkalis  and  decomposing  the  salt  with 
acids,  the  pure  compound  is  obtained.  It  crystallizes  in  long  needles, 
melting  at  134°'5  and  distilling  at  228^  with  partial  decomposition. 
Nascent  hydrogen  converts  it  into  hydrosorbic  add  C^Hj^Og,  a  colour- 
less liquid,  boiling  at  204° -5  and  possessing  a  sweetish  smelL  It  is 
isomeric  with  pyroterebic  acid  and  ethylcrotonic  acid,  and  is  resolved 
by  fusion  with  caustic  potash  into  butyric  acid  and  carbon  dioxide. 

Ridnole^  Add  C^^TI^O^  is  found  as  glyceride  in  castor-oil,  and  can 
be  obtained  from  it  by  the  same  process  by  which  oleic  acid  is  pre- 
pared from  oil  of  almonds.  It  is  a  colourless  oil,  solidifying  at  0°  to  a 
crystallized  mass.  Nitric  trioxide  converts  it  into  solid  ridnda%dic 
add. 

When  this  acid  or  castor-oil  soap  is  fused  with  caustic  soda, 
hydrogen  is  evolved,  and  methyl-hexyl  carbinol  and  sebacic  acid 
are  formed : — 

CibH^Oj  +  2NaOH  =  C^YL^O  +  Q^^,fi,m^  +  H, 

Ricinoleic  acid  has  therefore  probably  the  following  constitution : — 


HC0j.C8Hia.C0.CH  ^  ^  g« 


{ 


Lhwleic  Add, — This  acid  has  great  resemblance  to  oleic  acid,  and 
occurs  in  drying  oils,  such  as  linseed-oil,  poppy-oil,  walnut-oil,  &c.  It 
has  been  very  little  studied.   Its  formula  appears  to  be  CigHggOj. 
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TETRAD  RADICALS  AND  THEIR  COMPOUNDS. 

HYDROCARBONS  OF  THE  ACETYLENE  SERIES. 

Boiling-point.  Boiling-point. 

Acetylene    .  .  Cg  H^  — 

Allylene .     .  .  Cg  H^  — 

Crotonylene  .  C^  H<,         18° 

Valerylene  .  .  Cg  Hg  45 

Hexoylene  .  .  C^  Hj^        80      Diallyl    .     .     .  C^  H^^        59" 

OEnanthyUdene  C^  H^^  107 

Caprylidene  .  Cg  H^^  133 

Decenylene  .  C^^jg  165      Rutylene      .     .  Ci^Hjg       150 

Benylene     .  .  Cj^IIgg  225 

Cetenylene  .  .  G^qH^  280 

These  hydrocarbons  stand  in  a  similar  relation  to  the  non-saturated 
monad  radicals  of  the  allyl  series  as  the  olefines  to  the  saturated 
alcohol  radicals. 

A  general  method  for  preparing  these  compounds  consists  in  heating 
the  dibromides  or  the  di-iodides  of  the  olefines  with  an  alcoholic  solu- 
tion of  potash,  the  reaction  taking  place  in  two  stages.  First  a  mono- 
brominated  olefine  is  formed — 

CgH^Br^  4-  KOH  =  CgHgBr  +  Kfi  +  KBr 

which  by  the  further  action  of  caustic   potash  agcdn  loses  hydro- 
bromic  acid : — 

CjjHgBr  +  KOH  =  C^H,  +  HgO  +  KBr 

These  hydrocarbons  readily  combine  with  one  molecule  of  the 
elements  of  the  chlorine-group  and  their  hydracids,  forming  non- 
saturated  compounds,  which  are  capable  of  combining  again  with 
these  bodies.  The  hydrocarbons  of  this  series  are  therefore  tetrad 
radicals. 

Theory  points  out  the  existence  of  a  great  number  of  isomerides, 
but,  as  the  table  shows,  only  very  few  are  known.  Those  contained  in 
the  first  column  have  been  prepared  by  abstracting  two  molecules 
of  hydrobromic  acid  from  the  dibromides  of  the  olefines,  and  this 
reaction  explains  their  constitution : — 


Ethene  Dibromide. 

Acetylene. 

CH-Br 

CH 

-  2HBr  = 

1 

CH,Rr 

CH 

c 
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Hexene  Dibromide.  Hexoylene. 

CHBr      -  2HBr  =      C 


i 


;H2Br  CH 

Acetylene  or  Ethine  CjH-. — This  gas  is  the  only  hydrocarbou  which 
has  been  obtained  by  the  direct  union  of  its  elements :  it  is  produced 
when  an  electric  arc  from  a  powerful  galvanic  battery  passes  between 
carbon-poles  in  an  atmosphere  of  hydrogen.  Acetylene  is  always 
formed  when  bodies  containing  carbon  and  hydrogen  are  burnt  in  a 
limited  supply  of  air,  and  also  in  the  decomposition  of  many  hydro- 
carbons by  the  electric  spark  or  heat,  and  it  occurs  therefore  in  coal- 
gas.  Acetylene  has  also  been  obtained  by  the  electrolysis  of  the 
potassiimi  salts  of  fumaric  and  maleic  acids  : — 

C^H,  I  gg«g  =  CH,  +  2C0,  +  H, 

Pure  acetylene  is  prepared  by  heating  ethene  dibromide  with 
alcoholic  potash,  and  passing  the  vapour  through  a  hot  solution  of 
potash  in  alcohol ;  it  may  also  be  readily  obtained  by  heating  chloro- 
form with  sodium  : — 

2CHCI3  +  SNa^  =  C2H2  +  6NaCl 

Impure  acetylene  is  produced  in  quantity  by  lighting  the  gas  in  a 
Bunsen's  burner  at  the  small  orifice  in  the  lower  end  of  the  tube,  an 
incomplete  combustion  taking  place,  and  acetylene  is  formed. 

Acetylene  is  a  colourless  gas,  possessing  a  strong  disagreeable  odour ; 
the  smell  perceived  when  a  Bunsen's  burner  burns  down  being  due  to 
acetylene.  It  is  readily  inflammable,  burning  with  a  smoky  flame, 
and  is  tolerably  soluble  in  water. 

When  it  is  mixed  with  chlorine  in  the  diffuse  daylight,  an  explosion 
generally  takes  place  and  carbon  separates  out,  but  sometimes  the 
two  gases  combine  quietly,  and  form  the  compounds  CoH^Clg  and 
CjHgCl^,  which  are  oily,  heavy  liquids.  It  forms  also  two  liquid  com-  ' 
pounds  Mdth  bromine,  viz.  CJS.^Br^  and  CjHjBr^  the  latter  being 
identical  with  hibronietheiie  dibromide.  By  heating  acetylene  with 
iodine  to  lOO"*  they  combine  to  acetylene  di-iodide  CjHjIp,  forming 
colourless  crystals  melting  at  70"*.  With  hydriodic  acid  it  forms  two 
liquid  compounds,  CjHjI  and  CjH^Ig ;  the  latter  being  isomeric  with 
ethene  di-iodide. 

Acetylene  forms  a  series  of  characteristic  metallic  derivatives.  When 
it  is  passed  over  fused  potassium,  hydrogen  is  given  off,  and  the  bodies 
CgHK  and  CgKg  are  formed  ;  both  are  black  powders,  which  are 
violently  decomposed  by  water,  with  the  re-formation  of  acetylene..  A 
similar  calcium-compound  has  been  obtained  by  heating  an  alloy  of 
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zinc  and  calcium  with  charcoal   to  whiteness;  the  resulting  black 
mass  yields,  with  water,  quicklime  and  acetylene  : — 

CgCa  4-  2H2O  =  C2H2  4-  Ca(0H)2 

The  least  trace  of  acetylene  can  be  detected  by  passing  a  gas  con- 
taining it  through  an  ammoniacal  solution  of  cuprous  chloride,  a 

blood-red   precipitate    of   cuproso-ethenyl    oxide    p^p^*  \  0    being 

formed : — 

(1)  C2H2  +  CugCl^  4-  NH3  =  CgHCu^Cl  4-  NH.Cl 

(2)  2(C2fICu2Cl)  4-  2NH3  4-  HgO  =  (C^llC\x^\0  +  2NH,C1 

Cuproso-tthenyl  Chloride  CjHCUgCl  is  a  similar  precipitate,  which 
is  produced  by  passing  acetylene  into  a  solution  of  cuprous  chloride 
in  potassium  chloride. 

Argento-ethenyl  Chloride  CgHAgjCl  is  formed  by  the  action  of 
acetylene  on  an  ammoniacal  solution  of  silver  chloride ;  it  is  a  white 
precipitate;  the  corresponding  oxide  {C^Ag^jd  is  a  similar  body, 
which  is  obtained  by  passing  the  gas  through  a  solution  of  silver 
nitrate  in  ammonia. 

These  copper-  and  silver-compounds  are  explosive,  decomposing  with 
detonation  by  percussion  ;  they  are  decomposed  by  hydrochloric  acid, 
pure  acetylene  being  evolved,  and  are  therefore  used  for  obtaining  this 
gas  in  a  state  of  great  purity.  A  very  simple  method  for  obtaining 
pure  acetylene  consists  in  placing  a  gas-burner  in  which  the  gas  is 
burning  down  under  a  funnel  which  is  connected  with  an  aspirator  by 
which  the  products  of  combustion  are  passed  tlirough  an  ammoniacal 
silver- solution.  The  white  precipitate  is  then  decomposed  by  hydro- 
chloric acid,  and  the  resulting  silver  chloride  dissolved  in  ammonia 
and- used  for  a  new  operation : — 

CjH AggCl  4-  HCl  =  CjHg  4-  2 AgCl 

Nascent  hydrogen  converts  acetylene  into  ethene ;  this  reduction  is 
.effected  by  acting  with  zinc  and  ammonia  on  the  copper-compounds 
of  acetylene: — 

CjHCujCl  4-  NH3  4-  2H2O  4-  2Zn  =  CgH^  4-  NH^Cl  4-  Cu^  4-  2ZnO 

•  When  acetylene  is  shaken  with  concentrated  sulphuric  acid,  the 
gas  is  -slowly  absorbed,  and  ethenyhulphuric  add  CgHg-SO^H  is 
formed.  On  distilling  this  acid  with  water,  ethenyl  or  vinyl  alcohol 
C2Hg.0H  is  obtained ;  it  is  a  very  volatile  liquid,  which  is  homologous 
with  allyl  alcohol,  but  has  scarcely  been  examined. 

Monobromacetylene  CgHBr. — When  a  monobromethene  dibromide 
is  heated  with  alcoholic  potash,  a  gas  is  evolved,  taking  fire  in 
contact  with  the  air,  and  consisting  of  a  mixture  of  acetylene  and 
monobromacetylene. 


±1\\  THE  CHEMISTRY  OF 

AUi/knc  or  rvopine  CjH^  is  a  gas  resembling  acetyleue ;  it  is 
prepared  by  heating  nionobromopropene  or  propene  dibromide  with 
alcoholic  potash.  By  passing  it  through  an  ammoniacal  solution  of 
cuprous  chloride  a  greenish-yellow  precipitate  is  formed.  Silver- 
propinyl  CoHjAg  is  a  white  explosive  precipitate,  which  is  readily 
decomposed  by  hydrochloric  acid  ;  it  is  formed  by  the  action  of 
propine  on  an  ammoniacal  silver-solution. 

I^ropinyl  Alcohol  C3H3.OH. — This  compound,  commonly  called 
propargyl  alcohol,  is  produced  by  acting  with  caustic  potash  on  mono- 
broniallyl  alcohol : — 

on.,  CH 

II     "  III 

CHr         +  KOH  =  C  +  KBr  +  H^O 


CH2.OH  CH2.OH 

It  is  a  limpid,  mobile  liquid,  boiling  at  115°,  possessing  an  agreeable 
odour,  and  producing  explosive  precipitates  in  an  ammoniacal  solution 
of  cuprous  chloride  and  an  aqueous  solution  of  silver  nitrate.  The 
copper  compound  Cu2{C3HyOH)2  has  a  yellow  colour,  and  the  silver- 
compound  AgC^Ho-OH  is  white. 

OH) 
Propinyl-ethyl  ether  ^-^  >  0  has  been  produced  by  boiling  allylene 

dibromide  or  propenyl  tribromide  with  alcoholic  potash : — 

CgH.Br,  -h  C^Hg.OH  +  2K0H  =  ^^  }  0  +  2KBr  +  2H2O 
It  has  also  been  prepared  from  monobromallyl-ethyl  ether : — 

^'C*?}  ^  +  KOH  =  cjh'}^  ■*"  ^^"^  "^  ^2^ 

It  is  a  mobile  limpid  liquid,  boiling  at  80^  and  precipitating 
ammoniacal    silver-  and    copper-solutions.        The    silver-compound 

'^  ^?if  [  O  is  a  white  crystalline  powder,  which  burns  with  a  flash 

like  gunpowder. 

Crot(yiiylciu  or  hiitinc,  valerylene,  and  hexoylene  or  h^xinc  have  been 
obtained  i'rom  the  dibromides  of  buteue,  amylene,  and  hexene ;  they 
arc  lic^uids  having  a  strong  smell,  like  acetylene  and  allylene,  but, 
unlike  the  latter,  they  do  not  form  metallic  compounds. 

Diallyl  or  isoluxine  C^Hjp  is  prepared  by  the  action  of  sodium  on 
allyl  iodide.  It  is  a  mobile  liquid  boiling  at  59^  and  possessing  a 
pungent  odour.  It  combines  with  bromine  and  iodine,  forming 
isohcxim  tetrahromide  CgHj^Br^,  and  isohexine  tctra-iodide  G^^^^ ; 
both  are  solid,  crystalline  bodies.  Isohexine  tctranitriie  G^yj[^0^^ 
is  readily  formed  by  the  direct  union  of  diallyl  and  nitrogen  tetrox- 
ide;    it  is  a  white  crystalline  substance.     Isohexine  dichLordihydraU 
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f  CI        . 
^6^10  ]  (Cyil)  ^^  produced  by  shaking  diallyl  with  an  aqueous  solution 

of  hypochlorous  acid. 

When  diallyl  is  heated  with  concentrated  hydriodic  acid,  the  com- 
pound C-Hj^glj  is  obtained  as  a  heavy,  oily  liquid  ;  on  heating  this 
body  with  silver  acetate  it  is  converted  into  isohcxi'^ie  diacetate,  which 
is  isomeric  with  hexene  diacetate,  and  yields  with  caustic  potash 
isohejccne  alcohol  CgHj2(OH)2,  a  liquid  which  is  soluble  in  water  and 
boils  at  about  212°. 

Diallyl  dissolves  in  cold  concentrated  sulphuric  acid  to  a  clear 
liquid  ;  on  addition  of  water,  isohejcene  oxide  CgHi^O  separates  out  as 
a  light  limpid  liquid,  boiling  at  95°,  and  possessing  an  ethereal  and 
refreshing  smell  resembling  that  of  peppermint. 

Diallyl  or  isohexine  is  isomeric  with  hexoylene  or  hexine ;  the 
constitution  of  these  two  hydrocarbons  is  represented  by  the  following 
formula  : — 

Hcxinc.  Isolii'xiiic. 


I     '  1 

CH.,  CH.. 


I  I 

C  CH 


CH  CH, 

Diallylem  or  Dipropive  CH=C  -  CHg  -  C=CH.— This  hydro- 
carbon has  been  obtained  by  heating  isohexine  tetrabromide  with 
alcoholic  potash.  It  is  a  limpid  and  very  refractive  liquid,  boiling 
at  85°,  and  combining  most  energetically  with  bromine.  In  an 
aqueous  solution  of  silver  nitrate  it  produces  a  white  aniori)hous 
precipitate,  which  when  heated  explodes  below  100°. 

The  other  members  of  the  acetylene  series  have  bi»en  obtained 
either  from  the  dibromides  of  the  corresponding  olefines  or  from 
analogous  substitution  products.  Thus  oenanthylidene  has  been 
formed  by  acting  with  potash  on  cenanthidene  dibromide  (see  pa^o 
234) ;  rutylene  was  prepared  from  diamylene,  and  the  isomeric  df- 
cenylene  from  the  dibromo-substitution  product  of  the  hydrocarlyon 
C10H22,  which  exists  in  petroleum. 

ERYTHRITE    C4He(OH)4, 

This  compound  is  the  only  known  alcohol  of  a  tetrad  radical ;  it 
exists  in  a  sea-weed,  called  Protococcus  vulgarU,  and  as  ether  of 
orsellic  acid  in  different  kinds  of  lichens  (Rocrlla  species). 
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Erythrite  forms  large  trauspareut  crystals  ;  it  dissolves  freely  in 
water,  and  has  a  sweet  taste.  At  120''  it  melts,  and  at  about  300''  it 
volatilizes  mth  partial  decomposition. 

Erythryl  Nitrate  C^He(NOg).. — This  body,  which  is  commonly 
called  nitro-erythrite,  is  obtained  in  colourless  crystals  by  dissolving 
erythrite  in  concentrated  nitric  acid  and  precipitating  this  solution 
with  sulphuric  acid.  It  is  very  inflammable,  burning  with  a  brilliant 
flame,  and  detonates  violently  when  struck  with  a  hammer. 

Erythric  Acid  C^HgOg. — This  monobasic  acid  is  obtained  by  heat- 
ing erythrite  with  common  nitric  acid,  and  forms  a  crystalline  and 
deliquescent  mass. 


COMPOUNDS  OF  HEXAD  RADICALS. 

MANNITE      CeH8(0H)e. 

Mannite  is  the  alcohol  of  the  hexad  radicals  mannyl  C^Hg ;  it  is 
found  in  many  plants,  as  celery,  many  kinds  of  fungi  and  seaweed, 
and  in  the  young  sap  of  the  larch,  the  lime,  and  several  species  of 
ash.  The  mannarash  (Fraximcs  omus)  yields  a  sweet  exudation, 
called  manna,  from  which  mannite  is  easily  obtained  by  exhausting 
it  with  boiling  alcohol ;  on  cooling,  mannite  separates  out,  and  is 
purified  by  recrystallization. 

Mannite  crystallizes  from  alcohol  in  silky  needles,  and  from  water 
in  transparent  prisms,  melting  at  165"*.  It  dissolves  in  five  parts  of 
cold  water,  and  very  freely  in  boiling  water,  and  possesses  a  pleasant 
sweet  taste. 

Mannite  has  also  been  found  in  small  quantity  among  the  products 
of  lactic  and  mucous  fermentation,  and  is  produced  artificially  by  the 
action  of  sodium  amalgam  on  a  solution  of  grape-sugar  C^Hj^Og. 

When  mannite  is  heated  with  concentrated  hydriodic  acid  and 
amorphous  phosphorus,  it  is  converted  into  secondary  hexyl  iodide 
(see  page  166). 

Mannitan  G^fi{01i)^, — When  mannite  is  heated  to  200"^,  it  loses 
one  molecule  of  water,  and  mannitan  is  formed ;  it  is  a  synipy  mass, 
which  slowly  combines  with  water,  mannite  being  reproduced. 

Mannite  and  mannitan  form  a  large  number  of  compound  ethers. 

Mannyl  Nitrate  or  Nitroniannite  CqH^Q^O^^  is  obtained  by  dis- 
solving mannite  in  fuming  nitrite  acid,  and  is  precipitated  by 
sulphuric  acid  as  a  crystalline  powder.  It  is  insoluble  in  w^ater,  and 
crystallizes  from  alcohol  in  silky  needles.  On  heating  it  first  melts, 
and  then  bums  with  a  flash  like  gunpowder,  but  by  percussion  it 
decomposes  with  a  violent  detonation.  Ammonium  sulphide  and 
other  reducing  agents  reconvert  it  into  mannite. 
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f  SO  H) 
Mannylsulphuric    Acid    ^o^s]  {q'u\    - — This    tribasic    acid    is 

obtained  by  dissolving  mannite  in  concentrated  sulphuric  acid, 
diluting  with  water,  and  neutralizing  the  solution  barium  carbonate. 
By  adding  to  the  filtrate  just  the  required  quantity  of  sulphuric  acid, 
a  solution  of  mannylsulphuric  acid  is  formed,  having  a  very  sour 
taste  ;  on  heating,  it  is  resolved  into  mannite  and  sulphuric  acid. 

Mannyl  Dichlorhydrate  or  DicMoromannite  O^J(d}i)fj\  is  formed 
by  heating  mannite  with  15  parts  of  concentrated  hydrochloric  acid 
to  100** ;  it  is  soluble  in  water,  and  forms  colourless  crystals,  melting 
at  174^  A  mixture  of  concentrated  nitric  and  sulphuric  acids  con- 
verts it  into  the  chlaronitrate  CgH8(N08)^Cl2,  crystallizing  from  alcohol 
in  fine  needles.  When  the  dichlorhym^te  is  acted  upon  by  alkalis, 
it  loses  hydrochloric  acid  and  yields  the  compound  CqH80(OH)8C1, 
a  neutral,  bitter  substance,  which  is  very  soluble  in  water,  and  by 
boiling  with  it  for  a  long  time  is  converted  into  mannitan.  By  the 
prolonged  action  of  hydrochloric  acid  on  the  dichlorhydrate  it  loses 
water,  yielding  the  body  CgILO(OH)2Cl2  in  colourless  crystals. 

Mannyl  Eexacetate  CgH8(C2H302)(,  is  formed  by  heating  mannite 
with  acetic  anhydride ;  it  forms  colourless  crystals,  which  are  soluble 
in  water  and  melt  at  100°.  At  the  same  time  the  anhydro -compound 
CgH80(OH)2(C2H30J2  is  produced,  which  is  also  obtained  by  heating 
mannite  witn  glacial  acetic  acid ;  it  is  a  colourless  syrup,  having  a 
bitter  taste. 

Similar  compounds  have  been  prepared  by  heating  mannite  with 
other  fatty  acids.  Thus  on  acting  on  it  with  stearic  acid,  it  yields 
CgH80(Ci8Hg502)4 ;  this  tetrastearate  or  teirastcaryl-iiiannitanide  is  a 
fatty  mass,  and  insoluble  in  water. 


DULCITE   OR  MELAMPYRIN   CgH8(0H)g. 

This  isomeride  of  mannite  has  been  found  in  dulcose,  a  crystalline 
substance  from  Madagascar,  the  origin  of  which  is  unknown;  it 
also  occurs  in  several  plants  {Melampyrum  nemorosum,  Rhinanthvs 
Crista-galli),  It  forms  monoclinic  crystals,  melting  at  182"*,  and 
having  a  faint,  sweet  taste,  being  much  less  soluble  in  water  than 
mannite.  Dulcite  has  also  been  obtained  from  milk-sugar  (see 
Sugars). 

The  chemical  properties  of  dulcite  are  very  similar  to  those  of 
mannite.  Hydriodic  acid  converts  it  into  secondary  hexyl  iodide, 
which  is  identical  with  that  from  mannite.  When  it  is  heated, 
amorphous  duldtan  C^j<)(01S)A^  formed,  and  on  heating  it  with 
acetic  acid  it  yields  a  great  number  of  neutral  compounds,  some  of 
which  are  ethers  of  dulcite  and  other  ethers  of  dulcitan.  The 
hexacetate  C-H8(C2H802)e  forms  hard  crystalline  plates,  melting  at 
171^  and  subliming  at  above  200*. 
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Isodulcite  C^HijO.  4-  H^O  has  been  obtained  by  boiling  quercitrin 
(see  Glucosides)  with  dilute  acids.  It  forms  large  transparent  crystals, 
resembling  sugar-candy,  and  melting  with  loss  of  water  at  105®  to 
110°.  A  mixture  of  nitric  and  sulphuric  acids  converts  it  into  the 
nitrate  CgH7(N08)8(OH)2,  which  is  only  slightly  explosive. 

Quercite  CgHjgOg  exists  in  acorns,  and  forms  monocUnic  crystals, 
melting  at  235°  and  possessing  a  sweet  taste.  By  a  mixture  of  nitric 
and  sulphuric  acid  it  yields  a  resinous  and  very  explosive  nitrate. 

Finite  CgHjjOg  has  been  found  in  a  Califomian  pine  {Pinus  la^nber- 
tiana) ;  it  forms  crystalline  nodules,  which  are  soluble  in  water,  possess 
a  very  sweet  taste,  and  melt  without  decomposition  above  150°. 


MANNmC  ACID   C^^{0^)r,.CO^. 

This  monobasic  acid  is  produced  by  exposing  a  moist  mixture  of 
mannite  and  platinum-black  for  some  time  to  a  temperature  of  50° 
to  60°,  a  part  of  the  mannite  at  the  same  time  being  oxidized  to  a 
peculiar  kind  of  sugar  called  viannitose  C^HjgOg.  Mannitic  acid  is  a 
gum-like  mass,  very  soluble  in  water,  and  forming  uncrystallizable 
salts. 

SACCHARIC  ACID   C^H^COH)  J  qq  OH 

Is  a  product  of  oxidation  of  mannite,  cane-sugar  and  other  kinds 
of  sugar.  To  prepare  it,  one  part  of  cane-sugar  is  heated  with  three 
parts  of  nitric  acid  (specific  gravity  1"3),  and  the  liquid  kept  for  some 
time  at  50°.  After  diluting  with  half  a  volume  of  water,  the  solu- 
tion is  neutralized  with  potassium  carbonate,  and  then  an  excess  of 
acetic  acid  is  added.  On  standing,  acid  potassium  saccharate  crystal- 
lizes out,  which  is  converted  into  the  neutral  salt,  and  its  solution 
precipitated  with  cadmium  nitrate.  The  well-washed  cadmium 
saccharate  is  decomposed  by  hydrogen  sulphide.  On  evaporating 
this  solution,  the  acid  is  left  behind  as  a  white  amorphous  mass,  having 
a  very  sour  taste. 

By  boiling  it  with  nitric  acid,  it  is  oxidized  to  tartaric  acid : — 

C,H,(OH),  {  gg.OH  _^  20,  =  C,H,(OH),  |  gg;gg  +  2C0,  +  2H,0 


Mucic  ACID  C,H,(0H),|g^-^2 

This  isomeride  of  saccharic  acid  is  obtained  by  oxidizing  dulcite, 
milk-sugar,  and  several  kinds  of  gum.  It  is  best  prepared  by  heating 
25  parts  of  milk-sugar  with  four  parts  of  water  and  four  parts  of 
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nitric  acid  of  specific  gravity  1'33,  until  a  reaction  commences,  and 
then  keeping  the  liquid  for  half  an  hour  just  at  the  boiling-point.  On 
cooling,  muric  acid  separates  out  in  small  crystals.  From  the  mother- 
liquor  more  may  be  obtained  by  boiling  it  with  nitric  acid.  Mucic 
acid  is  but  sparingly  soluble  in  cold  water,  and  can  therefore  easily 
be  separated  from  saccharic  acid,  which  is  often  produced  together 
with  muric  acid  by  oxidizing  several  kinds  of  sugar  and  gum.  By 
the  prolonged  action  of  nitric  acid  it  is  oxidized  to  racemic  acid  and 
oxalic  acid ;  hydriodic  acid  reduces  it  to  adipic  acid  C.H8(CO.OII)2. 

When  mucic  acid  is  heated  with  phosphorus  pentacnloride,  it  yields 
the  compound  C^H2Cl2(COCl)2  :— 

C,H,(OH),  I  g^;gg  +  6PC1,  =  C^H^Cl^  {  gg^}  +  6POCI3  +  8HC1 

Tliis  chloride  is  decomposed  by  water,  chlaromuconic  acid 
C4H2Cl2(CO.OH)2  being  formed,  crystallizing  in  long  white  needles. 
On  heating  this  acid  with  alcoholic  potash  to  170°,  it  is  resolved  into 
hydrochloric  acid,  oxalic  acid,  and  acetic  acid. 

Hydromuconic  add  G^q{C0.0'S)2  ^^  obtained  by  treating  chloro- 
muconic  acid  with  water  and  sodium-amalgam;  it  crystjdlizes  in 
white  needles,  melting  at  195^  By  the  further  action  of  nascent 
hydrogen  it  is  converted  into  adipic  acid.  When  bromine  is  added 
to  a  solution  of  hydromuconic  acid  in  glacial  acetic  acid,  it  yields 
dibromadipic  acid,  C4HgBr2(CO.OH)2,  crystallizing  in  small  warty 
needles.  On  adding  silver  oxide  to  its  hot  aqueous  solution,  the 
following  reaction  takes  place  : — 

CeHgBr.O,  -h  Ag20  =  0^11^0,  +  Bfi  +  2AgBr 

Mu^onic  acid  CgH^O^  is  produced,  forming  large  monoclinic 
crystals.  It  is  a  monobasic  acid,  which  on  boiling  with  baryta  water 
yields  carbon  dioxide,  acetic  acid,  succinic  acid,  and  other  products. 
The  formation  as  well  as  the  products  of  decomposition  of  this  acid 
show  that  its  constitution  must  be  similar  to  that  of  aconic  acid 
(page  239),  and  may  be  expressed  thus  : — 

0 
C( )/      \c— CHo— CHo— CO.OH 


PYROMUCIC   ACID   CgH^O 


8 


Is  a  product  of  the  destructive  distillation  of  mucic  acid,  but  is 
more  conveniently  obtained  by  decomposing  its  aldehyde  with 
alcoholic  potash.  Pyromucic  acid  is  a  monobasic  acid,  and  crystallizes 
in  flat  needles,  melting  at  134°. 
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PYROMUCIC   ALDEHYDE   OR  FURFUROL  CgH^O, 

Is  a  light,  oily  liquid,  boiling  at  162®,  and  possessing  a  peculiar 
aromatic  odour.  It  is  found  amongst  the  products  of  destructive  dis- 
tillation of  sugar,  and  is  also  produced,  together  with  methyl  alcohol, 
when  fir-wood  is  heated  with  water  for  a  considerable  time  under  a 
pressure  of  100  lb.  to  the  inch.  Furfurol  is  best  produced  by  dis- 
tilling bran  with  dilute  sulphuric  acid ;  instead  of  bran,  flour,  saw- 
dust, or  gum  may  also  be  used.  These  bodies  contain  an  insoluble 
substance,  which,  when  boiled  with  very  dilute  sulphuric  acid,  is  con- 
verted into  a  brownish  sweet  syrup ;  and  this,  by  distillation  with 
sulphuric  acid,  yields  furfurol.  Furifurol  combines  with  the  acid 
sulphites  of  the  alkali-metals,  forming  crystalline  compounds,  and 
reduces  an  ammoniacal  silver-solution. 

When  ftufurol  is  in  contact  with  aqueous  ammonia,  it  is  converted 
into  furfuramide  C^s^^fiJSi^^  ^  yellowish- white,  crystalline,  insoluble 
substance,  which  by  acids  is  again  resolved  into  its  constituents; 
whilst,  by  dilute  boiling  potash,  it  is  converted  into  an  isomeride, 
called  fur/urine ;  it  is  but  sparingly  soluble  in  water,  but  freely  in 
alcohol ;  its  solution  has  a  strong  alkaline  reaction.  With  acids  it 
forms  a  series  of  beautifully  crystallizable  salts,  having  an  intensely 
bitter  taste. 

Furfuryl  alcohol  CgHgOg  is  produced,  together  with  pyromucic 
acid,  by  the  action  of  caustic  potash  on  furfurol : — 

2C5H  A  +  KOH  =  C^HjKO,  +  C^H^O, 

It  is  an  oily  liquid,  which  distils  at  170° — 180°  with  partial  de- 
composition. 

Tetraphenol  C^H^O  is  a  limpid  liquid,  boiling  at  32°,  and  having 
a  peculiar  smell;  it  is  produced  by  heating  pyix)mucic  acid  with 
alkalies : — 

2C,H30.COH  4-  KOH  =  C^HjO.CO.OK  +  C,H30.CH2.0H 

Fucusol  CjH^Og.  This  isomeride  of  furfurol  has  been  obtained  by 
boiling  seaweeds  with  dilute  sulphuric  acid ;  it  is  a  liquid  closely 
resembling  furfurol,  both  in  its  physical  and  chemical  properties.  It 
boils  at  1 71^  and  yields,  with  silver  oxide  and  water,  /8  'pyromucic 
acid  C5H4O3,  crystallizing  in  small  rhoraboidal  plates,  melting  at 
130°. 


PYRROL  C^HjN  AND  CARBOPYRROLAMIDE  CgH^ONHg. 

These  two  compounds  are  formed  by  the  destructive  distillation  of 
ainnionium  pyromucate.  On  evaporation  the  aqueous  portion  of  the 
distillate,  carbopyrrolamide,  is  obtained  in  brilliant  plates.  By  the 
action  of  boiling  baryta-water  it  is  resolved  into  ammonia  and  carho- 
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pyrrolic  acid  CgH^NOg,  which  is  obtained  as  a  white  flocculent  preci- 
pitate on  adding  hydrochloric  acid  to  the  solution;  it  crystallizes 
from  alcohol  in  white  prisms,  and  sublimes  at  190"*  in  small  feathery 
crystals.  At  a  high  temperature  it  is  resolved  into  carbon  dioxide 
and  pjnrol,  which  is  also  readily  obtained  by  heating  ammonium 
pyromucate  with  glycerin.  Pyrrol  is  a  colourless  oil,  when  freshly 
prepared,  but  it  soon  assumes  a  brown  colour ;  it  boils  at  133°,  and 
possesses  a  pleasant  smell.  Pyrrol  has  the  characteristic  property  of 
imparting  a  fine  crimson  colour  to  pine-wood,  moistened  with  hydro- 
chloric acid.  This  pyrrol-red  has  the  empirical  formula  G^^ifi^  5  ^^ 
is  also  obtained  as  an  amorphous  precipitate  by  heating  pyrrol  with 
an  excess  of  hydrochloric  acid,  and  by  the  action  of  acids  on  tetra- 
phenol  and  furturyl  alcohol. 

Potassium  dissolves  in  pyrrol  with  evolution  of  hydrogen,  potas- 
sium-pyrrol C3H4KX  being  formed,  which,  with  ethyl  iodide,  yields 
ethyl-pyrrol  G^^f^fi^^^  a  colourless  liquid  smelling  like  turpen- 
tine ;  its  vapour  colours  pinewood,  moistened  with  hydrochloric  acid 
like  pyrrol. 

The  constitution  of  the  compounds  derived  from  mucic  acid  is  not 
exactly  known ;  the  relation  between  them  may  be  expressed  by  the 
following  formulae : — 

Adipic  Acid.  Macic  Acid.  Pyromucic  Acid. 

C  A  {  caOH         ^ A(0")*  {  CO.OH        C,H30.C0.0H 

Carbopyrrolamide.  Carbopjnrolic  Acid.  Pyrrol. 

C^H3(NH)CO.NH2  C,H3(NH)C0.0H  C,H,.NH 


CHELIDONIC   ACID   AND   MECONIC   ACID. 

Chelidoiiic  Acid  C4H(CO.OH)3. — This  tribasic  acid  occurs,  together 
with  malic  acid,  in  Chdidonium  majvs,  and  is  obtained  by  heating  the 
juice  of  this  herb  to  the  boiling-point,  filtering  and  acidifying  the 
liquid  with  nitric  acid.  On  adding  lead-nitrate,  a  crystalline  precipi- 
tate of  lead,  chelidonate,  is  formed,  which  is  decomposed  by  hydrogen 
sulphide.  Chelidonic  acid  is  sparingly  soluble  in  cold,  but  readily  in 
hot  water,  and  crystallizes  in  colourless  needles.  By  the  action  of 
bromine  it  is  decomposed,  yielding  bromoform  and  pentabromacetone 
CgHBr^O. 

Meconic  acid  0^3^0(00.011)3  is  found  in  combination  with  mor- 
phine and  other  bases  in  opium ;  its  calcium  salt  is  obtained  as  a  by- 
product in  the  manufacture  of  these  alkaloids.  On  decomposing  this 
salt  with  hydrochloric  acid,  impure  meconic  acid  separates  out,  which 
is  purified  by  converting  it  into  the  ammonium  salt,  which  is  crystal- 
lized, and  then  again  decomposed  with  hydrochloric  acid. 

Meconic  acid  crystallizes  from  a  hot  aqueous  solution  in  scales  or 
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prisms  containing  three  molecules  of  water.  The  silver  salts  of  this 
acid  are  very  characteristic.  On  adding  silver  nitrate  to  an  aqueous 
solution  of  the  free  acid,  the  acid  salt  CyAqjHjO^  separates  out  as  a 
white  precipitate,  which,  when  boiled  for  some  time  with  water,  is 
converted  into  the  yellow  normal  salt  C^AqgHOy,  which  is  also  pro- 
duced by  precipitating  a  neutral  solution  of  a  meconate  with  silver- 
nitrate. 

Ferric  chloride  produces  a  blood-red  colour  in  a  solution  of 
meconic  acid,  which  is  not  destroyed  by  the  addition  of  gold  chloride, 
whilst  the  similar  coloration  produced  by  ferric  chloride  in  solutions 
of  sulphocyanates  disappears  on  adding  a  solution  of  gold  chloride. 

Nitric  acid  oxidizes  meconic  acid  to  oxalic  acid.  By  acting  with 
sodium-amalgam  on  its  aqueous  solution,  it  is  converted  into  hydro- 
meconic  acid  CyHj^Oy,  an  amorphous  and  deliquescent  mass. 

Meconic  acid  is  easily  resolved  into  carbon  dioxide  and  comemc 
acid  C4H20(C02H)2.  This  decomposition  may  be  effected  by  heating 
the  acid  to  220°,  or  by  boiling  it  for  a  long  time  with  water  or  dilute 
hydrochloric  acid.  Comenic  acid  crystallizes  in  prisms,  which  are 
almost  insoluble  in  cold  water,  but  more  freely  soluble  in  boiling 
water ;  its  aqueous  solution  gives  also  a  blood-red  colour  with  ferric 
chloride. 

When  comenic  acid  is  subjected  to  destructive  distillation,  it 
again  loses  carbon  dioxide,  and  is  converted  into  pyrocomenic  acid 
C^HgO.CO.OH,  forming  large  transparent  plates,  which  readily  sub- 
lime, and  are  freely  soluble  in  water. 


CARBO-HYDRATES. 

The  compounds  of  this  group  contain  either  six  atoms  of  carbon 
in  the  molecule,  or  a  multiple  of  this  number,  and  oxygen  or 
hydrogen  always  in  the  same  proportion  as  in  water.  They  arc 
divided  into  three  groups: — 

(1)  Saccharoses.  (2)  Glucoses.  (3)  AmyIosf>s. 

^12^22^11  CgHijOg  (CeHio05)n 

-f  Cane  Sugar  -h  Grape  Sugar  -f-  Starch 

-f  Milk  Sugar  (Dextrose)  +  Glycogen 

4-  Melitose  —  Levulose    •  4-  Dextrin 

+  Melizitose  -f  Galactose  —  Inulin 

4-  Mycose  —  Sorbin  Gums 

Synanthrose  —  Eucalin  Cellulose 

Inosite  Tunicin 

Most  of  these  compounds  occur  in  the  vegetable  kingdom,  forming 
some  of  the  most  important  constituents  of  plants,  and  a  few  also 
occur  in  the  animal  organism.     The  chemical  constitution  of  only  a 
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few  is  kuown,  but  that  they  are  nearly  related  to  each  other  is 
shown  by  the  fact  that  most  of  them  can  be  converted  into  glucoses 
by  the  action  of  dilute  sulphuric  acid.  The  majority  of  them  are 
optically  active,  or  possess  the  power  of  turning  the  plane  of  polari- 
zation, some  to  the  right  hand  and  some  to  the  left.  The  right- 
handed  substances  are  marked  in  the  preceding  table  with  +i  and  the 
left-handed  with  — . 


(1)    SACCHAROSES. 
CANE-SUGAR   G^fi^O^^. 

Cane-sugar  occurs  in  the  juice  of  many  plants,  in  most  sweet 
fruits,  in  the  nectar  of  flowers,  and  in  honey.  In  the  greatest 
abimdance  it  is  found  in  sugar-cane  {Sa^ckarum  offidnarum),  in 
Sorgho  sdccharatum  (the  Asiatic  sugar-cane),  in  beetroot,  in  sugar- 
maple,  and  in  several  palm-trees. 

Sugar  is  either  obtained  from  sugar-cane  or  beetroot;  smaller 
quantities  are  also  extracted  from  sorgho  and  sugar-maple. 

The  juice  of  the  sugar-cane  is  neutralized  by  a  milk  of  lime  and 
heated  to  the  boiling-point;  a  coagulum  consisting  of  albuminous 
matter,  phosphates,  &c.,  soon  separates  out.  The  clear  liquid  is 
quickly  evaporated  either  in  open  pans,  or  better  in  vcumo^  to  the 
consistency  of  a  thick  syrup,  and  then  left  to  crystallize.  The  "  raw 
sugar"  is  drained  from  the  "mother-liquor,"  which,  on  further 
evaporation,  yields  a  second  crop  of  crystals,  and  a  thick  brown 
uncrystallizable  synip  called  "  molasses,"  or  treacle,  is  left  behind. 

The  raw  sugar  is  sent  from  the  West  Indies,  &c.,  to  this  country, 
and  "  refined  "  by  dissolving  it  in  water,  adding  some  lime-water, 
and  filtering  the  heated  liquid  through  a  thick  layer  of  animal 
charcoal  The  colourless  filtrate  is  evaporated  in  "vacuum-pans" 
to  the  crystallizing  point,  and  put  into  earthen  moulds,  where  it 
solidifies  to  a  white  mass  of  "  loaf-sugar."  To  obtain  "  sugar-candy," 
it  is  not  so  far  concentrated,  and  allowed  to  evaporate  quietly 
and  slowly. 

Pure  cane-sugar  crystallizes  in  large  transparent  monoclinic 
prisms,  emitting  a  phosphorescent  light  when  broken  in  the  dark 
with  a  hammer.  It  requires  one-third  of  its  weight  of  cold  water, 
and  dissolves  in  any  proportion  in  boiling  water.  It  is  much  less 
easily  soluble  in  dilute  alcohol,  and  almost  insoluble  in  absolute 
alcohoL  It  melts  at  160**  to  a  clear  liquid,  which  solidifies  on  cooling 
to  a  glassy,  amorphous  mass  of  "  barley-sugar."  When  kept  for  some 
time  this  loses  its  transparency  and  becomes  crystalline.  The  pro- 
perty of  cane-sugar  to  turn  the  plane  of  polarization  to  the  right  is 
made  use  of  for  the  quantitative  determination  of  sugar  in  solution, 
the  angle  of  rotation  being  exactly  proportional  to  the  quantity  of 
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sugar  contained  in  layers  of  equal  thickness.  The  saccharometer  of 
Soleil,  an  instrument  in  general  use  for  ihis  purpose,  is  provided  with 
a  graduated  circle,  divided  in  such  a  way  that  100  divisions  express 
the  rotation  caused  by  a  plate  of  quartz  of  one  millimetre  thiclmess. 
Now,  as  exactly  the  same  rotation  is  produced  by  a  layer  of  a  solation 
of  cane-sugar  having  a  length  of  20  centimetres,  and  containiDg 
164*71  grammes  of  sugar  in  one  litre,  it  is  only  necessary,  in  order  to 
ascertain  the  quantity  of  sugar  contained  in  a  substance,  to  dissolve 
164*71  grammes  in  water,  diluting  to  one  litre,  and  observing  the 
rotation  which  it  produces ;  the  number  of  divisions  being  equal  to 
the  percentage  of  sugar. 

When  sugar  is  boiled  with  dilute  sulphuric  acid,  it  takes  water  up, 
and  is  resolved  into  equal  parts  of  dextrose  and  levulose : — 

The  same  decomposition  occurs  in  a  solution  to  which  yeast  has 
been  added.  The  solution  of  these  two  glucoses  turns  the  polarized 
light  to  the  left  hand,  the  specific  rotatory  power  of  levulose  being 
greater  than  that  of  dextrose,  and  a  mixture  of  these  two  sugars  is 
therefore  called  inverted  sugar. 

When  sugar  is  heated  above  its  melting-point,  it  loses  water,  and  a 
brown  amorphous  bitter  substance  called  caramel  remains  behind. 
At  a  stiU  higher  temperature  it  blackens ;  inflammable  gases  are 
given  off,  consisting  of  marsh-gas,  carbon,  monoxide,  and  dioxide ;  and 
a  distillate  is  obtained,  containing  aldehyde,  acetic  acid,  acetone,  and 
furfurol,  while  porous  charcoal  is  left  behind. 

Strong  sulphuric  acid  decomposes  sugar  when  heated,  and  a  con- 
centrated sugar  solution,  even  at  the  common  temperature,  with 
copious  evolution  of  sulphur  dioxide  and  formation  of  a  voluminous 
black  carbonaceous  mass.  The  destructive  distillation  of  a  mixture 
of  lime  and  cane-sugar  yields  marsh-gas,  carbon  dioxide,  acetone, 
metacetmie  CgH^^O,  and  isophoron^i  CgHj^O.  Metacetone  is  a  colourless 
liquid,  boiling  at  84°,  and  possessing  an  aromatic  smelL  On  oxi- 
dation with  chromic  acid,  it  yields  carbon  dioxide,  acetic  acid  and 
propionic  acid.  Isophorone  is  an  oily  liquid,  boiling  at  210"*  and 
having  a  sweet  aromatic  odour. 

Sugar  is  an  alcohol  of  an  octad  radical ;  by  heating  it  with  a  lame 
excess  of  acetic  anhydride  to  160°,  the  acetate  C^^ll^fi^(C  H  O  )  is 
obtained  as  a  viscid  liquid.  ^    *   ^"^^ 

Dilute  nitric  acid  oxidizes  cane-sugar  to  saccharic  acid,  which  by 
further  oxidation  is  converted  into  tartaric  acid  and  oxalic  acid  but 
by  the  action  of  a  mixture  of  strong  sulphuric  and  'nitric  acid  it 
yields  the  nitrate  CigHigOyCNOg)^,  which  is  an  amorphous,  explosive 
body.  ^ 

Cane-sugar  forms  also  metallic  compounds;   its  aqueous  solution 
dissolves  caustic  lime,  baryta,  magnesia,  and  lead  oxide :  these  solu 
tions  have  a  strong  alkaline  reaction  and  a  bitter  taste    and  are 
decomposed  by  carbon  dioxide.     Copper  oxide  and  ferric  oxide   ilso 
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dissolve  in  a  solution  of  sugar  when  an  alkali  is  present ;  the  blue 
copper  solution  is  slowly  decomposed  on  boiling  with  the  separation 
of  red  cuprous  oxide.  When  silver  salts  or  gold  salts  are  heated  with 
a  solution  of  sugar,  the  metals  are  reduced  to  the  metallic  state. 

When  an  aqueous  solution  of  sugar  is  saturated  with  chlorine,  and 
the  liquid  is  then  treated  with  silver  oxide,  glv^conic  add  G^^fiij, 
an  isomeride  of  mannitic  acid,  is  formed.  The  acid  is  a  sour,  syrupy 
liqiiid,  but  the  calcium  and  barium  salts  crystallize  well. 


SYNANTHROSE   G^JB.^0^^ 

Occurs  in  the  tubers  of  Dahlia  variabilis,  HeliarUhtia  tvierosuMy  and 
of  other  Compositse.  It  is  a  light  amorphous  powder,  which  is  very 
deliquescent,  has  no  sweet  taste,  and  no  action  on  polarized  light. 
Dilute  acids  or  yeast  change  it  into  levulose  and  dextrose,  and  on 
oxidation  it  yields  saccharic  acid. 


MILK-SUGAR  CigH^aOi^+HgO 

Is  an  important  constituent  of  the  milk  of  mammals,  and  has  also 
been  found  together  with  cane-sugar  in  the  juice  of  the  Sapodilla 
(Achras  sapola).  It  is  prepared  on  the  large  scale,  chiefly  in  Switzer- 
land, by  evaporating  "  whey  "  to  a  syrupy  state.  Milk-sugar  forms 
hard  rhombic  prisms,  losing  their  water  of  crystallization  at  140°.  It 
dissolves  in  6  parts  of  cold  and  2*5  parts  of  boiling  water,  and  has 
only  a  faint  sweet  taste.  When  a  large  jquantity  of  yeast  is  added  to 
a  dilute  solution  of  milk-sugar,  fermentation  sets  in  only  gradually. 
By  using  old  cheese  as  ferment,  milk-sugar  is  converted  into  lactic 
.acid;  at  the  same  time  some  mannite  and  alcohol  are  formed,  the 
latter  in  larger  quantity  if  the  solution  be  very  dilute.  When  a 
concentrated  solution  of  milk-sugar  is  treated  with  sodium  amalgam, 
a  part  is  reduced  to  dulcite,  and  another  gives  ethyl,  isopropyl,  and 
hexyl  alcohol. 

Nitric  acid  oxidizes  milk-sugar  to  mucic  and  saccharic  acids,  whilst 
cane-sugar  yields  only  saccharic  acid.  It  also  combines  with  bases 
like  cane-sugar,  and  reduces  an  alkaline  copper-solution,  and  solutions 
of  the  salts  of  the  noble  metals. 

When  milk- sugar  is  heated  with  bromine  and  water  to  100^  it 
combines  with  the  bromine,  forming  a  compoimd  having  probably  the 
formula  C^HigBrjOg.  This  body  is  easily  acted  upon  by  silver  oxide, 
and  ladonic  acid  C^^fi^  is  formed.  This  monobasic  acid  is  readily 
soluble  in  water,  and  crystallizes  in  fine  needles ;  by  further  oxidation 
it  is  converted  into  mucic  acid. 
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MELITOSE   CigHjgOii  +  SHgO 

Is  found  in  a  kind  of  manna  which  is  obtained  from  various 
species  of  Eucalyptus  growing  in  Tasmania.  It  crystallizes  in  thin 
needles,  having  a  faint  sweet  taste  ;  it  is  soluble  in  nine  parts  of  cold 
and  readily  in  boiling  water.  When  it  is  heated  with  dilute  sulphuric 
acid,  or  in  contact  with  yeast,  it  is  resolved  into  glucose  (probably 
dextrose),   and    an    isomeric   non-fermentable    sugar  called   eucalin 

MEL1ZIT08E   C^jlIggOii  +  HgO 

Is  found  in  the  manna  of  Brian9on,  which  exudes  from  the  young 
branches  of  the  larch-tree ;  it  forms  small,  hard,  shining,  efflorescent 
crystals,  readily  soluble  in  water,  and  possessing  a  sweet  taste.  By 
the  action  of  dilute  sulphuric  acid,  it  is  converted  into  dextrose; 


MYCOSE   OB  TREHALOSE   CijHjjOn 

Forms  the  chief  constituent  of  Trehala,  a  kind  of  manna,  which  is 
the  product  of  an  insect  living  on  an  JSchinops  species  growing  in  Syria ; 
and  it  also  occurs  in  diflerent  fungi,  and  the  ergot  of  rye.  It  forms 
shining,  rhombic  octahedrons,  possessing  a  very  sweet  taste,  and  being 
freely  soluble  in  water  and  boiling  alcohol.  By  boiling  it  with  dilute 
sulphuric  acid,  it  is  converted  into  dextrose. 


(2)    GLUCOSES    CgHijOe. 
DEXTROSE,   OB   GRAPE-SUGAR. 

This  sugar  is  widely  diffused  through  the  vegetable  kingdom, 
occurring  in  most  kinds  of  sweet  fruit,  as  in  grapes,  in  honey,  &c. 
It  generally  occurs  mixed  with  an  equal  weight  of  levulose,  or  as 
inverted  sugar.  It  also  is  found,  but  in  small  quantity  only,  as  a 
normal  constituent  of  blood,  yellow  of  egg,  urine,  &c.  In  iarcror 
quantity  (up  to  10  per  cent.),  it  appears  in  urine  in  the  disease  called 
diabetes. 

Pure  dextrose  may  be  obtained  by  exhausting  honey  with  cold 
alcohol,  to  dissolve  the  more  soluble  levulose,  and  re-crystallizing  the 
residue  from  hot  alcohol.  Dextrose  is  manufactured  on  the  large 
scale  by  boiling  stalrch  with  very  dilute  sulphuric  acid  for  several 
hours,  neutralizing  the  liquid  with  chalk,  and  evaporating  the  solution 
to  crystallization. 

Dextrose  cr}'stallizes  from  an  aqueous  solution  with  one  molecule 
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of  water  in  caiiliflower-like  masses,  and  from  hot  alcohol  in  warty, 
anhydrous  needles.  It  is  less  sweet  than  cane-suc»ar,  and  less  soluble 
in  water,  requiring  about  one  part  of  cold  water  for  solution. 

Dextrose  precipitates  from  solutions  of  silver  salts  the  metal,  which, 
if  the  solution  contains  free  ammonia,  separates  in  form  of  a  brilliant 
mirror  on  the  sides  of  the  vessel.  AVTien  it  is  heated  with  an  alkaline 
solution  of  a  cupric  salt,  red  cuprous  oxide  is  precipitated.  This 
reaction  is  made  use  of  for  the  quantitative  determination  of  grape- 
sugar.  A  standard  solution  (Fehling's  solution)  is  prepared  by 
dissolving  3464  grammes  of  crystallized  copper  sulphate  and  200 
gi-ammes  of  Eochelle  salt  in  600  to  700  cb.  cm.  of  soda-solution  (specific 
gravity  1*2),  and  diluting  with  water  up  to  exactly  one  litre.  As  one 
molecule  of  grape-sugar  reduces  exactly  five  molecules  of  the  copper 
salt,  one  cb.  cm.  of  the  solution  corresponds  to  0*005  gramme  of  grape- 
sugar.  The  analysis  is  peiformed  as  follows : — 10  cb.  cm.  of  the 
standard  solution  are  placed  into  a  basin,  and  after  being  diluted 
with  some  water  the  liquid  is  heated  to  the  boiling-point,  and  then 
the  sugar  solution  added  by  means  of  a  burette  until  the  blue  colour 
has  completely  disappeared. 

Another  simple  method  is  founded  on  the  fact  that  grape-sugar 
reduces  an  alkaline  solution  of  mercuric  cyanide  to  metallic 
mercury.  10  grammes  of  pure  mercuric  cyanide  are  dissolved  in  water, 
100  cb.  cm.  of  soda-solution  (1145  specific  gravity)  are  added,  and  the 
whole  diluted  with  water  to  one  litre.  40  cb.  cm.  of  this  solution 
correspond  to  0*1  gramme  of  sugtw.  The  analysis  is  performed  in  the 
same  way  as  in  Fehling's  method,  and  the  end  of  the  i-eaction  recognized 
by  bringing  a  drop  of  the  solution  on  Swedish  filter-paper,  and 
holding  it  over  strong  ammonium  sulphide,  a  brown  stain  being 
produced  as  long  as  any  mercuric  cyanide  remains  in  solution- 
Dextrose  melts  at  ITO"",  losing  water  at  the  same  time,  and  being 
converted  into  glucosan  CgHj^Og,  a  colourless  mass,  which  is  scarcely 
sweet  to  the  taste,  and  which  by  boiling  with  a  dilute  mineral  acid  is 
reconverted  into  dextrose.  When  dextrose  is  more  strongly  heated,  it 
yields  the  same  products  as  cane-sugar. 

Concentrated  sulphuric  acid  dissolves  dextrose  without  blackening, 
dextrose-sulphuric  acid  being  formed,  the  barium  salt  of  which  is 
soluble  in  water. 

Nitric  acid  oxidizes  it  to  saccharic  acid,  and  by  neting  on  it  with 
chlorine  and  moist  silver  oxide  fjliLconic  acid  (page  287)  is  formed. 

F>y  the  action  of  boiling  acetic  anhydride  the  diacetate 
CqH jjjOg(C2H30)2  is  obtained  as  a  colourless  mass,  having  a  bitter  taste ; 
at  the  same  time  also  the  triacetate  C(jHj^Oq(C2H30)3  is  formed,  a 
similar  body  which  is  less  soluble  in  water  than  the  diacetate. 

The  compounds  of  dextrose  with  bases  are  very  unstable  bodies. 
By  saturating  its  solution  with  lime,  a  strongly  alkaline  solution  is 
obtained,  which  when  kept  for  some  time  becomes  neutral,  and  con- 
tains then  the  calcium  salt  of  glucinic  acid  O^gHj^^Op ;  the  free  acid 
is  a  sour,  deliquescent,  amorphous  mass. 

C  V 
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Dextrose  foims  also  several  compounds  with  sodium  chloride ;  of 
these,  that  having  the  composition  G^H^^^o  +  NaCl  +  H^O  is  most 
readily  obtained,  and  forms  large  crystals. 

When  yeast  is  added  to  a  dilute  solution  of  grape-sugar,  fermenta- 
tion soon  sets  in,  the  sugar  being  resolved  into  carbon  dioxide  and 
ethyl  alcohoL 

By  the  acting  with  sodium  amalgam  on  its  aqueous  solution,  it  ia 
converted  into  mannite;  at  the  same  time  some  hexyl  alcohol  is 
formed  together  with  ethyl  alcohol  and  isopropyl  alcohoL 

This  reaction,  together  with  the  fact  that  dextrose  reduces  the  salts 
of  silver  and  other  metals,  shows  that  this  sugar  is  the  first  aldehyde 
of  the  hexad  alcohol  mannite.  By  further  oxidation  it  is  converted  first 
into  monobasic  gluconic  acid,  and  then  into  bibasic  saccharic  acid. 
The  connections  existing  between  these  bodies  appear  clearly  in  the 
following  formulae : — 

MannitA.  Dextrose.  Gluconic  Acid.         Saccharic  Acid. 

CH0.OH  CH0.OH  CH,.OH  CO.OH 


CH. 


I  I  I 

OH  CH.OH  CH.OH  CH.OH 
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CH.OH  CH.OH  CH.OH  CH.OH 

I  I  I 


CH.OH  CH.OH  CH.OH  CH.OH 

I 


CH.OH  CH.OH  CH.OH  CH.OH 
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LEVULOSE   CgHigOg 

This  left-handed  sugar  is  found  mixed  with  dextrose,  and  often 
also  with  cane-sugar  in  different  kinds  of  fruit,  and  in  honey.  As 
the  two  glucoses  generally  occur  in  equal  quantities,  they  must  have 
been  derived  from  cane-sugar  originally  contained  in  the  plants,  and 
which  by  the  action  of  acids  or  ferments  has  been  transformed  into 
inverted  sugar. 

To  prepare  pure  levulose  a  solution  of  cane-sugar  is  heated  with 
dilute  sulphuric  acid,  and  the  liquid  mixed  in  a  mortar  with  slaked 
lime,  whereby  a  solid  lime-compound  of  levulose  is  formed,  while 
that  of  dextrose  remains  in  solution,  and  may  be  removed  by  strong 
pressure.  The  dry  residue  is  decomposed  by  a  solution  of  oxalic  acid, 
and  the  filtrate  concentrated  .by  evaporation. 

Levulose  is  a  colourless  uncrystallizable  syrup,  and  is  more  soluble 
in  water  and  alcohol  than  dextrose.  It  reduces  the  salts  of  silver  and 
copper  like  dextix)se,  and  readily  undergoes  fermentation  in  contact 
with  yeast. 
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On  heating,  it  is  converted  into  levtdosan  C^H^^Og,  an  amorphous 
mass,  which  may  be  reconverted  into  levulose  by  boiling  it  with  a 
dilute  acid. 

By  saturating  a  dilute  solution  of  levulose  with  chlorine,  and 
then  treating  the  liquid  with  silver  oxide,  no  gluconic  acid  is  formed, 
but  glycollic  add. 

From  this  it  appears  that  the  constitution  of  levulose  is  different 
from  that  of  dextrose ;  it  is  also  the  aldehyde  of  a  hexad  alcohol 
radical,  and  its  constitution  may  be  expressed  by  the  following 
formula,  which  at  least  readily  explains  why  it  is  easily  resolved  into 
glycollic  acid : —  ^jj  qjj 

I  ' 

CH.OH 


HO.G— CH„OH 

I 
CH.OH 


COH 

Now,  as  cane-sugar  has  to  be  regarded  as  an  ether,  its  constitution 
"would  be  as  follows :— •  CH_OH 


OH 

OH 


CH. 
CH. 
OH.OH 

k 

cir 
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CH'^ 
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CH,.OH 

This  formula  shows  that  cane-sugar  contains  the  group  hydroxyl 
eight  times,  a  fact  which  is  proved  by  its  forming  an  acetic  ether  con- 
taining eight  acetyls  (page  286) ;  and  further,  it  is  shown  that  in  cane- 
sugar  the  aldehyde-group  COH  is  not  present ;  it  acts  therefoi-e  aa 
reducing  agent  only  after  being  resolred  into  dextrose  and  l«vnlc<n^ 
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GALACTOSE 

Is  formed  (probably  together  with  dextrose)  by  boiling  milk-sugar 
with  very  dibits  sulphuric  acid.  It  crystallizes  in  microscopic  prisms, 
and  is  readily  soluble  in  water. 

It  is  very  easily  fermentable,  and  reduces  alkaline  copper-solutions 
like  the  two  other  glucoses.  From  dextrose  it  differs  not  only  by  the 
greater  dextro-rotatory  power  of  its  solution,  but  also  by  yielding  on 
oxidation  only  nmcic  acid  (twice  as  much  as  the  same  weight  of 
milk-sugar).  When  inverted  milk-sugar  is  treated  with  water  and 
sodium  amalgam,  it  yields  didcite  and  inannite. 

Besides  these  three  glucoses,  we  are  acquainted  with  several  other 
varieties,  which  all  possess  the  property  of  being  readily  fermentable. 
The  following  bodies,  however,  differ  from  the  glucoses  by  not  under- 
going fermentation  in  presence  of  yeast,  and  by  not  being  converted 
into  a  glucose  or  fermentable  sugar  by  the  action  of  dilute  acids. 

Sorbin  G^^jd^  occurs  in  the  berries  of  the  mountain-ash,  and  forms 
large  crystals,  having  a  very  sweet  taste.  When  treated  with  clilorine 
and  silver  oxide,  it  is  oxidized  to  glycollic  acid. 

Inosite  C^HjoOg  +  2H2O  has  been  found  in  the  muscular  substance 
of  the  heart,  fungs,  liver,  kidneys,  &c.,  in  green  kidney-beans  and 
the  unripe  fruits  of  other  Papilionacese,  and  also  in  other  plants. 
It  forms  large  transparent  rhombic  cr}'stals,  which  lose  their  water  of 
crystallization  when  exposed  to  the  air.  It  is  soluble  in  water,  and 
has  a  sweet  taste.  By  the  action  of  dilute  nitric  acid  it  is  oxidized  to 
oxalic  acid,  but  the  concentrated  acid  converts  it  into  an  explosive 
nitric  ether,  called  nitro-iiwsite  G^^\q(^O^q. 

Eucalyn  CgH^gO^  is  obtained  together  with  ethyl  alcohol  by  the 
fermentation  of  melitose,  and  forms  an  uncrystallizable  syi-up : — 

CisHg^On  +  H,0  =  2CO2  -f  2CoHeO  +  C,H,A 


(3)    AMYLOSES    (CflOioH5)„ 
STABCII,   OR   AMYLUM. 

This  important  and  widely-diffused  body  is  found  to  a  greater  or 
less  extent  in  nearly  every  plant.  It  is  most  abundant  in  grain,  in 
rice,  and  a  great  many  other  seeds,  and  in  certain  roots  and  tubes,  as 
in  potatoes,  and  in  the  stem  of  several  palm-trees. 

Starch  is  a  soft,  white  powder,  which  under  the  microscope  is  seen 
to  be  destitute  of  crystalline  structure,  being  made  up  of  transparent 
rounded  granules,  possessing  an  organized  structure.  Tlie  starch- 
^I'limules  of  dillerent  plants  vary  much  both  in  form  and  magnitude 
(see  Figs.  12  and  13),  the  average  diameter  beinu  of — 
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Potato-stai'cli 

S(^o-starcli 

Wheat -starcli 

Starch  from  C'licnojiodiinii  Qui 


.  0185  mm. 
.  O'OTll  „ 
.  O-O.'^O  „ 
.  0002  ,. 


Ktarch  is  insoluble  in  cold  water,  and  in  alcoliot  and  ether.  When 
it  18  heated  with  water  above  (J0°,  the  granules  burst,  and  iomi  a  thick 
mucilaginous  mass,  called  "  starcli -paste."  On  boiling  starch  with 
a  large  quantity  of  water  for  a  long  time,  the  particles  become  so 
finely  divided,  that  they  pass  througli  filter-paper,  and  on  continuing 
the  boiling  a  complete  solution  of  starch  is  effected.  When  alcohol 
is  added  to  the  clear  liquid  thus  obtained,  solulfe  atarch  is  precipitated, 
a  white  amorphoua  powder,  which  is  soluble  in  cold  water. 

Both  insoluble  and  soluble  starch  combine  with  iodine,  forming  a 
deep-blue  compound,  which,  when  heated  with  water,  becomes  colour- 
less ;  but  on  cooling  the  blue  colour  appears  again.  Bromine  imparts 
to  starch  an  orange  colour. 


WbtBt-aturcb. 


A  hot  solution  of  starch  is  precipitated  by  lime-water,  baryta- 
water,  and  basic  lead  acetate,  insoluble  compounds  of  starch  with  the 
oxides  being  formed. 

Cold  concentrated  sulphuric  acid  dissolves  starch  with  the  forma- 
tion of  amylura-sulpliuric  acid.  The  concentrated  nitric  acid  converts 
it  without  the  evolution  of  Rases  into  the  nitrate  Ci„H,gOB,N03  called 
a-i/loidin,  which  on  addition  of  water  is  precipitated  as  a  white 
powder.  The  dry  substance  burns  like  gunpowder,  and  detonates  by 
percussion. 

When  starch  is  heated  with  an  excess  of  acetic  anhydride  in  140°, 
it  is  converted  into  kexacdyl-amylum  C„Hi,(CjHjO)^Oj|j,  a  wliite 
amorphous  body ;  which  is  not  coloured  blue  by  iodine,  and  when 
treated  with  alkalis  is  resolved  into  starch  and  acetic  acid. 
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DEXTRIN. 

This  body,  which  is  also  called  British  Gum,  is  an  amorphous  white 
powder  or  gum-like  mass,  which  is  readily  soluble  in  water,  and 
occurs  in  small  quantity  in  plants  and  in  the  flesh.  It  is  obtained 
by  heating  starch  above  IdO"",  or  by  exposing  starch  moistened 
with  dilute  hydrochloric  or  nitric  acid  to  a  temperature  of  110*. 
Dextrin  is  also  formed  by  heating  starch-paste  to  TO"*,  and  adding  to 
it  an  infusion  of  malt,  or  boiling  it  for  a  short  time  with  dilute 
sulphuric  acid.  The  active  principle  of  malt  is  a  ferment  caUed 
"  Diastase/'  of  which  a  very  small  quantity  is  sufficient  to  convert  a 
very  large  quantity  of  starch  into  dextrin.  By  the  further  action  of 
diastase  or  sulphuric  acid  upon  dextrin>  it  assimilates  water,  and 
is  converted  into  dextrose. 

H9xa4ietyl'd€xtrin  Gyfi^^[Cfifi)fi^  is  obtained  by  heating  dextrin 
or  starch  with  acetyl  anhydride  to  IGO"" ;  it  is  a  white  amorphous  body, 
insoluble  in  water,  but  soluble  in  glacial  acetic  acid,  and  yielding 
again  dextrin  by  the  action  of  alkalies. 


GUMS, 

The  name  gum  is  used  to  designate  a  number  of  bodies  occurring 
in  many  plants;  they  are  all  amorphous,  more  or  less  soluble  in 
water,  and  insoluble  in  alcohol ;  on  boiling  them  with  dilute 
sulphuric  acid,  they  are  converted  into  a  glucose. 

(jfum-araiio  and  gum-senegal  are  the  produce  of  different  kinds  of 
acacia.  They  form  colourless  or  yellow  rounded  irregular  masses, 
which  are  more  or  less  transparent,  and  dbsolve  in  water  to  a  thick 
viscid  solution.  These  gums  consist  of  the  potash  and  lime  com- 
pounds of  Arabin,  To  prepare  this  compound,  a  little  hydrochloric 
acid  is  added  to  a  solution  of  gum-arabic,  and  the  arabin  precipitated 
by  alcohol.  It  is  a  white,  amorphous,  tasteless  mass,  which  when 
dried  at  100''  has  the  composition  C„Hj^jOio -f  H^O ;  ^^  150**  it 
becomes  anhydrous.  Nitric  acid  oxidizes  it  to  mucic  and  saccharic 
acids.  When  arabin  is  heated  with  dilute  sulphuric  acid,  it  is  con- 
verted into  arabinose  C^^^fip,  a  non-fermentable  sugar,  crystallizing 
in  rhombic  needles,  and  turning  the  plane  of  polarization  strongly  to 
the  right 

Cerasin  is  the  insoluble  part  of  the  gum  of  the  cherry-tree  and 
plum-tree,  and  is  also  found  together  with  arabin  in  beet-root ;  it  forms 
with  cold  water  a  thick,  mucilaginous  liquid.  A  similar  substance  is 
gum-tragacanth, 

MuciUige  occurs  in  many  plants,  as  in  the  kernels  of  the  quince, 
in  linseed,  in  salep  (the  roots  of  orchis  species^  in  the  root  of  the 
marsh-nudlow,  &o. ;  it  is  soluble  in  cold  water,  forming  a  thick,  more 
•?  less  opa<;iue  liquid 
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INULTN 

Occurs,  together  with  synanthrose  (page  287),  in  the  roots  of  Inttia 
ITelenium,  Helianthtcs  tuherosus,  &c.  It  is  a  light,  white  powder, 
wliich  is  sparingly  soluble  in  cold  water.  In  hot  wat^r  it  dissolves 
to  a  mucilaginous  liquid,  from  which,  on  cooling,  the  greater 
part  of  inulin  is  again  deposited  as  powder.  Iodine  imparts  a 
brown  colour  to  it.  By  boiling  with  dilute  acids  it  is  converted 
into  levulose. 


GLYCOGEN 

Is  a  white,  amorphous  powder,  resembling  starch,  and  occurring  in  the 
liver  of  several  animals,  and  in  the  tissues  of  the  embryo,  in  the 
yolk  of  egg,  and  some  mollusca.  It  dissolves  in  cold  water  to  an 
opalescent  liquid,  and  gives  a  brown  colour  with  iodine.  By 
the  action  of  ferments  or  dilute  acids  it  is  readily  converted  into 
dextrose. 


CELLULOSE,   OB  LIGNIN, 

Forms  a  large  proportion  of  the  solid  parts  of  all  plants.  The 
pure  substance  is  readily  prepared  by  treating  fine  linen  or  cotton 
with  dilute  potash-solution,  dilute  acids,  ether,  &c.,  to  remove  all 
adhering  impurities.  In  the  pure  state  it  is  perfectly  white,  exhibit- 
ing the  structure  of  that  part  of  the  plant  from  which  it  has  been 
obtained.  It  is  insoluble  in  water,  alcohol,  and  ether,  but  readily 
soluble  in  a  solution  of  cupric  hydroxide  in  anmionia.  On  adding  an 
acid  to  this  solution,  it  is  precipitated  as  an  amorphous  mass. 

Concentrated  sulphuric  acid  dissolves  it  in  the  cold ;  on  adding 
water  to  this  solution,  white  amorphous  flakes  separate  out,  which 
are  coloured  blue  by  iodine,  like  starch.  By  the  continued  action  of 
sulphuric  acid,  it  is  converted  into  dextrin  and  dextrose. 

If  unsized  paper  be  dipped  for  a  few  seconds  in  a  cold  mixture 
of  two  volumes  of  concentrated  sulphuric  acid  and  one  volume  of 
water,  and  then  washed  with  water  and  ammonia,  the  so-called  parch* 
vient  paper  is  obtained. 

By  the  action  of  concentrated  nitric  acid  on  cellulose,  it  is  without 
change  of  form  converted  into  a  nitric  ether,  the  composition  and 
properties  of  which  vary  according  to  the  mode  of  preparation. 

Gun-cotton  CigHi^O^fNOg)^. — To  prepare  this  body,  cotton-wool  is 
first  immersed  in  a  boiling  dilute  solution  of  potassium  carbonate, 
then  washed  with  water  and  well  dried.  It  is  now  steeped  for  a  few 
minutes  in  a  cold  mixture  of  one  part  of  concentrated  nitric  acid 
and  three  parts  of  oil  of  vitriol,  then  squeezed,  and  again  placed  in  a 
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fresh  acid  niixiuTe,  and  left  there  for  forty-eight  hours.  It  is  then 
aji[ain  well  squeezed,  and  washed  for  a  king  time  with  running  water, 
and  lastly  steeped  again  in  a  solution  of  potassium  carbonate. 

Gun-cotton  thus  manufactured  will  keep  without  change  for 
almost  any  length  of  time,  and  may  be  kept  under  water  for  safety's 
sake  ;  possessing,  after  drying,  all  its  original  properties. 

It  is  insoluble  in  water,  alcohol,  and  ether.  It  takes  fire  at  150% 
burning  away  rapidly,  but  without  explosion ;  but  when  ignited  in  a 
confined  space,  or  by  percussion,  it  decomposes  with  a  violent  detona- 
tion, the  action  of  which  equals  that  of  five  times  its  weight  of  gun- 
powder. The  products  of  its  decomposition  consist  principally  of 
nitrogen,  carbon  monoxide,  carbon  dioxide,  and  water. 

A  difterent  product  is  obtained  by  steeping  cotton-wool  in  a  warm 
mixture  of  two  parts  of  dry  saltpetre  and  three  parts  of  concentrated 
sulphuric  acid,  for  twenty-four  hours :  the  substance  thus  formed  is 
called  soluble  gun-cotton,  or  collodion-ivool ;  it  is  less  explosive,  and 
readily  soluble  in  a  mixture  of  ether  with  a  little  absolute  alcohol, 
forming  a  clear  solution  called  co//(9f7w?i,  which,  when  left  to  evaporate, 
dries  up  quickly  to  a  thin,  transparent,  adhesive,  waterproof  mem- 
brane, which  is  used  in  surgery  as  a  covering  for  wounds  and  bums. 
Collodion  is  also  largely  used  in  photography  to  cover  glass-plates 
with  a  transparent  membrane  containing  silver  salts. 

Collodion  wool  contains  less  NO3  than  gun-cotton,  but  its  composi- 
tion is  not  exactly  known ;  both  compounds  are  reconverted  into 
cotton-wool  by  acting  on  them  with  a  solution  of  a  ferrous  salt  or 
other  reducing  agents;  hydroxyl  replaces  the  group  NO3.  and  the 
latter  oxidizes  the  ferrous  salt,  and  nitric  oxide  is  given  off. 

By  the  action  of  strong  nitric  acid  upon  paper,  sawdust,  flax,  &c., 
explosive  bodies  resembling  gun-cotton  are  obtained. 

Woody  fibre  does  not  contain  free  cellulose  but  in  combination 
with  other  bodies.  Thus  finely-divided  pinevvood  {Pinus  abies),  after 
being  purified  by  exhausting  it  with  very  weak  acetic  acid,  hot  water, 
alcohol,  and  ether  (in  order  to  remove  colouring  matter,  resin,  &c.), 
yields  to  an  ammoniacal  solution  of  cupric  oxide  only  a  trace  of 
cellulose.  Its  composition  was  found  to  be  Cg^H^Ooi  J  ^^  boiling  it 
with  hydrochloric  acid,  dextrose  goes  in  solution,  and  an  insoluble 
residue  of  Li ff nose  CjgHggOj^  is  left  behind  : — 

CsH^Oa  +  2H,0  =  2C,H„0e  +  C^.H^^O,! 

Lignose  is  also  insoluble  in  an  ammoniacal  solution  of  cupric 
oxide,  but  is  converted  into  cellulose  on  boiling  it  with  weak  nitric 
acid  ;  besides  cellulose,  other  products  are  formed,  probably  belonging 
to  the  aromatic  group,  as  by  fusing  lignose  with  caustic  potash, 
pyrocaiechin  C^HgOg,  a  body  belonging  to  this  gi'oup,  is  formed. 

Pine-wood  may  therefore  be  regarded  as  a  kind  of  ether,  containing 
the  radicals  of  grape-sugar,  cellulose  and  pyrocatechin  : — 

CsoH^^O^  +  2H,0  +  0  =  2CeHi,0,  +  Gi,H^O,o  +  C„H„0, 
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The  stony  concretions  of  pears  principally  consist  of  glucodrupose 
Co^H^Ojg,  which  by  boiling  with  hydrochloric  acid  yields  dextrose 
and  dntpose  C^oHgo^a  >  ^^"^  ^^^  latter,  when  boiled  with  weak  nitric 
acid,  yields  cellulose,  whilst  on  fusing  it  with  caustic  potash  pyro- 
catechin  is  formed. 


TUNICIN. 

This  name  has  been  given  to  a  substance  which  has  the  greatest 
resemblance  to  cellulose,  and  appears  to  be  identical  with  it.  It 
occurs  in  the  mantle  of  Ascidia  (spec,  of  Cynthia,  Phallusia,  &c.), 
from  which  it  is  obtained  by  boiling  the  mantles  first  with  hydro- 
chloric acid,  and  then  with  caustic  potash.  In  concentrated  sulphuric 
acid  it  deliquesces  to  a  colourless  liquid,  which  on  boiling  with  water 
yields  a  glucose. 


FERMENTATION. 

Several  kinds  of  sugar  and  other  bodies  undergo,  under  certain 
conditions,  a  peculiar  chemical  change  called  fervientatian.  Fer- 
mentation is  always  caused  by  the  presence  of  a  ferment  or  a  sub- 
stance in  a  peculiar  state  of  decomposition.  Although  to  start 
fermentation  the  presence  of  a  ferment  is  necessary,  it  does  not  take 
part  in  the  decomposition  of  the  fermenting  substance.  The  products 
of  fermentation  vary  according  to  the  nature  of  the  fermenting  body,  aa 
well  as  according  to  the  nature  of  the  ferment.  Each  peculiar  kind 
of  fermentation  requires  a  certain  temperature,  and  it  is  nearly  always 
accompanied  by  the  development  of  certain  living  bodies  (infusoria 
or  fungi) ;  but  whether  the  growth  of  these  is  a  cause  or  a  consequence 
of  the  chemical  change  has  not  yet  been  decided. 

In  many  cases  fermentation  sets  in  without  bringing  a  ferment  in 
the  li([uid  ;  thus  grape-juice,  when  exposed  to  the  air,  soon  begins  to 
ferment,  because  it  contains  albuminous  substances  which,  in  contact 
with  the  air,  readily  undergo  decomposition  or  putrefaction,  and  are 
thus  converted  into  a  ferment. 

Vinous  Fermentation. — When  yeast  is  added  to  a  dilute  solution  of 
dextrose  or  another  glucose,  vinous  fermentation  speedily  sets  in ; 
whilst  a  solution  of  cane-sugar  undergoes  fermentation  only  slowly, 
the  cause  being  that  this  sugar  must  first  be  converted  into  in- 
verted sugar  before  fermentation  can  commence.  Vinous  fermenta- 
tion does  not  take  place  at  a  temperature  below  0°  or  above  35°,  and 
proceeds  most  rapidly  at  25°  to  30°.  The  presence  of  a  large  quantity 
of  acids  or  alkalis  prevents  fermentation ;  while  if  the  liquid  has  a 
faint  acid  reaction,  fermentation  proceeds  best.  The  chief  products  of 
vinous  fermentation  are  ethyl  alcohol  and  carbon  dioxide  : — 

CeH„Oe  =  2C2HeO  +  2C0, 
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A  small  quantity  of  sugar  is  at  the  same  time  converted  into  other 
products;  about  2*5  per  cent,  being  transformed  into  glycerin  and 
0*6  to  0*7  into  succinic  acid. 

The  yeast  which  is  formed  in  the  fermentation  of  the  juice  of  grape 
and  other  kinds  of  fruit,  and  of  malt-wort,  is  produced  from  soluble 
albuminous  bodies  contained  in  fruit  and  corn.  It  consists  of  one  of 
the  lowest  members  of  the  vegetable  kingdom  (TonUa  cerevisice),  and 
under  the  microscope  is  seen  to  be  made  up  of  little  oval,  transparent 
globules,  having  a  diameter  of  not  more  than  01  mm.,  and  often 
cohering  in  clusters  and  strings.  Tliey  are  propagated  by  budding, 
and  quickly  die  as  soon  as  they  have  reached  their  highest  state  of 
development.  In  contact  with  air  and  water,  yeast  soon  undergoes 
putrefaction. 

Lactic  Fermentation. — ^This  kind  of  fermentation  takes  place  by 
adding  putrefying  cheese  to  a  dilute  solution  of  glucoses,  cane-sugar^ 
milk-sugar,  or  gum,  and  exposing  it  to  a  temperature  of  25'*  to  35^ 

Acids  prevent  lactic  fermentation,  and  therefore  chalk  or  zinc 
oxide  is  added  to  keep  the  solution  neutral.  Together  with  lactic 
acid,  a  certain  quantity  of  mannite  is  always  produced,  and  also  a 
peculiar  microscopic  fungus  consisting  of  small  globules. 

Butyric  Ferinentation, — When  the  semi-solid  mass  of  calcium 
lactate  formed  in  lactic  fermentation  is  exposed  to  a  temperature 
above  36^  it  redissolves,  being  converted  into  soluble  calcium  buty- 
rate.  At  the  same  time  hydrogen  is  evolved,  and  a  living  micro- 
scopic organism  having  a  cylindrical  shape  and  a  length  of  about 
making  its  002  mm.  appears  in  the  liquid. 

Mucic  Fcnnentation. — Under  certain  conditions  which  are  not  quite 
understood,  dextrose  undergoes  mucic  fermentation,  the  products  of 
which  consist  of  lactic  acid,  mannite  and  a  kind  of  gum ;  a  micro- 
scopic fungus  in  the  shape  of  small  globules,  adhering  in  rings, 
making  its  appearance  at  the  same  time. 

Other  kinds  of  fermentation  will  be  found  under  the  head  of 
Glucosides. 


TERPEXES  AND  CAMPHORS. 

This  group  consists  of  a  number  of  compounds,  containing  ten 
atoms  of  carbons  in  the  molecule.  The  terpens  are  hydrocarbons, 
having  the  common  formula  C^^Hj^,  and  possessing  very  similar  che- 
mical properties,  whilst  their  physical  properties  vary ;  the  different 
compounds  having  different  boiling-points,  specific  gravities,  &c. 
Their  odour  also  varies  much,  and  most  of  them  are  optically  active ; 
some  turning  the  place  of  polarization  to  the  right,  others  to  the  left 
The  cause  of  this  physical  isomerism  is  not  yet  known. 
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The  camphors  contain  oxygen,  and  most  of  them  exhibit  the 
character  of  alcohols. 

Most  of  the  terpenes,  as  well  as  camphors,  exist  in  plants  as  essential 
or  volatile  oils. 


OIL  OF  TURPENTINE   C^qU^q. 

All  the  trees  belonging  to  the  order  Coniferse  contain  resins  and 
liquid  hydrocarbons ;  a  mixtui^  of  both  exudes  as  an  oleo-resinous 
juice  from  the  barks  of  these  trees,  and  is  called  turpentine.  When 
turpentine  is  distilled,  either  alone  or  with  water,  the  hydrocarbons 
volatilize,  and  resin  is  left  behind. 

Oil  of  turpentine  is  obtained  from  different  species  of  Pimts  and 
Ahies;  it  is  a  limpid,  mobile  liquid,  with  the  specific  gravity  0.89, 
and  boiling  at  160°.  It  is  almost  insoluble  in  water,  but  readily 
dissolves  in  strong  alcohol  and  glacial  acetic  acid;  with  ether  and 
absolute  alcohol  it  mixes  in  any  proportion.  Oil  of  turpentine 
dissolves  sulphur,  phosphorus,  resins,  and  many  other  bodies  which 
are  insoluble  in  water.  It  readily  absorbs  oxygen,  converting  it  into 
ozone,  which  gradually  oxidizes  the  oil,  forming  resinous  products. 

The  oils  of  turpentine  of  diflFerent  origin  exhibit  considemble 
divei^ities  m  their  optical  properties.  The  French  oil  (from  Finns 
maritima)y  as  well  as  the  oils  from  Pimis  Larix  and  Abies  pectinata, 
turn  the  plane  of  polarization  to  the  left,  whilst  English  turpentine- 
oil  (from  Fimis  australis)  turns  it  to  the  right. 

These  difierent  varieties  are  converted  into  new  optical  modifica- 
tions, by  repeated  distillation  or  by  the  action  of  acids.  It  also  appears 
that  the  oil  contained  in  the  plants  is  different  from  that  which  is 
obtained  by  distillation.  Thus,  on  distilling  the  young  branches  of 
the  pine  with  water,  an  oil  is  obtained  possessing  an  agreeable 
odour,  which  is  changed  into  that  of  the  common  oil  by  distilling  it 
over  potash. 

When  oil  of  turpentine  is  boiled  with  dilute  nitric  acid,  it  is 
oxidized  to  acetic  acid,  propionic  acid,  butyric  acid,  oxalic  acid,  terebio 
acid,  and  other  compounds.  Terdnc  add  C7Hi^j04  crystallizes  in 
colourless  prisms,  and  is  resolved  by  heat  into  carbon  dioxide  and 
pyroterehic  acid  CgHj^Oj  (see  page  270). 

I'erpin  or  Hydrate  of  Turpentine-oil  Ci^H^jjOj  +  H-O. — Oil  of 
turpentine  slowly  combines  with  water,  forming  terpin  ;  this  combina- 
tion takes  place  more  quickly  if  an  acid  be  present.  To  prepare  this 
compound,  eight  volumes  of  the  oil  are  mixed  with  two  volumes  of 
weak  nitric  acid  and  one  volume  of  alcohol ;  the  mixture  is  exposed 
to  the  sunlight,  and  frequently  shaken.  Terpin  crystallizes  in  large 
rhombic  prisms,  melting  at  100°  with  loss  of  one  molecule  of  water ; 
the  anhydrous  compound  sublimes  at  150°  in  needles.  It  is  sparingly 
soluble  in  cold  water,  but  dissolves  freely  in  alcohol  and  in  boiling 
water. 
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Terpinol  C^^  is  obtained  by  boiling  terpin  with  dilute 
hydrochloric  or  sulphuric  acids.  It  is  a  colourless  and  very  refractive 
oil,  smelling  like  hyacinths,  and  boiling  with  partial  decomposition 
at  IG8^ 

When  terpin  is  heated  with  alkalis  to  400^  it  is  converted  into 
tercbcntic  acid  CgllgoOg,  crystallizing  in  small  needles,  melting  at  90**, 
and  boiling  at  250"*. 

Terpenc  MoiwhydrochlmHde  Ci^H^^Cl. — When  hydrochloric  acid  gas 
is  passed  into  oil  of  turpentine,  two  isomeric  hydrochlorides  are 
produced.  One,  being  a  solid,  crystallizes  from  hot  alcohol  in  brilliant 
prisms,  melting  at  116°,  and  boiling  at  a  higher  temperature  with 
partial  decomposition.  This  body  has  a  strong  odour  resembling  that 
of  camphor ;  by  passing  its  vapour  over  quicklime  at  200**,  it  is 
resolved  into  hydrochloric  acid,  and  camphilene  Cj^jHjg,  a  liquid  which 
is  optically  inactive. 

The  second  hydrochloride  is  a  liquid,  which  by  distillation  over 
quicklime  yields  optically  inactive  camphileTie  Ci^Hj^.  The  liquid 
compound  is  easily  oxidized  by  nitric  acid,  which  does  not  act  on  the 
solid  modification. 

Terpens  Dihydroddoride  Cj^Hj^Clg  is  formed  when  oil  of  turpentine 
is  left  for  several  weeks  in  contact  with  fuming  hydrochloric  acid,  or 
when  the  gaseous  acid  is  passed  into  terpin  or  tei'pinol.  It  forms 
colourless  crystals,  and  yields  by  distillation  over  quicklime  a 
terpene,  smelling  like  rosemary. 

AH  these  different  terpenes  may  again  be  combined  with  hydro- 
chloric acid,  and  the  hydrochlorides  thus  formed  are  converted  into  new 
modifications  of  turpentine  oil  by  distilling  them  with  quicklime, 
but  all  yield  at  the  end  one  and  the  same  product,  called  tercbene 
CjqHjq.  The  same  body  is  produced  together  with  dieierebene  Cgollgg, 
when  oil  ot*  turpentine  is  treated  with  boron  fluoride  or  strong 
sulphuric  acid.  Terebene  has  also  been  obtained  synthetically  from 
amylene  C^IIj^,  which  by  the  action  of  sulphuric  acid  is  converted 
into  diamylene  C^^^o  (P*'^p>^  234).  By  heating  diamylene  dibromide 
with  alcoholic  potash,  it  yields  rutylene  Cj^jH^g,  and  the  dibromide  of 
this  hydrocarbon  again  loses  hydrobromic  acid  by  the  action  of  potash, 
and  is  converted  into  terebene. 

Terebene  is  a  mobile  liquid,  boiling  at  156°,  and  smelling  like 
thyme ;  it  is  optically  inactive,  and  forms  with  hydrochloric  acid  a 
semi-kydrochloride  {C^qH^q^^IH, 

By  the  action  of  chlorine  on  oil  of  turpentine,  substitution- 
products  are  formed,  which  ai*e  but  little  known.  When  chlorine 
is  passed  over  the  solid  raonohydrochloride,  a  yellow  liquid, 
Cj^HigCLHCl,  is  formed,  which  easily  splits  up  into  hydrochloric 
acid,  and  ictrachloroteipene  G^^^jZl^y  colourless  crystals  melting 
at  110°. 

When  bromine  is  added  to  well-cooled  oil  of  turpentine  or  terpinc, 
terpene  dibromide  CjQHi^jBr^  is  formed ;  it  is  a  heavy  oily  liquid,  and 
a  very  unstable  compound,  which  by  heating  it  with  aniline  to  180° 
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• 

loses  hydrobromic  acid,  and  is  converted  into  cymene  C^o^u*  ^^ 
aromatic  hydrocarbon  occurring  in  several  volatile  oils. 

Iodine  acts  violently  on  oil  of  turpentine ;  when  a  large  quantity 
is  added  at  once,  an  explosive  reaction  takes  place,  and  the  liquid 
frequently  takes  tire ;  but  by  adding  the  iodine  only  gradually,  and 
then  heating  the  solution  for  some  time,  cymene  and  hydriodic  acid 
are  formed. 

This  transformation  of  oil  of  turpentine  into  cymene  explains  its 
constitution ;  cymene  is  methyl-isopropyl-benzene  (see  Aromatic  Com- 
pounds), and  is  produced  by  abstracting  two  molecules  of  hydro- 
bromic acid  from  terpene  dibromide :  this  reaction  is  explained  by 
the  following  formulae : — 

Oil  of  Turpentine.  Terpene  Dibromide.  Cynione. 

CHg  CH.JJ  CHj 

CH  CH  0 

/\  /\  /X 

HC      CH  HC      CHBr  HC      CH 


HC      CH  HC      CHBr  HC      CH 

\/  \/  \y 

C  C  C 


HgC — CH — CH3  H3C — CH — CH3  H3C — CH — CH3 

Whether  terebene  has  the  same  constitution  as  oil  of  turpentine 
is  not  known ;  but  supposing  it  was  so,  the  synthesis  of  this  hydro- 
carbon from  amylene  may  also  easily  be  explained  : — 

Two  molecules  of  Amylene.  Terebene. 

CH3  CH3 

I  I 

CH  CH 

/\  /\ 

HC      CH3  HC      CH 


HC      CHj  HC      CH 

y  \/ 

CH  CH 

HgC— CH-CH3  H3C— CH— CH3 


TERPENES  FBOH  CITBCS  SPECIES. 


These  hydrocarbons  occur  chiefly  in  the  peels  of  the  fruit  of  these 
trees,  and  are  distinguished  by  their  fragrant  odour. 

Lemon-oil  from  the  fruit  of  Citrus  Limonv/m,  consists  principally  of 
citreni  C,pHjg,  boiling  at  170°,  and  turning  the  plane  of  ijQla.'sNaJi&issv^. 
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to  the  right  Its  chemical  properties  are  very  similar  to  those  of 
turpentine  oil ;  it  yields  a  solid  hydrate,  and  crystalline  hydrochlorides. 
With  bromine  and  aniline  it  forms  cymene.  Similar  terpeues  exist 
in  the  oiU  of  orange-peel,  bergamot,  &c. 


TEAPENES  FROM  OTHEB  SOURCES. 

These  hydrocarbons  are  (bund  in  a  great  number  of  volatile  oils, 
some  of  them  consisting  only  of  terpens,  such  as  oils  of  lavender,  juniper, 
copaiba,  cubebs,  pepper,  elemi,  and  the  camphor-trees.  Others  are 
mixtures  of  terpenes  with  acids,  as  oil  of  valerian  ;  or  with  aldehydes, 
as  oil  of  chamomile,  which  contains  augelicaldehyde.  A  great 
number  of  essential  oils  also  contain,  besides,  terpenes,  camphors, 
cymene,  or  other  aromatic  compounds. 


CAOUTCHOUC   AND   GUTTA-PERCHA. 

CaotUchouc  or  India-rubber  is  the  dried  milky  juice  of  several 
tropical  trees  {Ficus  elastica,  Jairopha  elastica,  Srphonia  Cahuchu,  &c.). 
The  fresh  juice  has  an  acid  reaction;  on  mixing  it  with  water, 
caoutchouc  separates  gradually  out  as  a  white  curdy  precipitate, 
which  dries  up  to  a  gum-like  mass.  The  black  colour  of  the  com- 
mercial article  is  due  to  the  effect  of  smoke ;  it  may  be  purified  by 
dissolving  it  in  chloroform,  and  precipitating  the  clear  solution  with 
spirits  of  wine.  It  consists  chiefly  of  a  mixture  of  hydrocarbons, 
polymeric  with  the  terpenes.  It  is  insoluble  in  water  and  alcohol ; 
with  ether  or  petroleum  it  forms  a  gelatinous  mass,  and  partially 
dissolves.  It  is  completely  soluble  in  oil  of  turpentine,  benzene, 
chloroform,  and  carbon  disulphide.  When  cold  it  is  hard  and  tough ; 
on  heating  it  becomes  soft  and  elastic ;  and  at  a  temperature  above 
the  boiling-point  of  water  it  melts,  but  on  cooling  does  not  return  to 
the  original  state,  but  remains  soft  and  viscid. 

It  is  much  used  for  the  manufacture  of  waterproof  and  elastic 
fabrics,  for  elastic  tubing,  &c.,  and  is  a  most  valuable  substance  for 
the  chemists,  as  it  is  only  affected  by  a  very  few  chemical  agents. 

Caoutchouc  combines  in  different  proportions  with  sulphur.  The 
so-called  mdcanized  India-rubber,  which  is  much  more  elastic  than 
common  caoutchouc,  is  obtained  by  mixing  the  latter  intimately 
with  sulphur  by  means  of  carbon  disulphide ;  it  contains  about  2 
to  3  per  cent,  of  sulphur.  By  mixing  it  with  about  half  its  weight 
of  sulphur,  it  is  converted  into  a  hard,  horny  mass,  called  "  Ebonite  " 
or  "Vulcanite,"  which  is  much  used  for  making  combs,  disks  for 
electric  machines,  &a 

By  destructive  distillation,  caoutchouc  yields  an  oily  liquid,  con- 
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taining  Isopropene  CgHg,  boiling  at  37^  and  caoutchene  Cj^j^  boiling 
at  17r. 

Gutta-percha  is  the  hardened  milky  juice  of  Isonandra  Outia,  a 
tree  growing  in  different  parts  of  India.  It  is  harder  and  less  elastic 
than  caoutchouc,  but  in  warm  water  it  becomes  quite  soft,  and  can 
then  be  formed  into  any  shape.  It  has  the  same  composition  as 
caoutchouc,  and  dissolves  in  the  same  solvents  as  the  latter.  By 
destructive  distillation,  it  yields  isopropene,  caoutchene,  and  a  heavy 
oil  called  heveene,  which  appears  to  be  polymeric  with  these  other 
hydrocarbons. 


CAMPHORS. 

Common  Camphor,  or  Japan  Camphor  Ci^HjgO,  is  obtained  in  China, 
and  Japan  by  distilling  the  branches  and  leaves  of  Lauras  Camphora 
with  water.  It  is  a  colourless,  crystalline,  translucent  mass,  having 
a  powerful,  peculiar  odour  and  taste.  By  sublimation  it  may  be 
obtained  in  brilliant  crystals.  It  melts  at  175°,  and  boils  at  204^ 
Camphor  is  only  sparingly  soluble  in  water,  but  freely  soluble  in 
alcohol  and  acetic  acid.  Small  pieces  thrown  on  water  move  about 
with  a  revolving  motion. 

When  camphor  is  heated  with  concentrated  hydriodic  acid,  several 
hydrocarbons  are  formed,  as  campholene  CgH^-,  a  liquid  boiling  at 
136°,  and  the  compounds  Ci^Hjg,  boiling  at  155  ,  and  Ci^Hj^.  By  the 
action  of  phosphorus  pentasulphide  on  camphor,  cymene  Cj^H^^ 
(page  300)  is  formed : — 

5C,oH,eO  f  P,S,  =  5CioHi,  +  PA  +  5SH, 

On  heating  a  solution  of  camphor  in  toluene  with  sodium,  two 
compounds,  called  sodium-camphor  CiQHjgNaO  and  sodium  camphylate 
CioHi7NaO,  are  produced : — 

2CioHieO  +  Na^  =  C^oHigNaO  +  CjoH^yNaO 

By  the  action  of  methyl  iodide  on  this  mixtui*e,  the  sodium  is 

CH  1    ' 

replaced  by  methyl,  and   methyl-camphor  p  tt  •  f  0>  a^d  camphyl- 

CH  ) 
methyl  ether  p  tt  *  r  0   are  produced.      Ethyl    iodide    acts    in   an 

analogous  way ;  ethyl-camphor  is  a  liquid  boiling  at  230°. 

When  the  mixture  of  the  two  sodium-compounds  is  heated  in  a 
current  of  dry  carbon  dioxide  to  100°,  the  sodium  salts  of  campho- 
carbonic  acid  C^^Hjfi.COJS  and  of  bomeol-carbonic  acid  CjqHj^O.COj 
are  formed.  On  dissolving  these  salts  in  water,  lactic  acid  is  de- 
composed, and  borneol  or  camphyl  alcohol  Cj^H^gO  separates  out : — 


GxoH 


JiT  Jco,  +  H,0  -  C\^„0  +  jS  }  CO, 
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Hydrochloric  acid  precipitates  from  the  filtrate  camphocarbonic 
acid,  which  separates  from  hot  alcohol  in  colourless  crystals,  meltinor 
at  119^  and  splitting  up  at  a  higher  temperature  into  carbon  dioxide 
and  camphor. 

MonocMorocamphor  C^QH^gClO  is  a  colourless,  crystalline  mass, 
which  has  been  obtained  by  the  action  of  hypochlorous  acid  upon 
camphor. 

Monobromocamphor  C^qH^^J^tO. — By  adding  bromine  to  a  solution 
of  camphor  in  chloroform,  camphor  dibromidc  Cj^Hj^OBrg  is  obtained 
in  colourless  crystals ;  it  is  a  very  unstable  compound,  and  readily 
resolves  into  hydrobromic  acid  and  monobromocamphor,  which  crys- 
tallizes in  colourless  prisms. 

Camphor  Nitrate  {0^^^fi)^jd^. — This  remarkable  compound  is 
produced  together  with  camphoric  acid,  when  camphor  is  boiled  for 
some  time  with  nitric  acid.  It  is  a  thick  oily  liquid,  having  a 
camphor-like  and  sour  smell ;  water  decomposes  it  into  nitric  acid 
and  camphor. 

Common  camphor  turns  the  plane  of  polarization  to  the  right ;  a 
compound  having  the  greatest  resemblance  to  it,  but  exerting  a  left- 
handed  rotatory  action,  is  contained  in  the  volatile  oil  of  Pyrethrum 
Parthcnium,  from  which  it  is  deposited  at  a  low  temperature  as  a 
crystalline  mass. 

Other  isomerides  of  camphor  occur  in  tlie  volatile  oils  of  artemisia, 
absinthium,  mentha,  pulegium,  and  other  labiate  plants,  and  also  in 
the  blue  oils  of  chamomile  and  galbanum. 

Bomeol,  Borneo  Camphor,  or  Camphyl  Alcohol  Cj^^HigO,  is  found  in 
the  old  trunks  of  Dryohalanops  Camphora,  a  tree  growing  in  Borneo, 
Java,  and  Sumatra,  and  has  been  obtained  by  the  action  of  sodium  on 
common  camphor  (page  303),  and,  together  with  campholic  acid,  by 
heating  camphor  with  an  alcoholic  potash  solution.  • 

Borneol  forms  small  transparent  crystals,  smelling  like  common 
camphor  and  pepper.  It  melts  at  198°,  and  boils  at  212°.  Nitric 
acid  converts  it  into  conmion  camphor. 

Borneol  is  a  monad  alcohol ;  on  heating  it  with  hydrochloric  acid, 
camphyl  chloride  Cj^HiyCl  is  formed,  a  body  resembling  solid  terpenc 
monohydrochloride. 

Camphyl-methyl  Bther  ^^Ji^^  ^0. — The    formation    of   this  com- 


^10^17  / 

mphor  has 


pound  from  common  camphor  has  already  been  described ;  it  is  a 
liquid  smelling  like  camphor,  and  boiling  at  194°*5. 

CHI 

Camphyl  Acetate  n^u  }l\0  is  obtained  by  the  action  of   acetic 

anhydride  upon  sodium  camphylate ;  it  is  a  colourless  liquid,  boiling 
at  230°,  and  possessing  a  camphor-like  odour. 

When  bomeol  is  heated  with  phosphorus  pentoxide,  it  is  resolved 
in  water,  and  Bonuetic  Cj^^H^^,  a  liquid  occurring  also  in  the  volatile 
oil  of  Laiinis  Camphora  and  oil  of  valerian.  By  leaving  it  in  contact 
with  potash  solution,  it  is  converted  again  into  bonieoL 
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LevO'bomeol  is  found  in  the  fusel  oil  of  spirits  from  madder-root ; 
it  possesses  all  the  properties  of  bomeol,  with  the  exception  that  it 
has  a  levo-rotatory  power,  whilst  bomeol  turns  the  plane  of  polariza- 
tion to  the  right. 

Geraniol,  or  Geranyl  Alcohol  Cj^HigO,  is  found  in  Indian  geranium 
oil.  It  is  a  strongly  refractive  liquicC  boiling  at  232'',  and  possessing 
a  very  agreeable  smell,  like  roses.  It  is  optically  inactive,  and  yields 
on  oxidation  valerianic  acid. 

Oeranyl  Chloride  C^QHiyCl  is  obtained  by  heating  geraniol  with 
hydrochloric  acid.  It  is  a  yellowish  liquid,  with  an  aromatic  smell. 
By  acting  on  it  with  the  potassium  salts  of  valerianic,  benzoic  or 
cinnamic  acids,  the  geranyl-ethers  of  these  acids  have  been  produced. 
They  are  oily  liquids,  possessing  an  aromatic  odour. 

OH) 
Digeranyl  EtJur  /^^^^ir^^  r  0,  a  liquid  boiling  at  about  190*    and 

smelling  like  peppermint,  is  formed  by  heating  geraniol  with  geranyl 
chloride. 

C  H    )  ' 

Geranyl  SiUphide  f}^ ^^"^  >-S  is  obtained  by  acting  with  geranyl 

chloride    on  an  alcoholic  solution   of  potassium  sulphide;  it  is  a 
yellow  liquid,  possessing  a  very  disagreeable  smelL 

When  geraniol  is  heated  with  zinc  chloride  or  with  phosphorus 
pentoxide,  it  is  resolved  into  water  and  Oeraniene  Cj^Hj^  a  limpid 
mobile  liquid,  boiling  at  163^  and  smelling  like  carrots. 

Other  isomerides  of  borneol  exist  in  the  oil  of  cajeput,  and  ot 
coriander. 

Menthol,  or  Menthyl  Alcohol  Ci^Hj^  O,  occurs  in  the  oQ  of  pepper- 
mint. It  forms  colourless  prismatic  crystals,  smelling  strongly  like 
the  plant.     It  melts  at  36%  and  boils  at  210°. 

*     Menthyl  Chloride  Cj^Uj^Cl  is  a  liquid  formed  by  heating  menthol 
with  hydrochloric  acid. 

When  menthol  is  heated  with  phosphorus  pentoxide,  Menthene 
Cj^jHig  is  produced,  a  liquid  boiling  at  163®. 

Uucalyptol  C^JEL^O  is  contained  in  the  leaves  of  JSttcalyptvs  globulus, 
a  tree  growing  in  Tasmania.  It  is  a  colourless  liquid,  boiling  at  176°, 
and  possessing  an  aromatic  smeU.  By  distilling  it  with  phosphorus 
pentoxide,  it  is  decomposed  into  water,  and  Eucalyptene  CjjHjg,  a 
liquid  boiling  at  165°. 

Patchouli  Oil. — This  substance  is  a  mixture  of  two  isomeric  sub- 
stances having  the  composition  CjgHjgO.  One  of  them,  called 
paichouli'Camphor,  crystallizes  from  the  oil  on  standing  in  hexagonal 
prisms,  melting  at  55°,  and  boiling  at  296°.  On  distilling  it,  or  the 
liquid  portion  of  the  oil,  with  zinc  chloride^  Patchovitnt  Cj^Hj^  a 
liquid  boiling  at  250°,  is  formed. 
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OXIDATION-PRODUCTS  OF  CAMPHORS. 

Campholic  Add  Cj^H^gOj- — ^This  monobasic  acid  is   formed  by 

heating    camphor  with    potash-lime    to  400**,  and,  together  with 

bomeol,  when  potassium  is  added  to  a  solution  of  petroleum,  at  130®. 

It  is  but  sparingly  soluble  in  water ;  from  alcohol  it  crystallizes  in 

prisms  melting  at  95°,  and  volatilizing  without  decomposition.  When 

campholic  acid  is  heated  with  phosphorus  pentoxide,  or  when   a 

campholate  is  subjected  to   dry  distillation,  campholene  C^^^  is 

produced,  a  liquid  boiling  at  130°. 

(  CO  OH 
Dextrocamphoric  Add  C^g^u  \  CO  OH  ^^  P^^^ced  by  the  action  of 

boiling  nitric  acid  on  camphor  or  campholic  acid.  It  is  sparingly 
soluble  in  cold  water,  more  freely  in  boiling  water,  and  forms  scaly 
crystals,  having  a  faint  acid  taste,  and  melting  at  175°.  On  distilla- 
tion, it  splits  up  into  water,  bltM,  camphoric  anhydride  CigH,^  <  qq  >  0, 

which  sublimes  in  long,  brilliant  needles,  melting  at  217°.  When 
camphoric  acid  is  fused  with  potash,  it  yields  volatile  fatty  acids  and 
pimelic  acid  CyHj-O^  (see  page  236). 

CaJdum  Camphorate  C8Hi4(COo)JCa  4-  SH^O  is  readily  soluble  in 
water,  and  forms  large  crystals.  When  it  is  neated  it  is  resolved  into 
calcium  carbonate  and  phorone  CgHj^O,  a  liquid  boiling  at  208°,  and 
yielding,  by  treatment  with  chromic  acid-solution,  carbon  dioxide, 
acetic  acid,  and  adipic  acid  CgHj^O^  (see  page  235). 

Levocamphoric    acid   has    been   obtained    from    the   camphor  of 
Pjjrethrum  PartJtenium ;  it  differs  from  common  camphoric  acid  by 
having  a  left-handed  polarization ;  both  active  acids  combine,  forming^ 
an  inactive  acid,  corresponding  to  racemic  acid. 

{CO  OH 
CO  OH  ^   ^^  oxidation-product   of 

camphoric  acid,  and  may  be  isolated  from  the  mother  liquors  obtained 
in  the  preparation  of  the  latter  compound.  It  is  readily  soluble  in 
water,  crystallizing,  with  one  molecule  of  water,  in  small  needles  or 
shining  prisms,  possessing  a  rancid  and  strongly  sour  taste.  The 
anhydrous  acid  melts  at  115°,  and  distils  at  a  higher  temperature 
without  decomposition.  Although  a  bibasic  acid,  it  forms  also  salts 
containing  three  equivalents  of  a  metal,  resembling  in  that  respect 
deoxalic  acid  (^page  240). 

r  CO  OH 

Oxycamphoranic  Add  CyH^fi^^  pqqtt  ^  obtained  by  heating 

crystallized  camphoronic  acid  with  bromine  in  sealed  tubes  to 
130°  :— 

C,H,,0,  +  HgO  +  Br,  =  C^H.^  +  2HBr 

It  is  freely  soluble  in  water,  and  crystallizes  on  slowly  evaporating 
the  solution  in  splendid  monoclinic  prisms,  containing  one  molecule 
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of  water.  The  anhydrous  acid  melts  at  210^  and  may  be  distilled 
without  decomposition. 

On  fusing  camphoronic  or  oxycamphoronic  acid  with  caustic 
potash,  butyric  acid  and  carbon  dioxide  are  produced. 

Camphor  and  its  derivatives  are  nearly  allied  to  the  aromatic 
compounds ;  for,  by  simply  abstracting  the  elements  of  water  from 
camphor,  we  obtain  ci/nune  or  Toethyl-isopropyl  benzene  (page  301). 
The  constitution  of  camphor  and  some  of  its  derivatives  can  be  ex- 
plained by  assuming  the  following  formulae : — 

Camphor.  Bomeol. 

C3H7  CgHy 


CH  CH 

HC   \h  HC      CH.OH 


\}0  II 
HC      CH                          •      HC      CH, 

\/  \y 

CH  CH 

I  I 

ClTj  CH3 

Campholic  Acid.  Camphoric  Acid. 


CH  CH 

/\  /\ 

HjjC      C.OH  HjC      CH, 


T>6 


HoC      CH  HoC      CHo 

\/  \/ 

CH  CH 

I  I 

CH3  COjH 


BESINS. 

The  terpenes,  when  exposed  to  the  air,  undergo  gradually  oxidation, 
become  more  and  more  viscid,  and  exhibit  an  acid  reaction ;  and 
at  last  are  converted  into  a  brittle,  amorphous  substance.  Such 
products  are  found  in  nature,  either  mixed  with  non-oxidized  hydro- 
carbons, being  called  balsams,  whilst  the  solid  and  brittle  products 
of  oxidation  of  the  terpenes  are  called  resins. 

The  resins  are  mixtures  of  weak  acids ;  they  dissolve  in  alkalis, 
forming  a  kind  of  soap. 

Common  iJmn,  or  Colophony,  is  left  behind  by  distilling  tv\Y^^^\>^\sNft. 


tiir 
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with  water.  By  exhausting  it  with  cold  alcohol,  sylvic  acid  Cj^Hj^Oj 
goes  in  solution,  which  on  evaporation  crystallizes  in  flat  needles, 
melting  at  129'',  and  solidifying  to  an  amorphous  mass.  It  is 
a  monobasic  acid,  forming  soluble  and  crystallized  salts  with  the 
alkali-metals,  whilst  those  of  the  other  metals  are  insoluble.  Besides 
sylvic  acid,  colophony  contains  the  isomeric  but  amorphous  pinie 
acid. 

A  third  isomeride,  called  pimaric  acid,  exists  in  galipot,  the  resin 
of  Pintts  maritima.  It  forms  crystals  melting  at  149°,  and  is  con- 
verted into  sylvic  acid  by  distilling  it  in  vaciu). 

Gopaibic  Acid  CjoHj^Og  occurs  together  with  a  diterpene  Cj^Hjj 
and  sylvic  acid  in  copaiba  balsam ;  it  crystallizes  from  alcohol  in 
transparent  prisms. 

Guaiaretic  Acid  Cj^jHjjgO^  is  a  chief  constituent  of  guaiacum,  and 
crystallizes  in  colourless  brittle  needles,  melting  at  77^.  Besides  this 
compound,  guaiacum  contains  other  resinous  substances,  and  guaiacic 
acid  CgHgOg.  which  is  soluble  in  water,  and  sublimes  on  heating. 
When  a  solution  of  guaiacum  ih  presence  of  an  alkali  is  acted  upon 
by  ozone,  nitrous  fumes,  chromic  acid,  ferric  chloride,  chlorine,  and 
other  oxidizing  agents,  it  assumes  a  fine  blue  colour. 

When  guaiacum  is  subjected  to  dry  distillation,  it  yields  gtuiiacene 
CgHgO,  a  liquid  smelling  like  bitter  almonds,  and  guaiacol  and  creosol, 
compounds  belonging  to  the  aromatic  group. 

Amber, — ^This  fossil  resin  occurs  on  the  shores  of  the  Baltic,  either 
in  the  sea  or  in  the  sand,  and  has  also  been  found  together  with 
lignite  or  brown-coaL  It  is  an  amorphous,  brittle  mass,  having 
a  yellowish  or  brown  colour;  on  heating,  it  melts  at  about  280^ 
giving  ofif  an  aromatic  vapour.  It  contains  free  succinic  acid,  a  resin 
soluble  in  alcohol,  and  amber-bitumen,  a  substance  insoluble  in  all 
solvents. 

Besides  these  resins,  there  exist  a  great  many  more,  most  of  which 
are  used  for  making  varnishes  and  for  other  purposes ;  but  they  have 
been  very  little  examined.  Many  of  them  contain  aromatic  compounds, 
or  yield  such  on  fusion  with  caustic  potash.  These  will  be  mentioned 
again  when  these  bodies  are  described. 


4*- 


AEOMATIC  COMPOUNDS. 

Tliis  large  group  has  obtained  its  name  from  the  fact  that  many  of 
its  members  occur  in  essential  oils,  balsams,  gum-resins,  and  similar 
bodies,  possessing  an  aromatic  odour. 

All  aromatic  compounds  contain  at  least  six  atoms  of  carbon  ;  they 
contain  a  common  nucleus,  in  which  the  six  carbon  atoms  are  linked 
together  in  such  a  way  that  six  combining  units  remain  unsaturated. 
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The  carbon  atoms  formiiig  the  aromatic  nucleus  are  united  together 
by  one  and  two  combining  units  alternately,  thus : — 

I, 

II     I 


The  most  simple  aromatic  hydrocarbon  is  benzene  C^H^  and  all 
other  compounds  belonging  to  the  group  are  derived  from  it  by 
replacing  hydrogen  by  other  elements  or  radicals 

When  one  atom  of  hydrogen  is  replaced  by  chlorine,  "we  obtain 
chlorohenzene  C-H^Cl  (formerly  ceiled  phenyl  chloride^)  eihody  diffeT- 
ing  from  the  chlorides  of  the  alcohol  radical  by  being  a  much  more 
stable  compound,  and  not  undergoing  double  decomposition  with 
silver  salts,  hot  alcoholic  potash,  or  ammonia.  Other  aromatic  com- 
pounds containing  chlorine,  or  other  halogen-elements  combined  with 
the  aromatic  nucleus,  show  a  similar  behaviour ;  the  chlorine,  &a, 
being  much  more  firmly  combined  with  the  carbon  than  in  the 
haloid  compounds  of  other  radicals. 

The  action  of  concentrated  nitric  acid  on  aromatic  compounds  is 
very  characteristic ;  they  are  converted  into  nitro-compounds,  such  as 
nitrobenzene  CgH^.NOg,  nitrochlorobenzene  CgH^Cl.NOg,  &c.  Beducing 
agents  convert  tnese  nitro-compounds  iiit»  amido-ccmpounds ;  thus 
nitrobenzene  yields  with  nascent  hydrogen,  amidobenzene  or  aniline 
CgHe.NHg ;  the  constitution  of  these  nitro-compounds  is,  therefore, 
similar  to  that  of  nitro-ethans  CjHg.NOj  (see  page  113). 

Nitro-etbano.  Nitrobenzene. 

0  o 

t 

Etbylamine.  AnUine. 

The  aromatic  amido-compounds  combine  with  acids  like  the  amines, 
and  are  acted  upon  by  the  iodides  of  the  alcohol  radicals  like  the 
latter,  forming  compounds  such  as : — 

Etbyl-amidobenzene.  Dietbyl-amidobenzene. 


Wn{?^^  c.h,n{^^» 


The  latter  compound  combines  with  ethyl  iodide,  forming  phenyU 
triethylammonium  iodide  ^[GJS^{C^^)^,  a  crystallized  salt,  which, 

1  Phenyl  is  tbe  name  given  to  the  monad  group  C«H«. 
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when  acted  upon  by  silver  oxide  and  water,  yields  the  corresponding 
strongly  alkaline  and  caustic  hydroxide. 

Whilst  in  these  reactions  the  amido-  compounds  show  the  greatest 
resemblance  to  the  compound  ammonias,  they  differ  from  the  latter 
in  several  respects;  thus  they  have  no  alkaline  reaction,  and  no 
ammoniacal  smell. 

Concentrated  sulphuric  acid  acts  on  aromatic  bodies  in  a  similar 
way  to  nitric  acid  ;  one  atom  of  hydrogen  combined  with  the  aromatic 
nucleus  being  replaced  by  the  monad  group  SOj-OH,  a  sulpho-acid  is 
formed ;  benzene  yielding  benzenesulphonic  acid  CgH5.SO2.OH. 

When  this  acid  is  fused  with  potash,  the  group  SOgH  is  replaced 
by  hydroxyl,  and  phenol  is  formed : — 

CeH5.S03K  +  KOH  =  SO3K2  +  CeH,.OH 

The  phenols  were  formerly  regarded  as  alcohols,  but  they  differ 
from  the  latter  compounds  in  many  respects.  By  oxidizing  agents 
they  are  not  very  readily  attacked,  and  yield  neither  aldehydes  nor 
ketones  or  acids.  They  have  the  character  of  weak  acids ;  the  hydro- 
gen of  the  hydroxyl  being  much  more  readily  replaced  by  a  metal  than 
this  is  the  case  in  the  true  alcohols. 

Thus  ethyl  alcohol  is  not  acted  upon  by  potash,  which  with  phenol 
readily  forms  water,  and  potassium  phenate  CgH^.OK. 

Another  characteristic  difference  between  alcohols  and  phenoLs  is 
found  in  the  action  of  concentrated  acids.  Hydrochloric  acid  and 
alcohol  yield  ethyl  chloride,  but  phenol  is  not  acted  upon  by  tliis  acid 
at  all.  Whilst  alcohol  is  converted  by  strong  nitric  acid  into  ethyl 
nitrate,  and  by  sulphuric  acid  into  ethyl  sulphuric  acid,  the  phenols 
yield  substitution-products,  such  as  nitrophenol  CgH^(N02)0H,  and 

phenolsulphonic  acid  CgH^  j  oh     * — 

C^H^.OH  +  SO2  {  gg  =  SO,  {  g^^g^  +  H^O 

CeH,.OH  +  SO,  {  OH  =  ^^2  {  c,H,.OH  +  "^0 

The  phenols  are  easily  reduced  again  to  the  corresponding  hydro- 
carbons  by  passing  their  vapour  over  red-hot  zinc-dust : — 

CeH^.OH  +  Zn  =  CgH^  +  ZnO 

When  amines  or  amides  are  acted  upon  by  nitrous  acid,  the  group 
NHg  is  replaced  by  OH  ;  by  the  same  reaction,  aromatic  aniido- 
compounds  may  be  converted  into  phenols;  the  reaction,  however, 
takes  place  in  two  stages.  Thus,  by  treating  aniline  nitrate  with 
nitrous  acid,  Diazohenzene  nitrate  is  formed  : — 

C,H,.NH,.HNO,  +  HNOj  =  C«H,N,.NO,  +  2H,0 
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These  diazo-compouuds  are  very  unstable  bodies,  and  the  different 
transformations  which  tliey  undergo  are  of  great  interest,  as  by 
means  of  them  a  very  great  number  of  derivatives  can  be  obtained. 
Thus,  on  boiling  a  diazo-compound  with  water,  a  phenol  is  formed : — 

CeH.N^NO,  +  H,0  =  CeH5.0H  +  N,  +  HNO, 

By  using  absolute  alcohol  instead  of  water,  the  group  Ng  is  replaced 
by  liydrogen,  the  alcohol  being  oxidized  to  aldehyde;  thus,  on 
treating  the  acid  sulphate  of  diazobenzene  in  this  way,  we  obtain 
benzene : — 

CeH,N^SO,H  +  C^HeO  =  CeHe  +  SO,H,  +  C,H,0 

By  acting  on  a  diazo-compound  with  strong  acids,  the  latter  take 
part  in  the  reaction ;  by  treating  diazobenzene  nitrate  with  nitric 
acid,  different  nitrophenols  are  formed,  whilst  hydriodic  acid  converts 
it  into  iodobenzene : — 

CeH5.N2.NO3  +  HI  =  CeH.I  +  N,  +  HNO3 

The  diazo-compounds  contain  the  dyad  group  Nj,  the  two  nitrogen- 
atoms  being  linked  together  by  two  combining  units  of  each ;  diazo- 
benzene is  therefore  a  monad  radical,  having  the  following  con- 
stitution : — 

By  the  action  of  oxidizing  agents  on  amido-compounds,  or  by  that 
of  weak  reducing  agents  upon  nitro-compounds,  a  class  of  bodies  is 
obtained  called  azo-compaii^ids,  in  which  two  aromatic  nuclei  are 
linked  together  by  nitrogen : — 

Amidobenzene.  Azobenzene. 

CeH^NH,  C,H,.N 

+  0,=  II  +2HjO 

The  aromatic  compounds,  containing  more  than  six  atoms  of  carbon, 
are  formed  by  replacing  hydrogen  in  benzene  or  its  substitution- 
products  by  organic  radicals.  Thus  the  most  simple  homologue  of 
benzene  is  Mdhyl-bemene  or  Toltume  CgHg.CHg,  a  hydrocarbon  which 
in  its  chemical  properties  exhibits  a  close  analogy  to  benzene,  yield- 
ing readily  substitution-products  with  chlorine,  nitric  acid,  sulphuric 
acid,  &c.  These  compounds  have  the  greatest  analogy  with  the 
benzene  derivatives  when  the  substitutions  have  taken  place  in  the 
aromatic  nucleus.  But  the  hydrogen  of  the  methyl  cau  also  be 
replaced  by  other  elements  and  radicals ;  and  thus  compounds  are 
formed,  which  have  the  closest  resemblance  in  their  chemical  properties 
with  the  derivatives  of  marsh-gas.  By  replacing  one  atom  of  hydrogen 
in  the  methyl  of  toluene,  a  series  of  compounds  is  obtained  containing 
the  alcohol-radical  Benzyl : — 
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TOLUENE,    METHYL- BENZENE  OR  PHENYL-METHANE. 


Monochlorotoluene. 


^6^6-C^8- 


■^8 


Cresol  or  Methyl-phonoL 

^«^«  {  CHj 

Nitrotolaene. 
Amidotolnene. 

^«^*  {  c§ 

Cresolswlphonic  Acid. 

—  • 


Benzyl  Chloride. 

C0Hg.CU2d 

Benzyl  Alcohol. 

C,H,.CH,OH 

Benzyl  Nitrite. 


CeH5.CH2.NO 


2 


Benzylamine. 

C,H5.CHj.NHg 

Benzylsnlphnric  Acid. 

CjHj.CHySO,H 

BeiKaldehyde.  ' 

C,H5.C0H 

Benzoic  Acid. 
CeH5.CO.OH 


The  number  of  aromatic  compounds  is  very  large,  and  amongst 
them  a  gi^eat  number  of  isomerides  occur.  Thus  we  have  the 
following  isomeric  hydrocarbons : — 


Dimethyl-benzene. 


CgHio 


■^8 


(Ethyl-benzene. 
CeHg.CjHj 


C9H12 


Trimethyl-benzene. 

CH. 


Methyl-ethyl-benzene. 


Propyl-benzene. 

CeHg.CjHy 


But  these  formulae  do  not  exhaust  the  number  of  isomerides,  as 
isomerism  in  the  aromatic  group  can  also  be  caused  by  the  different 
relative  positions  of  elements  or  radicals  combined  with  the  nucleus. 
Thus  we  find  that  dimethyl-benzene  exists  in  three  different  forms, 
the  cause  of  it  being  the  different  positions  of  the  two  methyls. 

If  we  represent  the  aromatic  nucleus  as  an  hexagon,  and  number 
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the  comers  where  the  carboD-atonis  are  supposed  to  be,  we  see  at 
once  that  three  isomeric  dimethyl-benzenes  may  exist :  — 

4 

The  methyl  groups  having  the  following  positions  :— 

1  :  2 
1:3 
1  :4 

No  further  different  positions  of  the  two  methyls  are  possible,  for 
1  :  5  =  1  :  3  and  1  :  6  =  1  :  2.       * 

The  hydrocarbon  CgHig,  which  we  have  represented  in  three 
isomeric  forms,  can  exist  in  eight  different  modifications.  There  are, 
first  of  all,  three  trimethyl-benzenps : — 

1:2:3 
1:2:4 
1:2:5 

Further,  there  can  exist  three  methyl-ethyl-benzenes  and  two 
propyl-benzenes,  one  containing  normal  propyl,  and  the  other 
isopropyl. 

As  the  isomeric  aromatic  hydrocarbons  have  generally  a  great 
resemblance  in  their  physical  properties,  it  is  of  the  greatest  impoi-t- 
ance  to  have  means  for  distinguishing  them  from  each  other.  This 
can  easily  be  done  by  studying  their  products  of  oxidations. 

By  heating  an  aromatic  hydrocarbon  with  very  dilute  nitric  acid, 
one  of  the  alcohol  radicals  is  first  oxidized  to  carboxyl;  methyl- 
benzene,  ethyl-benzene,  amyl-benzene^  &c.,  yielding  benzoic  acid. 
The  formation  of  this  acid,  therefore,  proves  the  existence  of  only  one 
alcohol  radical  in  an  aromatic  hydrocarbon. 

The  three  methyl-benzenes  as  well  as  ethyl-methyl-benzene  yiel 

isomeric  methyl-benzoic  acids  C^^  <  pQ ^^oi^i^d  diethyl-benzene  yields 

as  first  product  of  oxidation,  ethyl-benzoicacidCQ^A  rjo  Ah*  ^^ides 

these  monobasic  acids,  there  is,  at  the  same  time,  a  bibasic  acid 

(  CO  OH 
^6^4  I  CO  OH  ^'^^^®^»  which  is  obtained  in  larger  quantity  by  using 

stronger  oxidizing  agents,  such  as  a  solution  of  potassium  dichromate 
in  dilute  sulphuric  acid.  This  bibasic  acid  exists  of  course,  also,  in 
three  isomeric  modifications,  diflering  from  each  other  by  their  physical 
properties,  as  well  as  those  of  their  salts.  In  the  same  way,  a  hydro- 
carbon containing  three  alcohol-radicals  will  jrield  by  successive 
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oxidation  a  monobasic,  a  bibasic,  and  a  tribasic  acid,  one  alcohol- 
radical  after  the  other  being  oxidized  to  carboxyl. 

But  we  are  not  only  able  thus  to  fix  the  number  of  the  alcohol- 
radicals,  but  in  many  cases  we  are  in  a  position  to  determine  the 
relative  positions  of  these  radicals,  as  well  as  that  of  other  groups 
replacing  hydrogen  in  benzene,  as  the  following  examples  will 
show : — 

1 


^6^4 1  OH 


1,2. 
Hydroquinone. 


1,3. 
Pyrocatechin. 


1,4. 
Besorcin. 


C,H 


•{ 


I 
OH 


Ortho-iodophenol.     Meta-iodophenoL  Paniroidopbenol. 

Oxybenzoic  Acid.     P^/y^enzoic 


CgH^  ]  CO  OH  ^^'^^^y^^^  ^^^^ 


CeH*  I  cH 


Orthoxylene. 


^6^*1  CO  OH  PlithalicAcid. 


Acid. 
Isoxylene.  Methyl-toluene. 

Isophthalio  Acid.    Tere^thalic 

In  phthalic  acid,  the  two  carboxyls  occupy  the  positions  1,  2.  This 
we  know  from  the  fact  that  this  acid  is  obtained  by  the  oxidation 
of  naphthalene  CjAHg,  a  hydrocarbon  of  known  constitution,  and  in 
which,  as  will  be  snown  further  on,  two  carbon-atoms  are  linked  to 
two  adjoining  atoms  of  the  aromatic  nucleus. 

Isophthalic  acid,  belonging  to  the  series  1,  3,  is  obtained  by 
oxidizing  isoxylene ;  this  hydrocarbon  has  been  prepared  from  mesi- 
tylene  or  trimethyl-benzene,  in  which  the  three  methyls  have  the 
symmetrical  positions  1,  3,  5.  This  follows  from  the  formation 
of  mesitylene,  which  is  obtained  by  beating  acetone  with  sulphuric 
acid  (page  153),  three  molecules  losing  three  molecules  of  water,  and 
the  residues  joining  together  thus .: — 


CH 


/ 
CO 

/ 
CH. 


s 


CH 
\ 


3 


=  3H,0  + 


CO 
\ 


CII,— CO— CHj     CHj 


CH, 

/ 
C=CH 

/        \ 

HC  C 

CH.— C— CH 


'8 


CH 


8 


On  oxidizing  mesitylene,  we  obtain  monobasic  mesitylenic  acid 
CO.OH 

which,  when  heated  with  quicklime,  is  resolved  into 


CflHj 
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carbon  dioxide  and  isoxylene.  From  this  it  follows  that  in  isoxylene, 
as  well  as  in  isophthalic  acid,  the  two  radicals  have  the  positions  1,  3 
(=  1,  5  or  3,  5). 

Isophthalic  acid  is  also  produced  by  heating  a  mixture  of  the 
potassium  salts  of  formic  acid  and  sulphubenzoic  acid : — 

C.H*  {  cS^K  +  CO,KH  =»  CA  {  CO^  +  SO.KH 

Now,  as  on  fusing  sulphobenzoic  acid  with  potash  we  obtain 
oxybenzoic  acid,  it  is  obvious  that  the  latter  is  also  a  member  of  the 
second  series. 

We  know  now  the  constitution  of  phthalic  acid  and  isophthalic 
acid,  and  therefore  also  that  of  terephtbalic  acid,  in  which  the  car- 
boxyls  occupy  the  positions  1,4;  and  as  methyl-toluene  yields  on 
oxidation  terephthalic  acid,  the  methyl-groups  in  this  hydrocarbon 
have  the  same  position. 

Methyl-toluene  is  obtained  from  parabrometoluene,  which  on 
oxidation  yields  parabromobenzoic  acid;  and  on  fusing  the  latter 
compound  with  caustic  potash,  it  is  converted  into  para-oxybenzoic 
acid. 

When  the  potassium  salt  of  benzenedisulphonic  acid  is  heated 
with  potassium  cyanide,  the  nitrile  of  terephthalic  acid  is  produced ; 
and  by  fusing  benzenedisulphonic  acid  with  caustic  potash,  resorcin 
is  formed ;  the  latter  compound  is  also  obtained  by  the  action  of 
caustic  potash  on  para-iodophenol. 

Thus  the  constitution  of  all  the  members  of  the  fourth  series  is 
perfectly  made  out,  and  consequently,  also,  that  of  oi-thoxylene  and  of 
salicylic  acid ;  moreover,  the  latter  acid  readily  splits  up  into  water 

f  CO 

and  salicylic  anhydride  CgH^  i  n   "*"  whilst  its  isomerides  are  much 

more  stable ;  and  from  this  it  also  appears  very  probable  that  the  two 
side-chains  of  salicylic  acid  are  as  near  together  as  possible. 

Hydroquinone  differs  from  its  isomerides  by  readily  losing  two 
atoms  of  hydrogen,  when  treated  with  oxidizing  agents,  and  yielding 
quinone  CgH^Og,  which  by  nascent  hydrogen  is  very  easily  recon- 
verted into  hydroquinone. 

The  constitution  of  quinone  may  be  expressed  by  one  of  the 
following  formulae : — 

CO=CH— CH-  CH— CH— CO 
HC  HC 

yr\  //\ 

HC     C=0  HC     C— 0 

II  I      II      I 

HC     C=0  HC     C— () 

\/  X/ 

HC  HC 
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The  first  formula  is  very  improbable,  for  we  cannot  assume  that 
the  closed  chain  of  carbon-atoms  would  be  so  readily  broken  by 
oxidation  and  closed  again  by  reduction.  The  second  formula  has 
also  to  be  rejected,  because  a  compound  having  this  constitution 
would,  with  nascent  hydrogen,  yield  CgH^(0H)2,  just  as  acetone  gives 
secondary  propyl  alcohoL  Moreover,  when  tetrachloroquinone 
CgCl^Og  IS  treated  with  phosphonis  pentachloride,  it  is  not  converted 
into  CgClg,  which  compound  would  have  been  found  if  quinone  con- 
tained the  oxygen  combined,  as  shown  in  the  second  formula ;  but  the 
product  consists  of  hexachlorobenzene  C^Cl^.  Quinone  must  there- 
fore contain  the  dyad  group  qN-  Now,  as  the  two  isomerides  of 

hydroquinone  do  not  yield  by  oxidation  a  quinone,  the  oxygen- 
atoms  must  occupy  such  a  position  that  they  can  easily  combine 
with  each  other ;  and  this  will  most  readily  take  place  if  they  are 
close  together  as  possible,  or  occupy  the  positions  1,  2.  HydK>qui- 
none  is  obtained  by  fusing  ortho-iodophenol  with  caustic  potash,  and 
consequently  this  body  belongs  to  the  first  group,  and  meta-iodophenol 
and  pyrocatechin  to  the  series  1,  3. 

Although  the  aromatic  hydrocarbons  and  their  substitution-pro- 
ducts behave  in  most  of  their  reactions  like  saturated  compounds, 
yet  under  certain  conditions  they  can  be  made  to  combine  directly 
with  other  elements,  like  the  defines  and  other  non-saturated 
compounds. 

These  additive  products  still  contain  a  closed  chain  of  six  carbon- 
atoms  ;  the  connection  between  them  become  only  loosened.  From 
this  it  follows  that  no  more  than  six  monad  groups  can  be  added  to 
an  aromatic  compound,^  and  experience  has  proved  the  truth  of  this 
conclusion.  Thus  benzene  can  combine  with  one,  two,  or  three 
molecules  of  chlorine,  or  three  molecules  of  hypocblorous  acid, 
forming  the  following  compounds : — 

Benzene  Bichloride CgH^Clg 

Benzene  Tetrachloride CgH^Cl^ 

Benzene  Hexachloride      ....  CgH^Cl^ 

Benzene  Trichlorhydrate  ....  CgHgCl8(OH)3 

These  compounds  are  much  less  stable  than  the  products  of  substi- 
tution, and  are  again  readily  converted  into  compounds  in  which  the 
carbon-atoms  are  linked  together  in  the  same  manner  as  in  benzene 
itself. 

Thus,  on  treating  the  hexachloride  with  an  alcoholic  potash-solution 
it  is  resolved  into  three  molecules  of  hydrochloric  acid  and  one  of  tri- 
chloro-benzene.  In  these  reactions  benzene  behaves  exactly  like  ethene, 
which  combines  with  chlorine  to  ethene  dichloride — a  body  in  which 
the  two  carbon-atoms  are  linked  together  by  one  combining  unit  of 

^  Excepting,  of  course,  those  aromatic  compounds  which  contain  non-saturated  radicals 
as  side-chains. 
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eacli.  By  the  action  of  alcoholic  potash,  hydrochloric  acid  is  taken 
out,  and  chlorethene  CgHgCl  is  formed,  in  which  the  carbon-atoms 
are  again  linked  together,  as  in  ethene. 

Hydrogen  can  also  combine  with  aromatic  hydrocarbons,  but  only 
with  those  containing  alcohol-radicals.  The  number  of  atoms^  of 
hydrogen  combining  with  the  hydrocarbon  appears  to  depend,  not 
only  on  the  number  of  these  radicals,  but  also  on  the  relative 
positions. 

To  obtain  these  additive  products,  the  hydrocarbon  is  heated  in 
sealed  tubes  with  phosphonium  iodide  (a  compound  of  hydriodic  acid 
with  hydrogen  phosphide).  The  hydriodic  acid  is  the  reducing  agent, 
being  decomposed  into  hydrogen  and  iodine,  which  latter  is  imme- 
diately acted  upon  by  the  hydrogen  phosphide,  and  again  converted 
into  hydriodic  acid ;  this  change  going  on  until  at  last  only  phos- 
phorus iodide  and  red  phosphorus  are  left  behind. 

By  subjecting  benzene  to  this  reaction,  it  is  not  changed  even  at 
350°.  Methyl-benzene  combines  with  two  atoms  of  hydrogen, 
and  forms  the  hydrocarbon  C5H7.CH3.    Dimethyl-benzene  takes  up 

four  atoms  of  hydrogen,  yielding  C^Hg  \  ^  „',  and  trimethyl-benzene 

combines  with  six  atoms    of   hydrogen,    forming  the    compound 
(CH3 

(CH, 
There  exist  also  aromatic  acids  which  will  combine  with  hydrogen 

in  the  nascent  state. 


COMPOUNDS   WITH   SIX   ATOMS    OP   CARBON. 


BENZENE  CgH^^. 

Benzene,  or  Benzol,  is  a  colourless,  strongly  refractive,  and  mobile 
liquid,  boiling  at  81^  and  solidifying  at  0®,  to  colourless  crystals.  It 
has  a  density  of  0899  at  0^  and  of  0-878  at  20^  and  a  peculiar 
aromatic  odour.  It  is  very  inflammable,  burning  with  a  very  lumi- 
nous and  very  smoky  flame.  It  is  almost  insoluble  in  water,  but 
dissolves  freely  in  alcohol  and  ether.  It  dissolves  iodine,  sulphur, 
phosphorus,  fats,  resins,  and  many  other  compounds,  which  are 
insoluble  or  only  sparingly  soluble  in  water  and  alcohol ;  and  hence 
it  is  used  for  preparing  or  purifying  many  compounds. 

Benzene  has  been  produced  artificially  from  its  elements.  When 
acetylene,  which,  as  we  have  seen  (page  274),  may  be  formed  by  the 
direct  combination  of  carbon  with  hydrogen,  is  heated  in  a  long, 
narrow,  bent  bell-jar  to  a  temperature  at  which  the  glass  begins  to 
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soften,  it  is  converted  into  polymeric  modifications,  the  principal  of 
which  is  Tri'Ocetylene  or  Benzene : — 

HC  CH  HC— CH 


C     CH    =   HC     CH 

\   / 
HC=CH         HC=CH 

Benzene  is  also  formed  in  the  dry  distillation  of  many  oi*ganic 
substances,  and  is  contained  in  considerable  quantity  in  coal-naphtha 
(the  more  volatile  portion  of  coal-tar),  from  which  it  is  now 
almost  always  prepared.  The  oil,  after  treatment  with  sulphuric  acid 
and  caustic  soda,  is  submitted  to  fractional  distillation,  and  the 
portion  distilling  after  a  few  distillations  between  80°  to  85°  collected 
apart.  This  distillate  consists  principally  of  benzene,  but  contains 
yet  small  quantities  of  paraffins,  defines,  and  acetylene-hydrocarbons. 
On  cooling  it  down  to  12°,  the  benzene  solidifies,  and  is  puiified  from 
the  adhering  liquid  by  strong  pressure.  By  repeating  this  process, 
an  almost  pure  benzene  is  prepared.  It  is  now  manufactured  in  large 
quantity  for  the  preparation  of  aniline,  but  the  commercial  product 
jjways  contains  other  hydrocarbons  in  a  smaller  or  larger  quantity. 

A  very  pure  benzene  may  be  prepared  by  the  distillation  of  a 
mixture  of  one  part  of  bo^zoic  acid  with  three  parts  of  slaked 
lime : — 

C^HyCOgH  +  CaO  =  C^H^  +  CaCOj 

a  reaction  corresponding  to  the  preparation  of  marsh-gas  from  acetic 
acid. 

All  other  aromatic  acids  which  are  derived,  like  benzoic  acid,  from 
benzene,  by  hydrogen  being  replaced  by  carboxyl,  are  decomposed  in 
a  similar  way  by  heating  them  with  lime  : — 

Phthalic  Acid. 


Mellitic  Acid. 

CO,H 
COJI 

^«^CO*H      =      C,He  +  6C0, 
COjH 
COjH 

When  benzene  is  heated  with  .potassium  in  sealed  tubes  to  250°, 
the  two  bodies  combine,  and  form  potassmm-henzeiu,  a  bluish  black 
and  very  explosive  body. 
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SUBSTITUTION-PRODUCTS  OP  BENZENE. 

Monochlorobenzene  C-H^CL — To  obtain  chlorine  substitution-pro- 
ducts, chlorine  is  passed  into  benzene  in  presence  of  a  little  iodine,  the 
first  product  being  monochlorobenzene,  a  colourless  liquid,  smelling 
like  bitter  almonds,  and  boiling  at  138**.  The  same  substance  is  pro- 
duced by  the  action  of  phosphorus  pentachloride  upon  phenol. 

Monochlorobenzene  is  not  acted  upon  by  heating  it  with  silver  salts 
or  alcoholic  solutions  of  potash,  ammonia,  and  potassium  acetate. 
When  treated  with  sodium-amalgam,  it  is  reconverted  into  benzene. 

By  the  further  action  of  chlorine  upon  benzene,  the  following 
bodies  have  been  obtained ;  they  are  all  white  crystalline  solids : — 

Dichlorobenzene .    .  .  0^11^012  63°  ITl** 

Trichlorobenzene     .  .  CgH^Clj  17  206 

Tetrachlorobenzene  .  C^HgCl^  139  240 

Pentachlorobenzene  .  C^HClg  74  272 

Hexachlorobenzene  .  CgCl^  226  326 

Hexchlorobenzene  is  also  formed  when  the  vapour  of  chloroform 
CHClj,  or  tetrachlorethene  CCl^  is  passed  through  red-hot  tubes. 

Mondbramohenzene  CgH.Br  is  slowly  formed  by  mixing  bromine 
with  benzene,  and  exposing  the  mixture  to  the  daylight.  It  is  a 
liquid  resembling  chlorobenzene,  and  boiling  at  154°. 

Dibromohenzene  C^H^Brg. — When  benzene  is  heated  with  six  times 
its  weight  of  bromine,  it  yields  two  isomeric  bibromobenzenes,  which 
may  be  separated  by  fractional  distillation. 

Paradihromobenzene  crystallizes  in  large  colourless  prisms,  melting 
at  89°,  and  boiling  at  219°. 

Orthodtbromobenzene  is  a  liquid  boiling  at  213°,  and  solidifying  at 
a  low  temperature  to  crystals,  melting  at  —  1°. 

MetadibroToobeivzene  has  been  produced  by  converting  aniline  into 
dibromo-aniline,  and  acting  on  this  compound  with  an  alcoholic 
solution  of  nitrous  acid.  Metadibromobenzene  is  a  colourless  liquid, 
boiling  at  215°,  and  not  solidifying  even  at  —  28°. 

When  benzene  is  heated  with  an  excess  of  bromine,  the  higher 
substitution-products  are  formed,  which  are  colourless,  crystalline 
solids. 

Moniodobenzene  CgHgl. — Iodine  alone  does  not  act  upon  benzene, 
even  at  a  high  temperature ;  but  in  presence  of  iodic  acid,  substitu- 
tion-products are  formed.  Tlie  iodic  acid  acts  as  oxidizing  agent, 
taking  hydrogen  away,  in  which  place  iodine  enters.  At  the  same 
time,  a  considerable  quantity  of  carbon  dioxide  is  formed,  a  part  of  the 
benzene  being  destroyed  by  oxidation.  Moniodobenzene  is  a  colour- 
less liquid,  which  assumes  a  reddish  colour  on  exposure  to  the  light. 
It  boils  at  185^  and  is  as  stable  a  compound  as  chlorobenzena 

The  most  convenient  method  to  prepare  this  compound  in  quantity 
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consists  in  the  decomposition  of  a  salt  of  diazobenzene  with  hydri- 
odic  acid.  Substitution-products  of  benzene  are  also  produced  by 
treating  silver  benzoate  with  iodine  chloride  : — 

CeH,.CO,Ag  +  ICl  =  CeH.I  +  AgCl  +  CO, 

MonofluoheTtzme  CgH^F,  is  produced  by  distilling  fluobenzoic  acid 
with  quicklime.  It  is  a  scaly,  crystalline  mass,  melting  at  40**,  and 
boiling  at  ISC'.     Its-  odour  resembles  that  of  benzene. 

Nitrobenzene  C^HgNO,. — Benzene  dissolves  in  concentrated  nitric 
acid  with  the  evolution  of  heat ;  on  the  addition  of  water,  nitro- 
benzene is  precipitated  as  a  heavy  oily  liquid  : — 

CeHe  +  NO^OH  =  CeHJfO,  +  H^O 

Nitrobenzene  has  generally  a  brown  colour,  but  when  quite  pure  it 
is  a  pale  yellow,  strongly  refractive  liquid,  boiling  at  220°.  It  has  a 
burning  sweet  taste,  and  a  smeU  resembling  that  of  oil  of  bitter 
almonds,  and  of  cinnamon. 

IHnitrobenzene  CqB..QS0^2  ^  formed  by  boiling  nitrobenzene  with 
strong  nitric  acid,  or  by  acting  upon  benzene  with  a  mixture  of  con- 
centrated sulphuric  and  nitric  acids.  It  crystallizes  from  nitric  acid 
or  from  alcohol  in  long,  glistening,  colourless  needles,  melting  at  86''. 

When  mono-  or  dinitrobenzene,  or  other  nitro-compounds  are 
heated  with  potash,  they  are  decomposed,  }rielding  potassium  cyanide, 
and  other  products  which  have  not  been  examined. 

By  the  action  of  strong  nitric  acid  upon  the  substitution-products 
of  benzene,  already  described,  nitro-compounds  of  the  latter  are 
obtained. 

BenzenesulpTwnic  Acid  CgH-.SO2.OH. — ^When  benzene  is  shaken 
with  concentrated  sulphuric  acid,  it  is  dissolved  : — 

C,H,  +  SO,  {  ^g  =  CA-SO^OH  +  H,0 

On  neutralizing  the  diluted  solution  with  carbonate  of  barium  or 
lead,  the  excess  of  sulphuric  acid  is  removed,  and  the  solution  con- 
tains the  benzenesulphonates  of  these  metals.  To  obtain  the  free 
acid,  the  salts  are  decomposed  either  by  sulphuric  acid  or  hydrogen 
sulphide,  and  the  filtered  solution  is  evaporated.  Behzenesulphonic 
acid  forms  small  colourless  deliquescent  plates. 

Benzenesulphonic  Chloride  CgHg.SOgCl  is  obtained  by  the  action  of 
phosphorus  pentachloride  upon  sodium  benzenesulphonate ;  it  is  an 
oily  liquid  boiling  at  246**,  which  is  decomposed  by  boiling  water. 
By  the  action  of  ammonia  it  is  converted  into  Benzenesulplwnamide 
CgH5.SOo.NHo,  a  colourless  crystalline  solid. 

f  SO  OH 

BenzenedisiUphonic  Acid  CgH^-J  SO^OH    ^®  produced  by  heating 

the  monosulphonic  acid  with  fuming  sulphuric  acid.  It  forms  a 
crystalline  deliquescent  mass.  The  barium-salt  is  very  soluble  iu 
water,  but  the  lead-salt  less  so. 
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Benzene  Sulphoxide  or  Sidphohenzide  p^xT^  \  SOg. — To  obtain  this 

compound,  benzene  is  gradually  added  to  sulphur  trioxide.  It  is  a 
solid,  sparingly  soluble  in  water,  and  crystallizing  from  alcohol  in 
rhombic  plates. 

Benzenesulphonic  Acid  CgHySO.OH. — ^The  sodium-salt  of  this  acid 
is  produced  by  the  action  of  sodium  amalgam  on  an  etherial  solution 
of  benzenesulphonic  chloride.  The  free  acid  is  sparingly  soluble  in 
cold  water,  and  crystallizes  from  a  boiling  solution  in  large  brilliant 
prisms.  It  is  readily  oxidized  even  by  the  oxygen  of  the  air,  and 
converted  into  benzenesulphonic  acid. 

Substitution-products  of  benzenesulphonic  acid  are  produced  by 
the  action  of  sulphuric  acid  on  the  substituted  benzenes. 

Phosphenyl  Chloride  C^HyPClg  is  formed  by  passing  a  gaseous 
mixture  of  benzene  and  phosphorus  trichloride  repeatedly  through  a 
tube  heated  nearly  to  redness.  It  is  a  very  refractive  liquid,  boiling 
at  222°,  possessing  a  strong  pungent  smell,  and  fuming  in  the  air. 


AMIDOBENZENE,   OR  ANILINE,   C-H.-NH 


By  the  action  of  reducing  agents,  nitrobenzene  is  converted  into 
amidobenzene : — 

CgH^.NOg  +  3H,  =  CeH^-NHg  +  2H2O 

To  effect  this  reduction  on  the  small  scale,  nitrobenzene  is  gently 
heated  with  zinc  and  sulphuric  acid,  or  with  tin  and  hydrochloric 
acid;  a  rather  violent  reaction  soon  sets  in,  and  the  nitrobenzene 
dissolves  in  the  acid,  a  salt  of  aniline  being  produced.  Aniline  is 
also  formed  by  heating  nitrobenzene  m  ith  soda-solution,  and  arsenic 
trioxide  or  grape-sugar,  or  by  the  action  of  an  alcoholic  solution  of 
ammonium  sulphide  upon  nitrobenzene  : — 

CeH5.N02  +  3H2S  =  CeH5.NH,  +  2H2O  +  S, 

Aniline  occurs  also  in  the  heavy  oils  from  coal-tar ;  and  it  was  first 
obtained  by  distilling  indigo  with  caustic  potash.  (Anil  is  the 
Portuguese  name  for  indigo.) 

Aniline  is  now  manufactured  on  the  large  scale  from  commercial 
benzene,  which  is  first  converted  into  nitrobenzene  by  acting  on  it 
with  a  mixture  of  sulphuric  and  nitric  acids.  The  nitrobenzene  is 
mixed  with  acetic  acid,  and  iron  borings  or  turnings  are  gradually 
added  to  the  liquid  until  a  semi-solid  mass  is  formed,  which,  after 
adding  some  lime,  is  submitted  to  distillation  in  iron  retorts. 

Commercial  aniline  always  contains  amido-toluer.es  and  other 
bases. 

Aniline  is  a  colourless, refractive  liquid,  l.oiling  at  1  ST,  and  solidi- 
C  Y 
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fying  at  —  8°  to  a  crystalline  maas;  when  exposed  to  the  air  and  light, 
it  assumes  a  brown  colour.  It  has  a  peculiar,  not  unpleasant  smell, 
and  is  very  sparingly  soluble  in  water,  but  freely  in  alcohol,  ether 
and  benzene. 

With  acids  it  forms  salts,  most  of  which  crystallize  well. 

Aniline  hydrochloride  CgH5.NH2.ClH  crystallizes  in  needles,  which 
can  be  sublimed ;  with  platinum  chloride  it  forms  the  double  salt 
2(C-H5.NH2.ClH)  +  PtCl4,  which  crystallizes  from  water  in  yellow 
neeales.  The  hydrochloride  forms  also  crystallized  double-salts  with 
zinc  chloride,  stannic  chloride,  and  other  metallic  chlorides. 

The  nil  rate  CgH5.NH2.NO3H  crystallizes  in  large  rhombic  plates. 
The  sulphate  2(CgH3.NH2)SO^H2  is  a  white  crystalline  powder, 
tolerably  soluble  in  water,  less  in  alcohol,  and  insoluble  in  ether. 

With  oxidizing  agents  aniline  yields  very  characteristic  reactions. 
Thus,  when  a  solution  of  bleach  ing-powder  is  added  to  an  aqueous 
solution  of  aniline,  a  deep  purple  colour  is  produced,  which  after 
some  time  changes  into  a  dirty  red.  By  bringing  aniline  in  contact 
with  sulphuric  acid  and  potassium  dichromate,  the  liquid  assumes  a 
pure  blue  colour,  which  soon  disappears  again.  A  similar  colour  is 
produced  by  the  action  of  hydrochloric  acid  and  potassium  chlorate  ; 
it  also  soon  disappears,  and  a  dark-green  precipitate  is  formed. 

Aniline  combines  readily  with  the  iodides  and  bromides  of  the 
alcohol  radicals,  and  comports  itself  in  this  reaction  like  an  amine 
and  for  this  reason  it  was  formerly  called  phenylamin  e, 

{IT 
pxT  . — When  aniline  is  mixed  with  methyl- 
iodide,  a  violent  reaction  sets  in,  and  on  cooling  the  liquid  solidifies 
to  a  crystalline  mass  of  nuthylaniline  hydriodide.  The  free  base  is 
a  colourless  liquid,  resembling  aniline,  and  boiling  at  192°.  It  is 
also  produced,  together  with  dimethylamine,  by  heating  aniline  hydro- 
chloride with  methyl  alcohol  under  a  very  great  pressure : — 

CeH5.NH2.ClH  -h  CH3.OH  =  CgHg.NJ  Jjj  J  CIH  -h  H2O 
C,H5N  I  Jjj   I  CIH  +  CH3.OH  =  CeH5N(CH3)2ClH  -h  H.O 

r  H 

Ethylaniline    C^HgN  ■!  p  xr     boils    at    204°,    and    diethyl  aniline 

(  C  H 
CgHg-^  p'-TjS  at  213°.  The  latter  compound  combines  with  ethyl- 
iodide;  and  the  iodide  of  the  compound  ammonium  thus  fonned 
yields,  on  treatment  with  moist  silver  oxide,  the  strongly  alkaline 
and  caustic  triethylphenylammxmium  hydroxide  N(CQH5(C2H5)g)OH, 
which,  by  the  action  of  heat,  is  resolved  into  diethylaniline,  ethylene, 
and  water. 

CgHg 

rhtnylaniline    or    diphenylamin^t   ^^f,  V^    is    formed    when    a 

H 
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mixture  of  aniline  and  aniline  hydrochloride  is  heated  under  pres- 
sure. It  is  a  crystalline  solid,  melting  at  45®,  boiling  at  310°,  and 
possessing  a  pecidiar  smell,  like  flowers.  With  acids  it  forms  salts, 
which  are  decomposed  by  water.  With  nitric  acid  it  yields  an 
intensely  blue  liquid. 

Methyl-2>henyl-anUine  C^Hg  VN  is  formed  by  acting  with  methyl- 


CH3 


aniline  on  aniline  hydrochloride  at  280''  for  thirty-six  hours.  It  is  a 
liquid,  boiling  at  270**,  and  yielding,  when  heated  with  hexachlor- 
etheiie,  a  magnificent  blue-violet  colouring  matter. 

Diphenylaniline  or  triphenylamine  C^Hg  VN. — Potassium  dissolves 


readily  in  aniline,  forming  the  compounds  CgHg.NHK  and  CgH^.NKj, 
which,  when  heated  with  bromobenzene,  are  converted  into  phenyl- 
aniline  and  diphenylaniline.  It  is  a  solid,  crystallizing  from  petro- 
leum-spirit in  thick,  large  plates,  melting  at  126°,  and  boiling  at  a 
very  high  temperature.  It  has  no  basic  properties,  and  gives,  with 
oxidizing  agents,  blue  or  green  colorations. 


ANILIDES. 

Just  as  the  ammonium-salts  of  many  acids  are  resolved  by  heat 
into  water  and  an  amide,  the  salts  of  aniline  yield  by  the  same  re- 
action anilides. 

Formanilide  CgHg.N  -j  jt       is  produced  by  heating  aniline  with 

ethyl  formate,  as  well  as  when  aniline  oxalate  is  quickly  heated.  It 
forms  colourless  crystals,  melting  at  46°.  It  is  freely  soluble  in  hot 
water,  and  yields,  by  distillation  with  hydrochloric  acid,  benzonitrile 

f  CO  CH 

Acetanilide  CgHgN  -J  ^  '      «• — This  body  may  be  obtained  by  the 

action  of  acetyl  chloride  or  acetic  anhydride  upon  aniline,  or  by  the 
distillation  of  aniline  acetate.  It  is  sparingly  soluble  in  cold  water, 
and  crystallizes  from  a  boiling  solution  in  shining  plates,  melting  at 
106°,  and  boiling  at  292°.  It  dissolves  in  fuming  nitric  acid  with 
the  formation  of  nitro-acetanilide,  and,  by  the  action  of  chlorine  or 
bromine,  it  yields  substituted  acetanilides. 

(  NH  C  H 

Carbanilamide  or  phenyUurea  CO  <  -^W  ®    *  has  been  produced  by 

passing  the  vapour  of  cyanic  acid  into  well-cooled  aniline,  and  by 
evaporating  a  solution  of  aniline  sulphate  with  potassium  cyanate. 
It  is  almost  insoluble  in  hot  water,  and  crystallizes  from  a  boiling 
solution  in  white  needles. 

Carhanilide  or  diphenyl-urea  is  formed  together  with  ammonia  and 
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cyanuric  acid  when  phenyl-urea  is  heated,  and  it  is  also  obtained  by 
the  action  of  carbonyl  chloride  on  aniline,  and  by  heating  aniline 
with  urea : — 

2CANH.  +  CO  {  ^2;  =  CO  {  g5g;g»  +  2NH, 

It  crystallizes  in  silky  white  needles ;  is  insoluble  in  water  and 
volatilizes  on  heating. 

Ethyl  carbanilate  or  pheni/l-urethane  CO  -J  ^^p  tt*    ^is  found  when 

aniline  is  acted  upon  by  chlorocarbonic  ether  (page  118).  It  forms 
large  crystals,  and  boils  at  237°.  By  heating  it  with  phosphorus 
pentoxide,  it  is  resolved  into  ethyl  alcohol  and  carbanil  or  phenyl 

carhimide     \^i\\^f  ^  very  refractive  liquid,   boiling  at  163°,  and 

possessing  a  most  pungent  smell. 

When  this  body  is  brought  in  contact  with  a  little  triethyl- 
phosphiue,  it  is  converted  into  the  polymeric  diphenyl  dicarhimide 

(phenyl  dicyanate)  ^  mQ\   \  ^2>   forming    large    beautiful    crystals, 

melting  at  175°.  At  a  high  temperature  it  is  resolved  again  into 
two  molecules  of  carbanil.     It  combines  with  alcohol,  forming  ethyl 

diphenyUdlaphanate  CgHg.N  -j  riQ*Qri  ij  *  *  f  (see  page  120),  crystal- 
lizing in  fine  needles,  melting  at  98°. 

r  NH  C  IT 

StUphocarbanilide  CS  -J  nft  P^H*  ^^  produced  by  boiling  an  alcoholic 

solution  of  aniline  and  carbon  disulphide  as  long  as  hydrogen  sulphide 
is  given  off.  It  forms  iridescent  plates,  which  are  sparingly  soluble 
in  water,  more  freely  in  alcohol,  and  have  a  bitter  taste. 

Phenylsulphocarhimide  or  Phenyl  mustard-oil  ®p^  >  N. — To  pre- 
pare this  compound,  sulphocarbanilide  is  heated  with  fuming  hydro- 
chloric acid.  It  is  a  colourless  liquid,  boiling  at  222°,  and  smelling 
like  common  mustard-oil. 

Oxanilide  (C^H^g-NgHyCjOg  is  obtained,  together  with  formanilide, 
when  aniline  oxalate  is  heated.  It  is  insoluble  in  water,  and  sub- 
limes on  heating  in  shining  crystals,  melting  at  245°.  By  heating 
aniline  with  an  excess  of  oxalic  acid,  the  monobasic  oxanUic  acid 

CflH^N^  p  ^  Qlj  if*  formed,  which  is  soluble  in  wator. 

Cyananilide  C^H^N  ^  .^^  is  formed  by  passing  cyanogen  chloride 

into  a  solution  of  aniline  in  ether.     It  is  an  amorphous  mass. 

Melaniline  or  diphenyl-gimnidine  C(NH)(NH.CqH5)2  is  a  weak 
base,  forming  crystalline  salts,  and  is  produced  by  passing  cyanogen 
chloride  into  pure  aniline.  An  isomeric  compound  is  formed  when 
guanidino  hydrochloride  is  gently  heated  with  aniline.  The  Lsoinerism 
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of  these  two  compounds  is  most  probably  caused  by  two  phenyl  groups 

replacing  different  atoms  of  hydrogen  in  guanidine  C(NH)(N'Hj)2. 

f  jju"  rj  XT 
Carlotriphenyl'triamine  ox  tHplunyl-guanidine  GQSW)  \  ^in-A  \ 

is  a  mon-acid  base,  which  is  formed  by  the  action  of  tetrachloro- 
methane  CCl^  on  aniline.  It  is  a  crystalline  solid,  insoluble  in 
water,  and  forming  crystallized  salts. 

CyanUine  C2(NH)2(NH.GgH5). — On  passing  cyanogen  gas  into  an 
alcoholic  solution  of  aniline,  this  compound  separates  out  after  some 
time.  It  is  a  crystalline  solid,  combining  with  acids.  On  heating  it 
with  aqueous  acids,  it  is  decomposed  with  formation  of  ammonia,  and 
oxanilide  or  oxamide : — 

NKCeHg  NH.C^H5 


C.NH  CO 

I  +  2H2O  -  I  +  2NH3 

C.NH  CO 


NH.CeH5  NHCgHg 

Cyanohenzcne  or  Phenyl  Carbamine  CN.CgHg. — This  compound  is 
obtained  by  the  distillation  of  a  mixture  of  aniline,  chloroform,  and 
caustic  potash.  It  is  liquid,  boiling,  with  partial  decomposition,  at 
160°.  Its  colour  appears  blue  in  reflected  light,  and  green  by  trans- 
mitted light.  It  has  a  most  penetrating  odour,  like  other  carbamines. 
By  acids  it  is  decomposed  with  the  formation  of  aniline  and  formic 
acid. 


SUBSTITUTED  ANILINES. 

Monochloraniline  CgH^Cl.NH,  is  prepared  by  acting  with  strong 
nitric  acid  on  chlorobenzene,  and  treating  the  nitrochlorobenzene  thus 
formed  with  a  reducing  agent.  Monochloraniline  is  insoluble  in  cold 
water,  very  sparingly  soluble  in  boiling  water,  but  readily  in  alcohol. 
It  crystallizes  in  shining  octahedrons,  and  is  a  weak  base,  forming 
crystalline  salts. 

Dichloraniline  CgHgClg-NHj  and  triddoraniline  CgHjjCLNHg  are 
crystalline  solids,  having  no  basic  properties.  Trichloraniline  is  also 
formed,  together  with  small  quantities  of  the  two  other  chloranilines, 
by  the  action  of  chlorine  upon  aniline,  the  greatest  part  of  which,  how- 
ever, is  converted  into  a  dark  tarry  mass. 

Monobromaniline  C^H^Br.NHg  has  been  obtained  from  monobrom- 
benzene,  and  has  great  resemblance  with  chloraniliue. 

Dibrom-  and  tribromaniline  are  produced  by  the  action  of  bromine 
upon  aniline,  as  well  as  by  heating  nitrobenzene  with  hydrobromic 
acid  * 

CgHs.NOi,  +  6HBr  =  CeHj.NHj  +  SBrj  +  211^0 
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The  nitrobenzene  being  first  reduced  to  aniline,  free  bromine  is 
formed,  which  substitutes  hydrogen  in  aniline. 

lodanilinc  CgH^T.NHg  is  readily  formed  by  the  action  of  iodine 
upon  aniline,  but  it  is  not  produced  by  heating  nitrobenzene  with 
hydriodic  acid,  because  free  iodine  acts  only  upon  free  aniline,  but 
not  ou  its  salts.  lodaniline  is  a  weak  base,  crystallizing  in  white 
prisms. 

Qrthonitraniline  G^A  yr^^ — This  compound  is  not  formed  by 

the  action  of  nitric  acid  upon  aniline.  To  obtain  it,  an  anilide,  as 
acetanilide,  is  dissolved  in  strong  nitric  acid,  and  the  nitro-acetanilide 
thus  formed  boiled  with  potash-solution : — 

^-H*  {  mf^^'^  +  ^^^  =  ^«^*  {  NO  *  +  C,H,0,K 

Orthonitraniline  crystallizes  in  long  yellow  needles  or  plates,  melting 
at  146°  and  subliming  without  decomposition, 

Paranitraniline  G^A  yrrx^^ — This  isomeride  is  obtained  by  re- 
ducing dinitrobenzene  with  an  alcoholic  solution  of  ammonium 
sulphide.  It  forms  yellow  needles,  melting  at  110°,  and  subliming 
readily  on  heating. 

Paranitraniline  is  the  starting-point  for  a  series  of  substituted 
anilines,  which  are  isomeric  with  those  just  described.  To  obtain 
these  paranitraniline  is  converted,  first,  into  a  diazo-compound,  and 
this  decomposed  by  hydrochloric,  hydrobromic,  or  hydroiodic  acid. 
The  substituted  nitrobenzenes  thus  formed  are  then  reduced  by  a 
suitable  agent. 

Parachlor-  and  pdrahromaniline  are  liquids.  Para-iodaniline  crys- 
tallizes in  silvery  scales,  melting  at  25°. 

Metanitraniline, — By  the  action  of  nitric  acid  on  bromobenzene, 
two  isomeric  broraonitrobenzenes  are  formed,  one  melting  at  125°,  and 
the  other  at  38°.  When  the  former  is  treated  with  concentrated 
alcoholic  ammonia  for  twelve  hours  to  190",  it  is  converted  into  ortho- 
nitraniline, whilst  the  second  modification  yields  by  this  reaction 
metanitraniline ;  which  is  more  volatile  and  more  soluble  than  its 
two  isomeridesw  It  forms  yellow  needles,  melting  at  66° ;  its  aqueous 
solution  stains  the  skin  yellow. 

The  nitranilines  are  weak  bases,  forming  salts,  which  are  decom- 
posed by  water. 

Sulphanilic  Acid  or  Amidobenzene-sulphonic  Acid  G^HA  ^^  ^  „ 

— ^This  powerful  monobasic  acid  is  obtained  by  dissolving  aniliue  in 
fuming  sulphuric  acid.  It  is  not  freely  soluble  in  cold  water,  and 
crystallizes  from  a  hot  solution  in  rhombic  plates  containing  one 
molecule  of  water.  Its  salts  are  soluble  in  water,  and  crystallize 
well. 
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Thio-aniline  S  <  q^tt^Vtt*' — This  bi-acid  base  is  formed  together 

with  hydrogen  sulphide  by  heating  aniline  and  sulphur  together  with 
oxide  of  lead,  the  latter  being  added  to  remove  the  hydrogen 
sulphide  as  soon  as  it  is  formed,  because  it  has  a  decomposing  action 
on  thio-aniline. 

Thio-aniline  crystallizes  from  a  hot  aqueous  solution  in  long,  thin 
silky  needles,  melting  at  104° ;  when  more  strongly  heated,  they  are 
decomposed.  With  acids  it  combines,  forming  salts  which  all  crystallize 
very  readily.  On  adding  potassium  dichromate  to  the  solution  of  one 
of  the  salts,  violet  flakes,  soluble  in  alcohol,  are  precipitated.  Thio- 
aniline  dissolves  in  concentrated  sulphuric  acid,  forming  a  red  or 
blue  solution,  which,  when  poured  into  water,  yields  a  beautiful  red 
liquid. 


DIAMIDOBENZENES  C^H^  -|  j^jt 


Orthodiamidohenzene  is  formed  by  the  reduction  of  orthonitraniline  ; 
it  is  readily  soluble  in  water,  and  forms  colourless  crystals,  melting  at 
140°,  and  boiling  at  267° 

Paradiaviidobenzene  has  been  prepared  by  reducing  dinitrobenzene 
or  paranitraniline  with  tin  and  hydrochloric  acid.  On  decomposing 
the  hydrochloride  thus  formed  with  soda,  the  base  separates  out 
as  a  liquid,  which  gradually  solidifies  to  a  crystalline  mass.  It 
melts  at  63°,  and  boils  at  287°.  It  absorbs  oxygen  from  the  air,  and 
changes  soon  into  a  brown  mass. 

Metadiamidobenzene  is  obtained  from  metanitraniline.  It  forms 
brilliant  white  plates,  melting  at  99°  and  boiling  at  252°. 


TRUMIDOBENZENE   C^A  NHg. 


NH. 


When  triamidobenzoic  acid  is  heated,  it  is  resolved  into  carbon- 
dioxide  and  triamidobenzene,  a  crystalline  solid,  melting  at  104°,  and 
boiling  at  330°.  Its  concentrated  aqueous  solution  has  an  alkaline 
reaction,  and  gives,  with  ferric  chloride,  a  violet  precipitate,  which 
soon  turns  brown.  It  reduces  an  ammoniacal  silver  solution,  and 
^ives,  with  sulphuric  acid  containing  a  trace  of  nitric  acid,  a  deep 
blue  liquid.  Triamidobenzene  forms  crystalline  salts,  containing  two 
equivalents  of  an  acid. 

AZO-DERIVATIVES   OF  BENZENE. 

CHI. 

Azohe7izene  /-i^tt^  f  -^2  i^  obtained  by  distilling  nitrobenzene  with 

an  alcoholic  solution  of  potash.     In  this  reaction  the  alcohol  acts  as 
a  reducing  agent,  being  oxidized  to  aldehyde.     Azobenzene  is  also 
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produced  by  the  action  of  sodium  amalgam  on  an  alcoholic  solution 
of  nitrobenzene,  and,  but  in  a  small  quantity  only,  by  oxidizing 
aniline  hydrochloride  witli  potassium  permanganate. 

It  crystallizes  in  large  yellowish-red  plates,  melting  at  G6**'5,  and 
boiling  at  293^  and  possessing  a  feint  smell  of  roses.  Concentrated 
nitric  acid  converts  it  into  nitro-compounds,  and  sulphuric  acid 
dissolves  it  in  the  cold  without  acting  on  it ;  but  on  heating  the  solu- 
tion azobenzenesulpJumic  acid  CigH^NgSOgH  is  formed,  which,  as  well 
as  its  salts,  readily  crystallizes. 

Azobenzene  readily  combines  witli  bromine,  forming  azobenzene 
dibromide  C^H^qN^Bt^,  crystallizing  in  golden-yellow  needles.  Re- 
ducing agents,  as  ammonium  sulphide,  convert  it  into  hydrazobenzene 
C^^J^y^^^y  a  compound  which  is  also  obtained,  together  with  azo- 
benzene, by  the  oxidation  of  aniline  hydrochloride.  It  crystallizes 
in  colourless  plates,  smelling  like  camphor.  Oxidizing  agents  con- 
vert it  into  azobenzene,  and  by  distillation  it  is  resolved  into  aniline 
and  azobenzene. 

Dinitrohydrazohenzeiie  C^^^i^O^^^^  is  formed  by  the  action  of 
cold  ammonium  sulphide  on  dinitro-azobenzene.  It  crystallizes  from 
boiling  alcohol  in  large  yellow  needles,  melting  at  220** ;  by  heating 
above  this  temperature,  it  is  resolved  into  dinitro-azobenzene  and 
paranitraniline. 

Diamidohydrazohenzene  or  Diphenine  G^^Bl^(S11^^^^  is  a  yellow 
crystalline  base,  obtained  by  boiling  dinitro-azobenzene  with  alcoholic 
ammonium  sulphide.  By  the  further  action  of  reducing  agents,  it  is 
resolved  into  two  molecules  of  diamidobenzene. 

Azoxyhenzcne  C^^^^jd  is  formed  together  with  azobenzene  by 
reducing  nitrobenzene  w  ith  alcoholic  potash.  It  crystallizes  in  long 
yellow  needles. 

These  azo-compounds  are  bodies  standing  intermediate  between 
nitrobenzene  and  amidobenzene ;  their  constitution  is  explained  by 
the  following  formulae : — 

Nitrobenzene     ....     CgHg.NOg 


aH..N 


Azoxybenzene 


•         •         •  •  ^ 

Azobenzene -J  || 

(  C„H,.N 


> 


Evdi-azobenzciic 


■ic,H,.NH 
Amidobenzene  ....     C,Hj.NHj 
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DIAZOBENZEXE    COMPOUNDS. 

These  compounds  are  produced  by  acting  with  nitrous  acid  on  a 
salt  of  aniline  ;  thus  aniline  nitrate  yields  diazobtnzene  nitrate : — 

CeH^.NHgNOjjH  +  HNO^  =  C^H^Ng-NOj  +  2H2O 

The  monad  radical  diazobenzene  has  the  constitution  CeH5.N=N--; 
its  compounds  are  very  unstable  bodies,  and  easily  decomposed  by 
water,  absolute  alcohol,  and  acids.  Thus,  on  boiling  a  diazobenzene 
compound  with  absolute  alcohol,  it  is  reduced  to  benzene  : — 

CeH.N^NO,  +  C,H„0  =  C,H„  +  C,H,0  +  NO.H  +  N, 

When  it  is  boiled  with  water,  it  yields  phenol — 

CgHsNg-NOa  +  IlgO  =  CeH^.OH  +  NO3H  +  NO3H 

whilst  concentrated  hydriodic  acid  converts  it  into  moniodobenzene  : — 

CellsN^-NOg  +  HI  =  C^H,!  +  NO3H  +  N^ 

The  substituted  anilines  are  acted  on  by  nitrous  acid  in  precisely 
the  same  manner,  and  the  diazobenzene  compounds  are,  therefore,  of 
great  theoretical  interest;  as  by  means  of  them  not  only  a  large 
number  of  substitution-products  may  be  obtained  by  simple  reactions, 
but  also  the  positions  of  the  side-chains  in  isomeric  bodies  can  be 
fixed,  if  we  either  start  with  such  of  known  constitution,  or  if  we 
obtain  compounds  in  w-hich  the  positions  of  the  side-chains  have  been 
ascertained  by  other  reactions. 

Thus  paranitraniline  yields  diazobenzene  compounds,  which,  by  the 
action  of  hydrochloric,  hydrobromic,  or  hydriodic  acids,  are  converted 
into  the  corresponding  substituted  nitrobenzenes,  in  which,  as  well  as 
in  paranitraniline  and  paradiamidobenzene,  the  side-chains  occupy 
the  positions  1,  4,  inasmuch  as  the  paranitro-iododobenzene  thus  formed 
yields  by  reduction  para-iodaniline,  and  this  compound,  by  converting 
it  again  into  a  diazo-compound,  and  boiling  the  latter  with  water,  is 
transformed  into  para-iodophenol  (see  page  314). 

In  metanitraniline  and  metadiamidobenzene,  the  side-chains  have 
the  positions  1,  2.  This  follows  from  the  following  considerations: — 
Para-oxy benzoic  acid  belongs  to  the  group  1, 4  (see  page  314 ;  to  the 

same  group  belongs,  therefore,  para-amidobenzoic  acid  C^H^  -J  ^x^    » 

inasmuch  as  it  yields  a  diazo-compound,  which  by  boiling  water  is 
converted  into  para-oxybenzoic  acid.  The  amido-acid  can  yield  two 
nitro-compounds  :  in  one  of  these  the  nitroxyl  has  the  position  2  =  6 
and  in  the  other  3=5.  One  of  these  yields,  by  acting  on  it  with  an 
alcoholic  solution  of  nitrous  arid,  common  nitrobenzoic  acid  belong.- 
ing  to  the  group  1,  3 ;  consequently  in  the  correspo\\d\T^^\>^^-'t<2k-^sx«v^<5>- 
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benzoic  acid  the  groups  NHg  and  NOg  are  linked  to  two  adjoining 
carbon-atoms,  or  in  the  positions  3,  4  =  1,  2.  Now,  as  by  reduction 
this  nitro-acid  yields  a  diamidobenzoic  acid,  which,  by  the  action  of 
heat,  is  resolved  into  carbon  dioxide  and  metadiamidobenzene,  it 
follows  that  the  latter  compound  belongs  to  the  group  1,  2. 

As  we  know  now  the  constitution  of  two  diamidobenzenes,  we 
know  also  that  of  orthodiamidobenzene,  which,  as  well  as  its  deriva- 
tives, belong  to  the  group  1,  3. 

The  different  substituted  anilines  obtained  by  the  above  reactions 
can  again  be  transformed  into  diazo-compounds,  and  the  latter  into 
isomeric  dichloro-,  dibromo-,  or  di-iodobenzenes.  Now,  as  from  all 
these  bodies  new  nitro-  and  amido-compounds  may  be  produced,  and 
the  latter  again  converted  into  diazo-compounds,  it  is  readily  under- 
stood how  importsmt  the  diazo-compounds  are  from  a  theoretical  point 
of  view. 

Diazobenzene  Nitrate  CgllgNj-NOg. — To  prepare  this  compound, 
water  is  added  to  an  excess  of  aniline  nitrate,  and  nitrogen  trioxide 
passed  into  the  liquid.  The  solution  becomes  warm,  and  soon  the  salt 
appears  in  crystals,  the  yield  of  which  is  increased  by  adding  a  mix- 
ture of  alcohol  and  ether.  It  forms  colourless  needles,  sparingly 
soluble  in  alcohol,  and  insoluble  in  ether.  The  dry  salt  detonates  by 
heat  or  percussion  with  the  greatest  violence. 

Diazohemene  Sulphate  C^H^Ng.SO^H  is  obtained  by  decomposing  a 
concentrated  solution  of  the  nitrate  with  dilute  sulphuric  acid,  and 
adding  alcohol  and  ether  to  the  liquid.  It  crystallizes  in  colourless 
prisms,  and  is  very  explosive.  When  to  its  solution  a  solution  of 
platinic  chloride  in  hydrochloric  acid  is  added,  the  compound 
(CJE[gN2Cl)2  +  PtCl^  separates  in  fine  yellow  prisms. 

Viazobenzeruypotussox'ide  CgH^Ng.OIv. — This  compound  is  obtained 
by  adding  potash-solution  to  a  salt  of  diazobenzene.  It  separates  as 
a  yellow,  ouy  liquid,  which,  by  drying  on  a  water-bath,  solidifies  to  a 
crystalline  mass.  The  pure  compound  forms  small  shining  scales,  and 
is  readily  soluble  in  water. 

Diazd)enz€iU'ar(fentoxide  CgH^No-OAg  is  a  greyish-white  and  very 
explosive  powder,  w^hich  is  obtained  by  adding  silver  nitrate  to  a 
solution  of  the  potash-compound. 

Diazobenzene  Hydroxide  CgH^Xg-OH. — When  acetic  acid  is  added 
to  the  potash-compound,  a  yellow  oil,  possessing  an  aromatic  smell, 
separates  out,  which  appears  to  be  diazobenzene  hydroxide.  It  is  a 
most  unstable  body,  which  in  a  few  moments  decomposes  wuth  evolu- 
tion of  nitrogen  and  phenol. 

Diazo-amidobenzcne  Q^^^^^{Q.^r^  is  produced  by  adding  ani- 
line to  an  alcoholic  solution  of  diazobenzene  salt,  and  is  also  obtained 
by  passing  nitrogen  trioxide  into  a  cold  alcoholic  aniline  solution,  or 
by  adding  a  slightly  alkaline  solution  of  potassium  nitrite  to  a  solution 
of  aniline  hydrochloride.  It  is  insoluble  in  water,  and  crystallizes 
from  an  alcoholic  solution  in  goldun-yellow  scales.  On  heating,  it 
explodes.     It  does  not  combine  with  acids,  but  yields  with  platinic 
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chloride  and  hydrochloric  acid  a  crystallized  double  salt  (CigHuN,, 
CIH).  +  PtCl,. 

Amido-azohenzene  C^^^^C^^^^^ — This  compound  is  isomeric 
with  diazo-amidobenzene,  and  is  obtained  by  leaving  the  latter  in 
contact  with  alcohol  and  an  aniline  salt.  It  is  also  produced  by 
passing  nitrogen  trioxide  into  a  warm  solution  of  aniline,  and  by 
reducing  mononitro-azobenzene  with  ammonium  sulphide.  Amido- 
azobenzene  crystallizes  from  alcohol  in  yellow  needles,  which  sublime 
at  a  high  temperature ;  it  is  found  in  commerce  under  the  name  of 
Aniline^ellow,  It  is  a  weak  base,  forming  salt^  having  a  red  or 
violet  colour,  and  which  are  decomposed  by  water. 

On  heating  it  with  tin  and  hydrochloric  acid,  it  takes  up  hydrogen, 
and  is  resolved  into  Einiline  and  diamidobenzene  : — 

Ci,Hj,N,  +  2H,  =  C,H,N  +  CeH^N, 

This  reaction  sbows  that  it  has  the  following  constitution  : — 

C,Hj— N=N — CgHyNHj 
wliilst  the  isomeric  diazo-amidobenzene  is : — 

C,H5-N=N-NH.C,H, 

We  do  not  yet  know  why  diazo-amidobenzene,  when  in  contact 
with  an  aniline  salt,  undergoes  such  a  molecular  change ;  a  small 
quantity  of  the  latter  being  sufficient  to  transform  a  large  quantity 
of  diazo-amidobenzene  into  amido-azobenzene. 

Triamido-azobenzene  Ng  i  c*h**^|  \  .—The  hydrochloride  of  this 

base  forms  the  principal  portion  of  Fhenyleiie-hrrnvriy  a  colouring 
matter  used  for  dyeing  woollen  goods,  which  is  manufactured  by 
adding  a  solution  of  sodium  nitrite  to  a  cold,  dilute  solution  of 
paramidobenzene  hydrochloride.  The  mode  of  formation  of  this  base 
is  quite  analogous  to  that  of  aniline-yellow.  The  diazo-diamido- 
benzene,  which  is  first  formed,  undergoes  a  molecular  change,  and  is 
transformed  into  triamido-azobenzene. 

Diazo-diamidobenzene  H2N.CQH^.Nj.NH.CgH^.NH2 


Triamido-azobenzene    H2KCgH^.N2.CgH3  <  ^„ 


OXYBENZENES,   OR  PHENOLS. 

Mon^xi/benzene,  or   Common  Phenol    CgH^.OH. — This   compound, 
which  is  also  known  by  the  names  "  carbolic  acid  "  or  "  phenyl  alcohol," 
is  produced  in  quantity  by  the  destructive  distillation  of  coal,  wood, 
and  other  organic  substances.     It  occurs  in  small  quantity  vs\.\5i»ss«»^ 
urine,  and  in  the  urine  of  herbivorous  anim^€»,  «aA  m  Q,'^^\/3^^\iS3a., 
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Plienol  La8  been  obtained  synthetically  by  dissolving  acetylene  in 
fuming  sulphuric  acid,  and  fusing  the  sulpho-acid  thus  formed  with 
caustic  potash ; — 


3C2H.SO3K  +  3K0H  =  CeHfi  OH  +  2X^80^  +  K^SO 


3 


Phenol  is  manufactured  on  the  large  scale  by  agitating  heavy  coal- 
tar  oil,  boilhig  above  150°,  with  a  concentrated  soda-solution,  to  which 
some  solid  caustic  soda  is  added.  A  crystalline  magma  is  formed, 
whilst  neutral  oils  are  left  undissolved.  After  the  latter  have  been 
sepaiuted,  the  soda-compound  is  decomposed  with  hydrochloric  acid, 
and  the  impure  phenol  again  treated  with  a  quantity  of  soda,  which 
is  insufficient  to  dissolve  the  whole ;  phenol  dissolving  in  alkalis 
more  readily  than  cresol  and  other  homologues,  which  are  present  in  the 
crude  product.  The  solution  is  exposed  to  the  air,  in  order  to  remove 
impurities  which  are  easily  oxidized,  and  soon  separate  as  a  tarry 
matter.  The  clear  liquid  is  then  treated  with  hydrochloric  acid,  and 
the  phenol,  after  being  dried  over  calcium  chloride,  is  submitted  to 
fractional  distillation.  From  the  portion  boiling  below  190°,  phenol 
separates  out  in  crystals  on  cooling. 

Pure  phenol  may  also  bo  obtained  by  heating  salicylic  acid  (oxy- 
benzoic  acid)  with  quicklime ;  this  reaction  is  quite  analogous  to  the 
formation  of  benzene  from  benzoic  acid : — 

^'6^ A  CO.OH  "^  ^6^6-^^  +  ^^2 

Pure  phenol  crystallizes  in  long,  colourless  needles,  melting  at  42°, 
and  boiling  at  184°.  It  possesses  a  characteristic  odour  and  a 
pungent  and  caustic  taste,  producing  white  blisters  on  the  tongue.  It 
combines  with  water,  forming  a  crystallized  hydrate  2(CgHg.OH)+H20, 
which  by  distillation  is  again  resolved  into  water  and  phenol. 

Pure  phenol  remains  unaltered  in  the  air,  but  the  commercial  pro- 
duct soon  absorbs  water,  and  is  converted  into  a  red  liquid.  It  is 
much  used  as  a  disinfectant,  and  for  the  conservation  of  wood,  because 
it  possesses  the  property  of  preventing  putrefaction. 

Ferric  chloride  produces  in  an  aqueous  solution  of  phenol  a  violet 
colour;  and,  with  a  little  ammonia  and  a  solution  of  bleaching- 
powder,  it  yields  a  fine  blue  colour.  The  best  reagent  for  i)henol  is, 
however,  bromine- water  (6ee  tribromophenol). 

Mdhyl-pJienyl  Eihcr,  or  Anisol ^At  ^  \  0. — This  compound  was  first 

obtained  by  distilling  anisic  acid  with  baryta,  and  is  easily  prepared 
by  heating  potassium  phenate  with  methyl  iodide.  It  is  a  coloruless 
liquid,  possessing  an  aromatic  odour,  and  boiling  at  152°.  By  heating 
it  with  hydriodic  acid  to  130°,  it  is  lesolved  into  methyl  iodide  and 
plienol. 

Ethyl-phenyl  Ether,  or  Phcnetol  CgH^.O.CgH^  is  obtained  in  a  similar 
way  from  ethyl  iodide ;  it  is  an  aromatic  liquid,  boiling  at  172°. 
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CHOI 
Bthene-diphenyl  Ether  q^jj^q  \  CgH^  is  obtained  by  heating  ethene 

V       fi        J 

bromide  with  potassium  plienate.  It  is  insoluble  iu  water,  and 
crystallizes  from  ether  in  shining  scales,  melting  at  98°-5. 

Diphenyl  Ether  ^^  j-  0  is  formed  by  the  action  of  phenol  upon 

diazobenzeue  sulphate : — 

CeH,Nj.SO,H  +  CeH,.OH  =  g«2»  }  0  +  SO.Hj  +  N, 

6      6  X 

It  is  a  crystalline  solid,  possessing  an  agreeable  odour,  melting  at  28", 
and  boiling  at  246°.  This  ether  is  a  most  stable  compound,  which  is 
not  reduced  by  red-hot  zinc-dust,  and  not  acted  upon  by  chromic  acid, 
nor  altered  by  heating  it  with  concentrated  hydriodic  acid. 

CHI 

Phcnylphosphoric  Acid  t/    ^  r  PO^  is  formed  together  with  diphenyl- 

phosphoric  acid,  by  the  action  of  phenol  on  phosphorus  pentoxide. 

Triphenyl  phosphate  {C^U^^VO^  is  a  colourless,  crystalline  sub- 
stance, which  is  formed,  together  with  chlorobenzene,  by  the  distilla- 
tion of  phenol  with  phosphorus  pentachloride. 

r  oc  H 

Phenyl  Carbonate  CO  -j  rvp^xj*  is  produced  by  heating  phenol  and 

carbonyl  chloride  in  closed  tubes  to  140°  to  150°.   It  crystallizes  from 

alcohol  in  brilliant  silky  needles,  melting  at  78°.    On  heating,  it  gives 

off   an  agreeable  aromatic  odour,  and    sublimes   in  long  needles. 

With  potash  solution,  it  yields  potassium  carbonate  and  potassium 

phenate. 

C  H    1 
Phenyl  Acetate  or  Acetyl-phtnol  Ether  r^^^   >  0  is  formed  by  the 

action  of  acetyl  chloride  on  phenol,  and  has  also  been  obtained  by 
heating  anhydrous  lead  acetate  with  carbon  disulphide  and  phenol : — 

40,H,.OH  +  2(^j]Jjg  }  0,Pb)  +  CS,  =x 

<C;2:0  }  ^  )  +  2PbS  +  CO,  +  2H,0 

It  is  a  colourless  liquid,  possessing  a  peculiar  smell,  and  the  same 
index  of  refraction  as  soft  German  glass ;  if,  therefore,  such  a  glass 
tube  be  dipped  into  the  liquid,  it  becomes  invisible.  It  boils  at 
200°. 

Phenyl  Sulphydrate,  or  Tliiophenol  C^H^.SH — This  body  has  been 
produced  by  reducing  benzenesulphonic  chloride  with  zinc  and  dilute 
sulphuric  acid ;  and  it  may  also  be  prepared  by  the  action  of  phos- 
phorus pentasulphide  on  phenol.  It  is  a  colourless,  strongly  refractive 
liquid,  boiling  at  165°,  and  possessing  a  penetrating,  disagreeable  smell 
Like  other  mercaptanp,  it  forms  readily  metallic  compounds. 
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CHI 

Phenyl  Sulphide  p^u*  >•  S  is  formed,  together  with  thiophenol,  by 

the  action  of  phosphorus  pentasulphide  on  phenol,  and  is  also  pro- 
duced by  the  dry  distillation  of  sodium  benzenesulphonate.  It  is  a 
limpid  liquid,  boiling  at  2ii2^  and  possessing  a  disagreeable  alliaceous 
smell.    Nitric  acid  oxidizes  it  to  sulphobenzide. 

CHI 

Phenyl  Disulphide  p^Tr'*  f  Sg  is  obtained,  as  the  first  product,  when 

thiophenol  is  heated  with  dilute  nitric  acid,  and  forms  shining  white 

needles.    By  the  action  of  nascent  hydrogen,  it  is  again  converted  into 

thiophenol ;  and  by  boiling  it  for  a  long  time  with  nitric  acid,  it  is 

oxidized  to  beuzenesulphoiiic  acid. 

(  OH 
PhenolsulpJionic  Acid  C^lHi  i  gq  H  * — ^^^  isomeric  acids  having 

v  8 

this  composition  are  known,  both  being  formed  by  the  action  of  con- 
centrated sulphuric  acid  on  phenol.  When  a  solution  of  phenol  on 
sulphuric  acid  is  left  for  a  few  days,  the  chief  product  consists  of 
metaphenols^dphonic  acid,  and  only  a  small  quantity  of  paraphenol- 
sxdphonic  acid  is  formed ;  whilst,  on  heating  the  mixture  gently,  more  of 
the  latter  is  obtained,  and  by  exposing  it  to  a  temperature  of  100° — 
110°,  the  nieta-acid  is  completely  converted  into  the  para-acid. 

To  obtain  the  free  acids,  the  insoluble  basic  lead-salts  are  decom- 
posed by  hydrogen  sulphide,  and  the  solution  first  concentrated  on  a 
water-bath,  and  then  evaporated  in  vacuo ;  they  form  needle-shaped 
crystals.  The  meta-acid  is  not  easily  obtained  perfectly  pure,  as  on 
heating  its  solution  a  part  is  always  converted  into  the  para-acid. 
Both  form  crystalline  salts ;  those  of  the  para-acid  are  less  soluble  in 
water  than  the  nieta-salts,  and  crystallize  in  different  forms. 

The  side-chains  in  the  meta-acid  have  the  position  1,  3,  as  on 
fusion  with  potash  it  yields  pyrocatechin,  whilst  the  para-acid 
belongs  to  the  series  1,4;  as  by  fusing  it  with  potash  it  is  converted 
into  resorcin  (see  page  314). 

Phcnoldisulphonic  Acid  CgHj-J  OH     is  obtained  by  heating  phenol 

(  SO3H 
with  a  large  quantity  of  concentrated  sulphuric  acid  for  a  long  time. 
On  neutralizing  the  dilute  solution  with  barium  carbonate,  and  eva- 
porating the  filtrate,  the  barium  salt  GgH3.0H(SO.j)5jBa  +  41120  is 
obtained  in  large  prismatic  crj'stals.  The  free  acid  is  very  soluble 
in  water,  and  crystallizes  in  small  needles.  Phcnoldisulphonic  acid 
may  also  be  produced  by  decomposing  diazobenzene  sulphate  with 
concentrated  sulphuric  acid.  Ferric  chloride  colours  the  free  acid,  as 
well  as  its  salts,  ruby-red. 
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NITROPHENOLS. 

Mononitrophenol  CgH^(.N'02)0H  exists  in  three  isomeric  modifica« 
tions,  of  which,  however,  two  only  have  been  carefully  examined.  They 
are  formed  together  by  the  action  of  cold  nitric  acid  (of  20  per  cent) 
on  pure  phenol,  and  separated  by  submitting  the  mixture  to  a  current 
of  steam,  by  which  only  one  modification  is  volatilized.  The  volatile 
mononitrophenol  is  but  sparingly  soluble  in  water,  more  freely  in 
alcohol,  and  crystallizes  in  long,  transparent,  yellow  needles,  melting 
at  45"*,  and  boiling  at  214  \  It  has  a  sweet  taste,  and  an  aromatic 
odour. 

The  second  compound  has  been  called  orthonitroplienol  ;  it  crystal- 
lizes from  boiling  water  in  brilliant,  colourless  needles,  assuming  a 
red  colour  in  the  light.  It  melts  at  110*",  and  volatilizes  at  a  hifeh 
temperature. 

The  solutions  of  both  compounds  have  an  acid  reaction,  and  they 
decompose  carbonates ;  their  salts  crystallize  well ;  the  silver  salts 
are  insoluble  in  water ;  that  of  the  volatile  nitrophenol  has  a  deep 
orange  colour,  and  silver  orthonitrophenate  is  a  scarlet  precipitata 

a  Dinitrophenol  CgH3(N02)20H  is  obtained  by  acting  with  nitric 
acid  of  specific  gravity  137  on  orthonitrophenoL  It  crystallizes 
from  boiling  water  in  yellowish-white  striated  plates,  melting  at  114^ 
and  is  a  strong  monobasic  acid. 

fi  Dinitrophenol  is  formed  together  with  the  a  compound  and  trini- 
trophenol  by  the  action  of  nitric  acid  on  the  volatile  nitrophenoL 
The  two  dinitrophenols  are  separated  by  preparing  the  barium  salts^ 
which  are  repeatedly  re-crystaUized ;  barium  a  dinitrophenate  being 
much  more  soluble  than  the  salt  of  the  ^  compound.  )S  dinitro- 
phenol crystallizes  from  water  in  short,  pointed,  yellow  needles,  and 
from  benzene  in  long,  thick  needles,  melting  at  64°. 

Trinitrophenol  or  Picric  Add  G^Ji^O^jdK  is  the  final  product 
of  the  action  of  nitric  acid  on  phenol,  as  well  as  on  many  other  bodies 
containing  the  aromatic  nucleus,  such  as  salicin,  indigo,  gum-benzoin, 
balsam  of  Peru,  acaroid-resin,  aloes,  silk,  wool,  &c.  It  is  obtained  on 
the  large  scale  by  heating  phenol  with  nitric  acid  until  the  action 
ceases. 

Pure  picric  acid  crystallizes  from  water  and  alcohol  in  pale-yellow 
plates,  and  from  ether  in  tine  prisms,  melting  at  122°"5.  When  care- 
fully heated  it  sublimes,  but  on  heating  it  quickly  it  decomposes  with 
deflagration.  It  has  an  intensely  bitter  taste,  and  is  but  slightly 
soluble  in  cold  water,  and  more  freely  in  boiling  water. 

By  acting  on  it  with  a  solution  of  bleaching-powder,  it  yields 
chloropicrin  CCI3NO0  (see  page  102)  and  tetrachloroquinone  CCl^Og. 

Picric  acid  is  much  used  for  dyeing  silk  and  wool  yellow.  Its 
crystalline  salts  have  a  yellow  or  orange  colour. 

Potassium  picrate  V^U2{^02\OK  is  but  slightly  soluble  in  cold 
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water,  and  crystallizes  in  long,  shining  yellow  needles ;  by  heat  and 
by  percussion  it  explodes  with  an  extraordinary  violence,  and  is 
therefore  used  for  the  preparation  of  explosives. 

The  picrates  of  sodium,  ammonium,  barium,  and  silver  are  readily 
soluble  in  water. 

Ethi/l  picrate  CgH2(N02)30C2ll6  is  produced  by  the  action  of  ethyl 
iodide  upon  dry  silver  picrate.  It  crystallizes  in  long,  pale-yellow 
needles,  which  on  heating  first  melt,  and  then  decompose  with  a 
slight  explosion. 

By  the  action  of  phosphorus  pentachloride  upon  picric  acid,  trini- 
irochlorobenzene  €gH2(N03)j,Cl  is  obtained,  a  cr}'8talline  solid,  having 
an  aromatic  smell.  Ihis  compound  has  been  also  called  picryl  chloride, 
because  it  is  decomposed  by  water,  analogous  to  other  acid  chlorides, 
into  picric  acid  and  hydrochloric  acid. 

This  reaction  shows  how  the  character  of  an  aromatic  compound  is 
modified  when  hydrogen  is  replaced  by  nitroxyl.  Whilst  mono- 
chlorobenzeue  is  not  acted  on  by  caustic  potash,  its  trinitro-compound 
is  readily  decomposed  by  water. 

Triniiro-amidohenzenr,  or  Picramidc  {j^^i^O^^M^,  is  produced 
by  acting  with  ammonium  carbonate  on  picryl  chloride,  or  by  heating 
ethyl  picrate  with  alcoholic  ammonia.  It  crystallizes  from  glacial 
acetic  acid  in  glistening  yellow  plates,  melting  at  187°.  On  heating 
it  stronger,  it  decomposes  without  explosion  ;  and,  by  boiling  it  with 
caustic  potash,  it  yields  ammonia  and  potassium  picrate. 

Picric  acid  combines  with  aromatic  hydrocarbons,  forming  com- 
pounds which  are  distinguished  by  their  characteristic  colours 
or  crystalline  forms.  This  acid  is,  thei:efore,  often  used  for  the 
detection  or  separation  of  such  hydrocarbons.  Thus  on  dissolving 
picric  acid  in  hot  benzene,  the  compound  C^Hg  +  CgH2(N02)30H 
separates  out  on  cooling  in  pale-yellow  transparent  crystals,  melting 
at  149" ;  it  dissolves,  without  decomposition,  in  alcohol  and  ether ; 
but  when  exposed  to  the  air,  benzene  is  slowly  given  off,  whilst 
alkalis  decompose  it  at  once. 

Isopurpuric  Acid,  or  Picroct/ami^:  Acid  CgHgNgOg.— The  potassium 
salt  of  this  acid  is  formed  by  dissolving  picric  aci'i  in  a  solution  of 
potassium  cyanide : — 

CgllaNjO^  +  3CNK  +  2H2O  =  CgH.N.O^K  +  COgK,  +  NH3 

Potassium  isopurpurate  crystallizes  in  reddish-brown  scales,  having 
a  beetle-green  lustre,  and  dissolving  in  water  and  alcohol  with  an 
intensely  red  colour;  it  explodes  by  heat.  The  free  acid  is  not 
known,  but  a  great  number  of  salts  have  been  prepared.  The  am- 
monium salt,  which  is  obtained  by  double  decomposition  of  the 
potassium  salt  with  sal-ammoniac,  ha.s  the  greatest  resemblance  to 
ammonium  piirpurate  or  murexide,  and  is  used  for  dyeing.  Barium 
isopnrpurate  is  a  vermilion-rod  precipitate,  which  i>  snlnl'le  in  hot 
wattM*. 
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The  isopurpurates  are  decomposed  by  acids ;  the  liquid  gives  off  a 
pungent  smell ;  brown  flakes  separate  out ;  and  on  evaporating  the 
brown  solution  an  amorphous  residue  is  left  behind. 


AMIDO-COMPOUNDS   OF   PHENOL. 

r  OH 

Ortho-aniidophenol  C^H^  <  tt-^t  is  obtained  by  reducing  orthonitro- 

phenol  with  zinc  and  hydrochloric  acid.  It  is  a  brown  crystalline 
powder,  which  on  heating  sublimes,  with  partial  decomposition,  in 
white  needles ;  it  forms,  with  acids,  crystallizable  salts.  An  isomeric 
compound  is  produced  by  the  reduction  of  the  volatile  nitrophenol ; 
it  crystallizes  in  colourless  rhombic  plates,  which  readily  sublime  ;  it 
is  also  a  base. 

Diamidophenol  C^HjK  -j^u-^  has  not  yet  been  obtained  in  a  pure 

state. 

fNH, 
Dmitro-amidophenol  or  Picramic  Acid  CgH^K  OH     . — The  am- 

monium-salt  of  this  compound  is  formed  by  the  action  of  hydrogen 
sulphide  on  ammonium  picrate.  By  decomposing  it  with  hydro- 
chloric acid,  picramic  acid  is  set  free ;  it  crystallizes  in  brilliant  red 
needles,  melting  at  165'',  and  forms  red-coloured  salts. 


DIAZOPHENOL-OOMPOUKDS. 

The  chlorides  of  these  compounds  are  formed  by  treating  the 
hydrochlorides  of  the  two  amidophenols  with  alcohol  which  has  been 
saturated  with  nitrogen  trioxide. 

OrthodiazopTienol  chloride  CgH^(OH)NjCl  is  but  slightly  soluble  in 
alcohol,  and  crystallizes  in  long  colourless  needles.  The  second  diazo- 
phenol  chloride  dissolves  more  freely  in  alcohol,  and  forms  colourless 
rhombohedrons. 

Both  compounds  decompose  at  100^  with  a  slight  explosion,  and 
yield,  when  treated  with  concentrated  hydriodic  acid,  the  correspond- 
ing iodophenols.  When  they  are  heated  with  hydrochloric  acid, 
resinous  bodies  are  formed,  but  no  chlorophenols ;  the  latter  may, 
however,  be  obtained  by  submitting  the  platinum  double  salts  to  dry 
distillation. 

C  z 
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HALOID   SUBSTITUTION-PBODUCTS  OP  PHENOL. 

OrtJiochlorophenol  C^H^CLOH  is  the  first  product  of  the  action  of 
chlorine  on  phenol.  It  crystallizes  in  white  needles,  melting  at  4V, 
and  boiling  at  218^  It  possesses  a  faint  but  very  disagreeable  smell, 
and  is  very  caustic,  producing  white  blisters  on  the  skin.  An  isomeric 
compound  has  been  obtained  from  the  second  diazo-compound,  as 
above  mentioned.  It  is  a  thick  oily  liquid,  having  a  peculiar  aromatic 
odour,  and  boiling  at  about  ISO"". 

DidhloTophenol  CgHg-j  r^h   is  obtained,   together  with  trichloro- 

phenol,  by  the  action  of  chlorine  on  phenol  or  chlorophenol.  To 
separate  the  two  compounds,  the  mixture  is  treated  with  a  warm 
solution  of  sodium  carbonate,  by  which  only  the  trichlorophenol  is 
dissolved,  whilst  impure  dichlorophenol  is  left  behind  as  an  oily  liquid, 
which  is  purified  by  fractional  distillation  and  recrystallization.  It 
crystallizes  from  benzene  in  long  needles,  melting  at  43^  and  boiling 
at  209^ 

Trichlorophenol   CgHj-c  qA   crystallizes  in  thin  white   needles, 

melting  at  61^  and  boiling  at  244^  It  possesses  a  strong,  disagree- 
able odour,  and  is  a  monobasic  acid. 

f  CI 
TetrachloropJienol  C^H  -J  ^  A  is  not  known  in  a  pure  state. 

Pentachlorophenol  or  Perchlorophenol  CgCl^.OH  is  readily  obtained 
by  the  action  of  chlorine  on  a  mixture  of  phenol  and  antimony  tri- 
chloride. The  crude  product  is  purified  by  distilling  it  wuth  steam 
at  180** — 200°.  It  crystallizes  from  petroleum-naphtha  in  thin,  long, 
brilliant  needles,  melting  at  187°;  its  alcoholic  solution  colours  blue 
litmus  red.  At  the  common  temperature  it  is  odourless,  but  when 
heated  it  gives  oflf  a  very  pungent  odour,  and  its  dust  produces  violent 
sneezing.  Phosphorus  pentachloride  converts  it  into  hexachloro- 
benzene.  When  its  potassium  salt  is  heated,  it  is  resolved  into 
potassium  chloride  and  perchloroplienylene  oxhide  C^CLO,  which  is 
insoluble  in  alcohol  and  most  otiier  solvents,  but  dissolves  freely  in 
boiling  nitrobenzene,  and  crystallizes  on  cooling  in  flat  needles,  re- 
sembling benzoic  acid.  It  melts  at  320°,  and  boils  above  the  boiling- 
point  of  mercury.  As  this  compound  has  such  a  high  boiling-point, 
it  has  probably  the  following  constitution : — 

f  Br    . 

MLndbromophenol  C^H^  -J  qtt  is  obtained  by  dissolving  bromine  and 

phenol  in  glacial  acetic  acid,  and  gradually  mixing  the  well-cooled 
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solutions.  It  forms  large  colourless  crystals,  resembling  alum;  it 
melts  at  64°,  and  boils  at  236°. 

{Br 
qA  is  produced  by  the  further  action  of 

bromine,  and  forms  glistening,  white  crystals,  melting  at  40°,  and  sub- 
liming even  at  the  common  temperature. 

Tribromophenol  CgHj  -j  q^  is  obtained  as  a  crystalline  precipitate 

by  adding  bromine  water  to  an  aqueous  solution  of  phenol.  It  is 
quite  insoluble  in  water,  and  this  reaction  may  be  used  for  the  quan- 
titative determination  of  phenol,  as  well  as  for  detecting  small 
quantities  of  it — for  example,  in  urine,  or  in  drinking  water  fi-om 
wells  situated  near  gas-works,  &c.  Aniline  and  some  other  bodies 
give  similar  precipitates  with  bromine  water;  but  that  produced 
by  phenol  difl'ers  from  these  by  being  easily  reduced  to  phenol,  which 
can  be  recognized  by  its  characteristic  smelL  This  reduction  is 
readily  effected  by  treating  tribromophenol  with  dilute  sulphuric  acid 
and  sodium  amalgam. 

Tetra-  and  Pentahromophenol  are  also  known ;  both  are  crystalline 
solids. 

Moniodophenol  CgH^-}  qtt   exists  in  three  isomeric  modifications. 

The  two  of  these  are  formed  together  by  acting  with  iodine  and  iodic 
acid  on  an  alkaline  solution  of  phenol : — 

SCeHg.OH  +  21^  +  HIO3  =  5CeHJ.0H  +  SH^O 

OrthO'iodophenol  is  also  obtained  pure  by  boiling  diazo-iodobenzene 
sulphate  with  water.  It  forms  flat,  glistening  needles,  possessing 
a  faint  but  disagreeable  smell;  nitric  acid  decomposes  it  with  the 
separation  of  iodine. 

Meta-iodophenol  is  an  oily  liquid,  but  has  not  yet  been  obtained 
perfectly  pure. 

Para-iodophenol  has  been  prepared  from  the  diazo-iodobenzene 
sulphate  obtained  from  para-iodaniline.  It  crystallizes  in  needles, 
and  yields,  with  fuming  nitric  acid,  substitution-products,  without 
iodine  being  liberated.  The  same  compound  is  also  formed,  together 
with  a  small  quantity  of  its  isomerides,  by  acting  with  iodine  en 
phenol  in  the  presence  of  mercuric  oxide : — 

2CeH5.0H  +  2I2  -h  HgO  =  2CeHJ.0H  -h  Hgljj  +  H^O 

DI0XYBENZENE6. 

The  three  isomeric  dioxybenzenes  have  been  prepared  by  fusing  the 
iodophenols  with  caustic  potash  : — 


C.h4  OH  +  ^OH  =  ^'^4  OH  +  ^I 


z  2 
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Hydroquirume  is  prepared  by  heating  orthto-iodoplienol  witt  potash 
to  180''.  This  body  was  first  obtained  by  suspending  quinone  C^H-0, 
(see  below)  in  water,  and  passing  sulphur  dioxide  into  it  until  a 
colourless  solution  is  formed: — 

C,H,  {  g>  +  2H,0  +  SO,  =  C,H,  {  gg  +  SO.H, 

Hydroquinone  crystallizes  in  rhombic  prisms,  melting  at  172**,  and 
subliming  with  partial  decomposition  at  a  higher  temperature.  It 
exists  as  glucoside,  called  arhutin,  in  the  leaves  of  the  bearberry 
{Arbutus  Uva  ursi)  and  other  Ericacese ;  when  arbutin  is  boiled  with 
dilute  sulphuric  acid,  it  is  resolved  into  hydroquinone  and  dex- 
trose : — 

^«^^*  {  OCeH,,0,  +  H  }  ^  ==  ^«^*  {  OH  +  ^«^wO« 

Hydroquinone  does  not  yield  substitution-products  with  bromine 
and  chlorine,  because  these  elements  oxidize  it  first  to  quinone.  But 
substituted  hydroquinones  are  readily  formed  by  the  action  of  sulphur 
dioxide  and  water  on  chloro-  and  bromo-quinones. 

Dinitrohydroquinonc  C^Hj  -J  \yT(\\  • — By  the  action  of  concentrated 

nitric  acid  on  arbutin,  dinitroarbutin  is  formed,  which,  on  boiling  with 
very  dilute  sulphuric  acid,  is  resolved  into  dextrose,  and  dinitrohydro- 
quinone.  It  crystallizes  in  golden-yellow  plates,  dissolving  with  a 
blue  colour  in  alkalis. 

Quinone  C^H^-j  q>. — This  compound  was  first  obtained  by  oxi- 
dizing quinic  acid  CgH7(OH)^C02H  with  manganese  dioxide  and 
sulphuric  acid ;  and  it  is  also  formed  by  the  oxidation  of  hydro- 
quinone and  several  other  derivatives  of  benzene. 

Quinone  is  a  very  volatile  body,  subliming  readily  in  brilliant 
golden-yellow  needles,  possessing  a  suffocating  smell,  like  iodine.  It 
is  but  slightly  soluble  in  cold  water,  more  freely  in  boiling  water  and 
alcohol  and  ether;  the  solution  has  a  yellow  colour,  and  produces 
brown  stains  on  the  skin. 

r  O  OC  H  OH 

Quinhydrone,  or  green  Hydroquinone  CgH^  \  O  OP^TT*  OH'  ^^  formed 

by  the  incomplete  reduction  of  quinone  with  sulphurous  acid,  and  by 
the  direct  combination  of  quinone  and  hydroquinone.  It  is  also  pro- 
duced by  adding  chlorine-water  gradually  to  a  solution  of  hydro- 
quinone : — 

p  XT   f  OH  .  HO.CeH,.OH  .  op.       p  ^  j  O.OCeH,.OH  ^  .^p, 
CeH, I  OH  +  HO.CXOH        ^ "    '    ' \  O.OcIhJ.GH  +  ^^^ 

Quinhydrone  crystallizes  in  smooth,  long  needles,  possessing  a 
splendid  beetle-green  lustre,  and  a  faint  smell  of  quinone,  and  dis- 
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solving  in  hot  water,  with  a  brown  colour.  In  cold  water  it  is  almost 
insoluble,  and  by  boiling  water  it  is  resolved  into  hydroquinone  and 
quinone,  which  volatilizes  with  the  steam.  By  oxidation,  it  is  readily 
converted  into  quinone,  and  by  reduction  into  hydroquinone. 

Phenoquinone  CgH^-J  q'qp^o*- — ^n^  beautiful  body  is  produced 

by  boiling  an  aqueous  solution  of  one  part  of  pure  phenol  with  two 
and  a  half  parts  of  chromic  acid.  It  readily  volatilizes  with  steam, 
and  is  freely  soluble  in  water.  Ether  dissolves  it  from  its  aqueous 
solution,  and  on  evaporation  it  is  left  behind  as  a  crystalline  mass, 
which,  by  sublimation,  yields  long,  splendid  red  needles,  possessing  a 
green  metallic  lustre,  and  a  faint,  pungent  smell,  and  melting  at  71°. 
Phenoquinone  has  also  been  obttdned  by  the  action  of  phenol  upon 
quinone : — 

2CeH,  I  o>  +  HO.cX        '    '  \  O.OcIhJ  +  ^«^*  \  OH 

Monochoroquinone  CgHjClO/  is  obtained  by  the  action  of  chlorine 
on  quinone ;  it  forms  long,  yellow  needles,  which,  by  the  action  of 
sulphurous  acid,  are  converted  into  colourless  inonochlorhydroguinone 
C-H3Cl(0H)j„  a  compound  which  is  also  produced  by  evaporating  a 
solution  of  quinone  in  strong  hydrochloric  acid. 

Dichloroquinone  CgHgCl^Oj/'  crystallizes  in  large  yellow  prisms ;  by 
the  action  of  sulphurous  acid,  it  yields,  first,  heoccuihloroquinhydrone, 
which,  by  further  reduction,  is  converted  into  dichlorohydroquinone. 

TricIUoroquinone  C^HClgOn". — By  adding  a  mixture  of  phenol  and 
potassium  chlorate  to  dilute  nydrochloric  acid,  a  reddish-yellow  crys- 
talline mass  is  obtained,  consisting  of  a  mixture  of  trichloroquinone 
and  tetrachloroquinone.  To  separate  them,  they  are  reduced  by  means 
of  sulphurous  acid,  and  the  chlorinated  hydroquinones  exhausted 
with  boiling  water,  which  only  dissolves  trichlorohydroquinone,  which, 
by  oxidation,  is  reconverted  into  trichloroquinone,  crystallizing  in 
large,  thin,  yellow  plates,  melting  at  163",  and  easily  subliming. 

Tetrachloroquinone,  or  Chloranil  GJSlfiJ'. — This  body  is  produced 
(generally  together  with  trichloroquinone)  oy  the  action  of  potassium 
chlorate  and  hydrochloric  acid  upon  all  substances  which  yield  picric 
acid,  when  boiled  with  nitric  acid. 

It  crystallizes  in  brilliant,  golden-yellow  scales,  which  are  insoluble 
in  water,  slightly  in  cold  and  freely  in  hot  alcohol,  and  sublime  at  a 
high  temperature.  It  is  a  very  stable  compound,  and  not  acted  upon 
by  concentrated  sulphuric  acid,  nitric  acid,  and  aqua  regia.  On  heat- 
ing it  with  phosphorus  pentachloride,  it  is  converted  into  hexacMoro- 
bmzene  CgCL.  By  boiling  it  with  a  solution  of  sulphurous  acid,  ii 
yields  tetracnlorohydroquinone  or  cJdorohydranil,  small  white  plates, 
which  are  insoluble  in  water. 

Chloranilic  Add  0^.01202"  -j  qit- — Chloranil   dissolves    in    dilute 
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warm  potash-solution  with  a  red  colour,  and  on  cooling  purple  needles 
of  potassium  chloranilate  crystallize  out — 

C^Glfi%  +  4K0H  =  CeCljO  J  Q^  +  2KC1  +  2H,0 

By  decomposing  this  salt  with  sulphuric  acid,  chloranilic  acid  is 
obtained  in  small  reddish-white  plates,  which,  after  drying,  assume 
the  colour  of  red  lead,  and  dissolve  in  water  with  a  violet  colour. 

ChioranUamic  Acid  CgClgO^j-J  qtt*. — The  ammonium  salt  of  this 

acid  is  obtained  by  dissolving  choranil  in  ammonia.  The  free  acid 
crystallizes  in  almost  black  needles,  having  a  diamond-lustre.  By 
heating  it  with  dilute  acids,  it  is  converted  into  chloranilic  acid. 

Pyivcatechin,  or  Oxyphenic  Acid  C^H^  <  ^tt. — This  second  dioxy- 

benzene  is  found  amongst  the  pixxiucts  of  the  distillation  of  wood, 
and  in  several  vegetable  extracts,  such  as  "  kino,"  "  catechu,"  &c. ; 
and  has  also  been  found,  but  in  small  quantity  only,  in  the  green 
leaves  of  the  Virginian  creeper.  It  is  also  produced  by  heating 
oxysalicylic  acid : — 

CeHjj  CaOH  =  C,H,  |  gg  +  CO, 

and  by  fusing  metaphenolsulphonic  acid  or  meta-iodophenol  with 
potash. 

Pyrocatccliin  is  readily  soluble  in  water  and  alcohol,  and  crystal- 
lizes in  square  prisms,  melting  at  112°,  and  boiling  at  245*,  but 
subliming  at  a  lower  temperature  in  shining  plates.  Its  alkaline 
solution  absorbs  oxygen,  and  becomes  dark-green,  and  then  black. 
The  aqueous  solution  of  pyrocatechin  gives,  with  lead  acetate,  a  white 
precipitate  C^H^OgPb,  and  assumes  a  green  colour  by  adding  ferric 
chloride. 

f  OH 

PyrocaUchin-meihyl  Ether,  or  ^uaiacol  C^H^  -j  /^prr »  is    found 

amongst  tlite  products  of  dry  distillation  of  "guaiacum"  and  beech- 
wood,  ai>d  forms  a  chief  constituent  of  the  genuine  or  wood-tar 
creosote.  It  has  been  also  produced  artificially  by  heating  pyro- 
catechin with  caustic  potash  and  potassium  methylsulphate — 

^H«  {  Si  +  ^^  }  so.  =  C«H,  {  0^3  +  K,SO, 

It  is  a  cok'urkss  liquid,  boiling  at  205°,  and  possessing  an  aromatic 
smell.  By  beating  it  with  concentrated  hydriodic  acid,  it  is  resolved 
nto  methyl  iodide  and  pyrocatechin. 

f  ON 

Rcsorcin   CH^  -J  qjj. — ^This  body  is  formed  by  fusing  several  resins 

or  gum-resins  (as  galbanum),  or  extract  of  sapan-wood  and  other 
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dye- woods,  with  caustic  potash ;  and  it  has  also  been  produced  by  the 
action  of  caustic  potash  upon  benzenedisulphonic  acid,  paraphenol- 
sulphonic  acid,  and  para-iodophenol. 

It  forms  colourless,  triclinic  crystals,  melting  at  99®,  and  boiling  at 
271"*.  It  is  very  soluble  in  water,  and  possesses  a  sweetish  and  harsh 
taste.     Its  aqueous  solution  is  coloured  dark  violet  by  ferric  salts. 

When  a  solution  of  nitrous  acid  in  nitric  acid  is  added  to  a  cold 
and  dilute  etherial  solution  of  resorcin,  it  is  converted  into  diazo- 
resorcin  C^nH^jNgO-,  dissolving  in  acetic  acid  with  a  dark  cherry-red 
colour,  and  crystallinng  in  small  granular  crystals,  having  a  green^ 
metallic  lustre. 

By  the  action  of  hot  sulphuric  acid,  or  hydrochloric  acid,  this 
compound  is  converted  into  diazoresorufin  O^/^^^fi^  separating 
from  hot  hydrochloric  acid  in  small  dark-red  and  brilliant  granular 
crystals.  It  dissolves  in  alkalis  with  a  crimson  colour;  the  dilute 
solution  exhibits  a  splendid  vermilion-red  fluorescence. 

By  heating  diazoresorcin  with  acetyl  chloride  in  sealed  tubes,  the 
compound  C^Hj^N.ClgOij  is  formed,  crystallizing  from  acetic  acid  in 
yellow  scales,  and  dissolving  in  alkalis  with  a  splendid  violet  colour. 
Hot  nitric  acid  converts  it  into  the  tetrazorcompound  C^HjgN,4CL03,, 
crystallizing  in  small  purple  plates,  the  etherial  solution  of  whicJi 
shows  a  re^y  surprising  vermilion-red  fluorescence. 

(  OH 

Mananitroreeorcin  CgH3(NO)2-j  qu-   is  contained  in  considerable 

quantity  in  the  mother-liquid  from  the  preparation  of  diazoresorcin. 
It  crystallizes  in  very  thin  and  long,  straw-coloured  needles,  and 
forms  three  series  of  salts,  the  colour  of  which  is  lemon-yellow, 
golden-yellow,  and  dark  orange. 

Trinitroresardn,  or  Styphnic  Add  CJELQSO^^  I  qtt,  is  obtained  by 

the  action  of  nitric  acid  upon  resorcin,  and  all  resins  and  extracts 
which  yield  resorcin  on  fusion  with  potash.  It  crystallizes  in  pale- 
yellow  hexagonal  prisms,  and  possesses  a  very  astringent  taste.  Its 
reddish-yellow  salts  crystallize  well,  and  when  Jbeated  explode  even 
more  violently  than  the  picrates. 


TBIOXTBKNZENES. 


Pyrogallol,  or  Pyrogallic  Acid  CLHjK  OH. — This  body  is  formed 

(oh 

when  gallic  acid  CeH2(OH)8CO,H  is  heated  to  200*.  It  crystallizes 
in  shining  white  needles,  and  is  readily  soluble  in  water;  the  solution 
has  no  acid  reaction,  and  colours  ferrous  salts  dark-blue,  and  ferric  salts 
red.  By  exposing  an  alkaline  solution  to  the  air,  it  rapidly  absorbs 
oxygen,  and  assumes  a  dark  colour;  it  is  therefore  used  to  abaotV^ 
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oxygen  from  a  mixture  of  gases,  but  it  is  not  adapted  for  a  quantitative 
determination  of  oxygen,  because  there  is  always  a  small  quantity  of 
carbon  monoxide  formed  at  the  same  time.  By  boiling  it  with  con- 
centrated caustic  potash,  it  is  decomposed  into  acetic  acid,  oxalic 
acid,  and  carbon  dioxide.  The  salts  of  silver,  gold,  &c.,  are  reduced 
to  the  metallic  state  by  pyrogallic  acid. 

By  the  action  of  acetyl  chloride  on  pyrogallol,  triacetylrpyrogallol 
CgH3(O.C2H30)2  is  obtained,  a  white  crystalline  solid  ;  and  by  acting 
on  pyrogallol  with  bromine,  it  yields  tribramopyrogallol  C^Bt^{0'H.)^ 
separating  from  alcohol  in  large  colourless  crystals. 

rOH 

FhloToglucin  CJ3,A  OH  is  produced  by  fusing  phloretin,  quercitiin^ 

(9H 
or  maclurin  (see  Glucosides)  with  caustic  potash ;  and  is  also  obtained 
by  the  same  reaction  from  kino,  dragon's-blood,  gamboge,  &c.  It 
crystallizes  from  an  aqueous  solution  in  large  rhombic  prisms,  con- 
taining two  molecules  of  water,  and  possessing  a  sweet  taste.  The 
anhydrous  compound  melts  at  220°,  and  sublimes,  when  heated  more 
strongly.  It  forms  deliquescent  salts  with  alkalis,  and  reduces  alka- 
line copper-solutions.  Ferric  chloride  imparts  to  its  aqueous  solution 
a  deep- violet  colour.  By  treating  it  with  acetyl  chloride,  it  is  con- 
verted into  triacetyl-phloroglucin  0^113(0.021130)3,  which  crystallizes 
in  small  prisms.  By  adding  bromine-water  to  an  aqueous  solution  of 
phloroglucin,  a  precipitate  of  tribromophloroglu<yin  CqBt^{OH.)^  is 
produced,  which  crystallizes  in  long  needles.  By  the  action  of  dilute 
nitric  acid,  it  is  converted  into  nitrophloroglucin  CgH2.N02(OII)3, 
crystallizing  in  small  reddish-yellow  plates.  When  phloroglucin  is 
dissolved  in  ammonieL,  phloramine  or  amidophloroglucin  CffiJ^{if'H.^' 
(0H)2  is  formed,  which  is  not  freely  soluble  in  alcohol,  and  crystal- 
lizes in  small  thin  plates,  resembling  mica ;  it  is  a  base,  forming  crys- 
talline salts. 

rOH 

Filicic  Acid,  or  Dibutyrgl-jMoroglucm  C^Hg^  OC^H^O,  occurs  in 

(  OC,H-0 
the  root  of  the  male  fern  {Aspidium  Filix-mas),  and  is  deposited 
from  the  etherial  extract  of  this  root  in  crystals.     On  fusing  it  with 
caustic  potash,  it  is  resolved  into  butyric  acid  and  phloroglucin. 


METALLIC  DERIVATIVES   OF  BENZENE. 

C  H  ) 

Mercnrg-diphenyl  ^^^^^>Kg  is  formed  by  the  action   of  sodium 

amalgam  on  bromobenzene.  It  is  insoluble  in  water,  and  crystallizes 
from  benzene  in  long  colourless  prisms,  melting  at  120°.  A  small 
quantity  may  be  sublimed  by  heating  it  carefully ;  but  on  heating  a 
larger  quantity  to  above  300°,  decomposition  sets  in ;  and  benzene, 
diphenyl,  carbonaceous  matter,  and  free  mercury  are  Ibrnied.     l^y  the 


CeH 
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action  of  acids,  it  is  decomposed  into  benzene  and  a  mercuric  salt  * 
and  when  it  is  heated  with  iodine,  according  to  the  proportion  of  the 
two  bodies  present,  either  iodobenzene  and  pJienylmercuric  iodide 

— [  1 

,5  >  Hg  are  formed,  or  iodobenzene  and  mercuric  iodide. 

CHI 

Stannic-phenyl  Triethide  /n  t|  \^  f  Sn  is  obtained  by  the  action  ol 

sodium  upon  a  mixture  of  bromobenzene  and  triethyl-stannic  iodide. 
It  is  a  colourless,  strongly  refractive  liquid,  boiling  at  254"* ;  its  vapour 
slowly  absorbs  oxygen.  By  the  action  of  iodine,  it  is  resolved  into 
iodobenzene  and  triethyl-stannic  iodide. 


ADDITIVE  COMPOUNDS  OF  BENZENE. 

Bmzene  Hexachloride  C-H^Cl^  is  obtained,  by  the  action  of  chlorine 
on  benzene,  in  the  sunshine  or  at  the  boiling-point,  in  colourless 
crystals,  melting  at  157**,  and  boiling,  with  partial  decomposition,  at 
288°.  On  heating  it  with  alkalis,  it  is  resolved  into  hydrochloric 
ftfiic^  and  trichlorobenaenft 

A  similar  compound  is  Benzene  Hexdbromide  CgH^Brg. 

Benzene  Trichlorhydrin  CJElQ{C\^){OJi)^  is  formed  by  shaking 
benzene  with  aqueous  hydrochlorous  acid.  It  is  slightly  soluble  in 
water,  and  freely  in  alcohol  and  benzene,  and  crystallizes  at  a  low 
temperature  in  small  plates,  melting  at  10^  By  the  action  of  a  dilute 
solution  of  sodium  carbonate,  an  amorphous  deliquescent  mass  called 
phenose  CgHg(OH)g  is  obtained,  which,  as  well  as  the  trichlorhydrin, 
yields,  when  heated  with  hydriodic  acid,  moniodohenzolene  CgHj^I,  a 
heavy,  colourless  liquid,  which  boils  without  decomposition. 

Trichlorophenomalic  Add  C^HgCLOg  is  produced,  together  with 
oxalic  acid,  chlorinated  benzenes,  and  quinones,  &c.,  by  the  action  of 
moderately  strong  sulphuric  acid  and  potassium  chlorate  on  benzene. 
It  crystallizes  from  a  warm,  aqueous  solution  in  colourless  plates. 
By  boiling  it  with  alkalis,  it  is  decomposed  with  the  formation  of 
fumaric  acid. 


COMPOUNDS  WITH   SEVEN  ATOMS  OF  CARBON. 


METHYL-BENZENE  OR  TOLUENE  CgHg.CHj. 

This  hydrocarbon  is  found  in  the  light  oils  from  coal-tar  and  wood- 
tar,  and  also  among  the  products  of  dry  distillation  of  balsam  of 
tolu,  dragon's-blood,  and  other  resins.  It  has  been  formed  synthetically 
by  adding  sodium  to  a  mixture  of  bromobenzene,  methyl  iodide,  and 
pure  anhydrous  ether,  and  keeping  the  mixture  cold.   As  soon  as  the 
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action  is  over,  the  product  is  distilled,  and  the  toluene  isolated  by 
fractional  distillation.  Pure  toluene  is  also  produced  by  distilling 
the  isomeric  acids  GgH/CH3)G02H,  and  similar  acids,  with  lime. 

Toluene  is  a  limpid  liquid,  boiling  at  111'',  and  smelling  like 
benzene.  It  has  the  specific  gravity  0*88  at  0^  and  does  not  solidify 
at  —  20^     On  oxidation  it  yields  benzoic  acid. 


SUBBTrrUTION-PRODUCTS  OF  TOLUENE. 

When  chlorine  is  passed  into  toluene,  and  the  liquid  is  kept  cold 
during  the  action,  or  when  chlorine  acts  on  the  hydrocarbon  in  the 
presence  of  iodine,  only  the  hydrogen  in  the  aromatic  nucleus  is 
replaced,  whilst  the  action  of  pure  chlorine  on  the  boiling  hydrocarbon 
piXKluces  only  substitution  in  the  methyl-group. 

The  chlorine  in  these  latter  compounds  is  easily  replaceable  by 
other  elements  or  radicals,  whilst  the  substitution-products  contain- 
ing the  chlorine  in  the  aromatic  nucleus  are  as  stable  bodies  as 
the  chlorobenzenes. 

By  treating  any  of  the  products  thus  obtained  with  chlorine  and 
iodine,  further  substitution  takes  place  only  in  the  aromatic  group ; 
but  by  acting  on  the  boiling  compounds  with  pure  chlorine,  only  the 
hydrogen  of  the  methyl  is  replaced. 

By  means  of  these  reactions  the  following  substitution-products 
have  been  obtained,  to  which  are  added  some  isomerides,  which  have 
been  formed  by  other  reactions,  and  stand  in  the  second  or  third  line. 
The  numbers  affixed  to  these  compounds  indicate  the  position  of  the 
chlorine  (see  page  314). 
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More  than  seven  atoms  of  chlorine  cannot  be  introduced  into 
toluene,  as,  by  the  further  action  of  chlorine  upon  the  last  substitu- 
tion-products, the  molecule  is  decomposed  with  the  formation  of 
hexachlorobenzene. 

1*4  MonochloTotoluene  is  formed  by  the  direct  action  of  chlorine 
upon  toluene,  and  the  isomeric  1*3  compound  has  been  obtained  from 
toluidine,  which  is  first  converted  into  acetoluide,  and  the  latter  treated 
by  chlorine.  The  chlorinated  compound  yields,  on  boiling  with 
alkalis,  monochlortoluidine,  which  is  converted  into  a  diazo-compound 
and  the  latter  decomposed  by  absolute  alcohol : — 

CeHjCl  {  g^^Q  g  -f  C,H,.OH  =  CeH^CLCH,  +  N,  +  H^O,  +  C^,0 

When  bromine-vapour  is  passed  into  boiling  toluene,  substitution 
takes  place  only  in  the  methyl  group,  and  the  first  product  formed  is 
hemyl  bromide  CgHg.CHjCl,  but  by  acting  with  bromine  on  toluene  in 
the  cold  two  isomeric  bromotoluenes  are  produced. 

1*4  Bromotohcene  forms  rhombic,  colourless  crystals,  melting  at 
28•5^  and  boiUng  at  181^ 

1*3  Bromotoluene  is  a  liquid  which  does  not  crystallize  at  a  low 
temperature,  and  boils  at  l^l"". 

By  the  further  action  of  bromine  on  toluene  in  the  cold,  dibromo- 
toluene  C0H3Br2.GH3  is  obtained,  a  ciystalline  solid,  melting  at  18(f, 
and  boiling  at  245^ 

Iodine  substitution-products  of  toluene  have  been  obtained  from 
the  three  isomeric  amidotoluenes  by  converting  them  into  diazo-com- 
pounds,  and  decomposing  the  latter  with  hydriodic  acid. 

12  lodotoluene  and  1'3  lodotoluene  are  liquids,  both  boiling  at 
204**,  whilst  14  lodotoltbeiie  crystallizes  in  shining,  thin  plates, 
melting  at  35°,  and  boiling  at  211°*5. 


NirRO-SUBSTITUTION-PRODUCTS. 

Nitrotoluenes  C-H^(NOj)CHj. — By  dissolving  toluene  in  fuming 
nitric  acid,  and  adding  water  to  the  solution,  a  heavy  oily  liquid, 
resembling  nitrobenzene,  is  obtained,  which  is  a  mixture  of  two 
isomerides ;  they  may  be  separated  by  continued  fractional  distillation. 

1*4  Nitrotoliiene  crystallizes  in  colourless  prisms,  melting  at  54*, 
and  boiling  at  237^  By  oxidizing  it  with  dilute  nitric  acid,  it  is 
converted  into  paranitrobenzoic  acid. 

1*2  NitrotoltLene  is  a  liquid  which  does  not  solidify  in  a  freezing 
mixture,  and  boils  at  223'' ;  boiling  dilute  nitric  acid  has  hardly  any 
action  on  it 

1*3  Nitrotohune  has  been  produced  by  converting  14  amido- 
toluene  into  a  nitro-amidotoluene,  which  was  transformed  into  a 
diazo-compound,  and  the  latter  decomposed  by  alcohol.     It  forms 
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colourless  crystals,  melting  at  16^  and  boiling  at  227^    Dilute  nitric 
acid  oxidizes  it  to  common  nitrobenzoic  acid. 

Binitrotoluene  CgH3(N02)2CH3  exists  in  two  forms.  One  of  them 
is  produced  by  the  action  of  hot  concentrated  nitric  acid  on  toluene, 
1*4  nitrotoluene,  or  1*2  nitrotoluene.  It  crystallizes  from  alcohol 
in  long,  colourless,  brittle  needles,  melting  at  71".  The  second  form 
is  obtained  by  the  action  of  concentrated  nitric  acid  on  1*3  nitro- 
toluene ;   it  forms  long,  yellow  needles,  melting  at  60*. 

Trinitrotoliiene  C^H2(N02)8CHj  is  formed  by  boiling  toluene  for  . 
some  days  with  a  mixture  of  fuming  sulphuric  and  nitric  acids.  It 
is  sparingly  soluble  in  alcohol,  and  forms  long  needles  at  82"*.  By 
treating  1*3  nitrotoluene  in  the  same  way,  another  triniirotoluene  is 
obtained,  crystallizing  as  carbon  sulphide  in  small  plates,  melting  at 
about  82^ 


ABilDOTOLUVNES. 

f  CH 

Toluidine  or  1*4  Amidotoliiene  C^H^  -J  ^u'  is  formed  by  the  reduc- 
tion of  the  corresponding  nitrotoluene,  and  has  also  been  produced 
from  methyl-aniline ;  by  heating  the  hydrochloride  of  the  latter  base 
to  335""  (the  melting-point  of  lead),  it  imdergoes  a  molecular  change, 
and  is  converted  into  toluidine  hydrochloride.  It  crystallizes  from 
aqueous  alcohol  in  large  transparent,  shining  plates,  melting  at  45^ 
and  boiling  at  202''.  It  possesses  a  peculiar  odour,  and  is  sparingly 
soluble  in  water ;  its  aqueous  solution  is  coloured  brown  by  a  solution 
of  bleaching-powder.  Toluidine  has  in  its  reactions  the  greatest  re- 
semblance to  aniline,  and  forms  salts,  most  of  which  crystallize  well. 
The  most  characteristic  is  the  oxalate,  which  is  but  sparingly  soluble 
in  water  and  alcohol,  and  insoluble  in  ether. 

Pseudotoluidiiie  or  12  Amidotoluene  is  formed  by  the  reduction  of 
the  corresponding  nitrotoluene.  It  is  a  colourless  liquid,  remaining 
fluid  at  -  20°,  and  boiling  at  198^  Its  aqueous  solution  is  coloured 
blue  by  bleaching-powder,  and  its  oxalate  is  freely  soluble  in  water, 
alcohol,  and  ether. 

The  commercial  toluidine  and  heavy  aniline  are  mixtures  of  the 
two  toluidines  and  aniline.  To  separate  the  three  bases,  they  are 
converted  into  oxalates,  which  are  crystallized  from  hot  water. 
Toluidine  oxalate,  which  ciystallizes  first,  is  purified  by  recrystal- 
lization,  and  decomposed  by  soda-solution.  The  mother-liquor  is 
evaporated  to  dryness,  the  residue  exhausted  with  ether,  the  etherial 
solution  evaporated,  and  the  residue  treated  with  soda-solution ;  and 
thus  pure  pseudotoluidine  is  obtained. 

Pseudotoluidine  has  also  been  produced  from  1*4  bromotoluene, 
which,  by  the  action  of  concentrated  nitric  acid,  yields  two  isomeric 
nitrobromotoluenes ;  one  being  a  liquid,  is  present  in  a  smaller 
quantity  than  the  solid  one.    By  ^reducing  the  latter,  an  amidobromo- 
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toluene  is  formed,  which,  by  the  action  of  water  and  sodium-amalgam, 
is  converted  into  pseudotoluidine. 

1'3  Amidotoluene  is  produced  by  reducing  1*3  nitrotoluene ;  it  is 
a  liquid  boiling  at  19T,  and  giving,  with  bleaching-powder  solution,  a 
blue  colour,  like  pseudotoluidine. 

differing  from  each  other  by  their  solubilities  in  water : — 

1,000  parts  of  water  dissolve  at  22**    089  parts  of  14) 

19     8-6        „        1-3  VAcetoluide. 
14     4-4        „        1-2  j 

Nitro-amidotoluene  CgHyCHj-j  ^q*. — This  compound  exists    in 

four  modifications.  The  first  is  obtained  by  reducing  the  dinitro- 
toluene,  melting  at  71°  with  ammonium  sulphide ;  it  melts  at  TT^'S, 
and  forms  crystalline  salts.  By  converting  it  into  a  diazo-compound, 
and  decomposing  this  with  absolute  alcohol,  1*2  nitrotoluene  is  formed. 

The  three  other  modifications  have  been  prepared  by  nitrating  the 
three  isomeric  acetoluides,  and  decomposing  the  product  with  alkalis. 
1*4  toluidine  yields  a  nitrotoluidiue,  melting  at  114'';  it  does  not 
combine  with  acids,  and  its  diazo-compound  yields  1*3  nitrotoluene. 
The  nitrotoluidiue  from  1*2  toluidine  forms  yellow  needles,  melting  at 
128^  and  is  but  a  feeble  base;  by  the  action  of  nitrous  acid  and 
alcohol  it  is  converted  into  1*3  nitrotoluene.  The  fourth  modifica- 
tion of  nitro-amidotoluene  is  obtained  from  1*3  toluidine ;  it  crystal- 
lizes in  dark-yellow  needles,  melting  at  134°,  and  forms  unstable 
salts  ;  its  diazo-compound  is  readily  converted  into  1*2  nitrotoluene. 

The  constitution  of  these  four  nitrotoluidines  is  shown  by  the 
following  formulae : — 


Melting-point 

:  77*> 

•5 

Ui 

V* 

128 

0 

134 

• 

CHa 

CH« 

CH3 

CHs 

/\ 

NO, 

/\ 

Anh. 

/\ 

NO 

K/ 

\/ 

NOg 

K/ 

NOj, 

\/ 

NH 

N> 

h 

NI 

I> 

DUMIDOTOLUENES   C^Hs-CHj  |  tlS«. 

We  know  three  compounds  having  this  composition.  2*4  diamido- 
toluene  is  obtained  by  reducing  the  dinitrotoluene,  melting  at  71° 
with  tin,  and  hydrochloric  acid.  It  forms  long,  colourless  needles, 
melting  at  99°,  and  boiling  at  280°.  3*4  diamidotoluene  is  formed 
by  reducing  the  nitrotoluidiue,  melting  at  114°;  it  crystallizes  in 
scales,  melting  at  SS'^'S,  and  boiling  at  265^     Nitrotoluidiue,  melting 
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at  128^ yields  23  diamidotoluene, a  crystalline  body,  melting  at  about 
80*",  and  boiling  at  270^ ;  it  readily  absorbs  oxygen,  and  assumes  a 

blue  colour. 

By  the  action   of   ammonium  sulphide  on    trinitrotoluene,  two 

amido-compounds are  formed;  dinitroamidotolueneC^^j.G'K^  \  NH 

which  crystallizes  in  small  yellow  needles,  melting  at   168°,  and 

nitrodiamidotoluene  C^H^iCB^  |  JJJJl  x ,  small  red  prisms  melting 

at  132°. 


OXYTOLUENES. 

(  OH 

Cresol  CgH^  <  p^  . — The  cresol  contained  in  coal-tar  consists  chiefly 

of  paracresol  or  1'4  cresol. 

The  pure  compound  is  most  conveniently  prepared  by  converting 
solid  toluidine  into  diazotoluene  sulphate,  and  decomposing  the 
latter  with  water.  It  crystallizes  in  white  needles,  melting  at  35°'5, 
boiling  at  200°,  and  smelling  like  phenol.  The  same  compound  is 
also  obtained  by  fusing  1*4  toluenesulphonic  acid  with  caustic  potash  ; 
this  sulpho-acid  is  formed  together  with  the  1*2  acid  by  dissolving 
toluene  in  sulphuric  acid. 

(  CH 

Crcsol-methyl  Ether  CflH^  X  oCH  ^^  obtained  by  heating  the  potas- 
sium compound  of  1*4  cresol  with  methyl  iodide.  It  is  a  liquid 
possessing  an  aromatic  odour,  and  boiling  at  174°. 

Metacresol,  or  1*2  cresol,  is  produced  by  the  action  of  caustic  potash 
upon  1'2  toluenesulphonic  acid.     It  is  a  liquid  boiling  at  190°. 

Orthocresol,    or     1*3     Cresol,    has    been    obtained   from    thymol 
(OH 
CgHj-j  CH«,  a  compound  to  be  described  afterwards.    By  heating  it 

with  phosphorus  pentoxide  it  is  resolved  into  propylene,  and  ortho- 
cresol, a  colourless  liquid,  boiling  at  about  200°: 

(  OH 

Dinitrocresol  CgHj(N0)2  -j  qtj  *  is  produced  by  the  action  of  nitrous 

acid  upon  solid  toluidine  ;  it  forms  yellow  cr}'stals,  melting  at  84°. 

An  isomeric  compoimd  is  contained  in  the  so-called  "Victoria- 
yellow,"  or  **  aniline-orange.**  This  colouring  matter,  of  unknown 
origin,  consists  principally  of  the  sodium  salt  of  a  dinitrocresol,  which 
crystallizes  in  pale-yellow  needles,  melting  at  190°. 

Trinitrocresol  CgH2(N03)gOH  has  great  resemblance  to  picric  acid, 
but  is  much  less  soluble  in  water,  and  may  therefore  easily  be  obtained 
in  the  pure  state  by  boiling  commercial  cresol  (containing  phenol) 
with  nitric  acid. 
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DIOXYTOLUENES. 

Homopyroeatcchin  aiid  Creosote, — ^Thc  yenuine  or  %oood-tar  creosote  is 
obtained  from  the  products  of  dry  distillation  of  beech- wood,  and  is  a 
mixture  containing  phenol,  cresol,  phlorol  (i^jfj^^fiH,  guaiacol 

{OH 
OCH  '   ^^^^^'^  ^'^  ^  liquid  boiling 

at  219**,  and  possessing  an  aromatic  odour;  by  heating  it  with  con- 
centrated hydriodic  acid,  it  yields  methyl  iodide,  and  homopyrocatechin 

(  OH 
CqK^^CH.^  <  QTT,  which  forms  a  syrupy  liquid. 

r  OH 

Orcin  CgH3(CHg)  j  qtt. — All  the  lichens  (species  of  Rocella  and 

Lecanora)  which  are  used  in  the  preparation  of  archil  and  litmus 
contain  either  free  orcin,  or  certain  acids,  and  compound  ethers,  which, 
under  the  influence  of  heat  or  alkalis,  yield  orcin  : — 

Orsellinic  Acid. 

CeH,(CH,)(OH)jGOjH  =  CeH,(CH^(OH)j  +  CO, 

Erythrin. 

CeH2(CH8)(OH)2CO.O  \njT  /qh^   -4-  2H  O  - 
CeH2(CH3)(OH)2CO.O  j  '"4^6(^^;2  +  ^"2^  - 

Orsellinic  Acid.  Erythrite. 

2C«H,(CH3)(OH),CO,H  +  C,He(OH), 

Picroerythrite. 

C«H,(CH^(OH),CO  1 0  +  H,0  =  C«H,(CH3)(0H),C0,H  +  C,H,(OH), 

To  prepare  orcin,  the  lichens  are  macerated  with  milk  of  lime,  and 
the  filtrate  precipitated  with  hydrochloric  acid.  The  precipitate,  after 
being  washed  with  water,  is  boiled  with  milk  of  lime  in  a  flask 
provided  with  a  long  neck,  aud  the  liquid,  after  filtration,  freed  from 
the  lime  by  carbon  dioxide.  The  solution  is  then  evaporated  to 
dryness,  and  the  residue  exhausted  with  benzene,  which  dissolves 
orcin,  and  leaves  impure  erythrite  behind. 

Orcin  has  also  been  produced  by  dissolving  monochlorotoluene  in 
warm  concentrated  sulphuric  acid,  and  converting  the  two  isomeric 
sulphonic  acids,  which  thus  are  formed,  into  the  barium  salts,  which 
are  easily  separated  by  rc-crystallization,  one  being  readily  soluble  in 
water,  and  the  other  not.  On  converting  the  latter  into  potassium  salt, 
and  fusing  this  with  potash,  orcin  is  formed : — 

C.HgCCH,)  I  gj)^jj  +  2K0H  =  C.HjCCH,)  |  g  J  +  KCl  +  K^SO, 

Orcin  is  also  produced  together  with  para-oxybenzoic  acid,  when 
aloes  is  fused  with  caustic  potash. 

Orcin  crystallizes  from  water  in  monoclinic  prisms  containing  one 
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molecule  of  water,  and  melting  at  58"*.  The  anhydrous  compound 
melts  at  86*,  and  boils  at  290^  It  has  an  intense  sweet,  but  nau- 
seous taste,  and  dissolves  in  water,  alcohol,  ether,  and  chloroform ; 
its  aqueous  solution  gives  with  ferric  chloride  a  deep  violet  colour. 

Orcin  forms  readily  metallic  compounds,  and  decomposes,  in  the 
fused  state,  sodium  carbonate.  On  passing  the  vapour  of  nitric  acid 
containing  nitrous  acid  over  it,  it  assumes  first  a  brown  colour,  and 
afterwards  becomes  intense  red;  the  product  thus  formed  dyes  on 
wool  and  silk  a  fine  red  shade.  With  a  solution  of  bleaching-powder 
it  gives  a  violet  colour,  which  soon  disappears ;  its  alkaline  solutions 
absorb  readily  oxygen,  and  become  brown  or  red. 

Orcin  combines  also  with  dry  ammonia  forming  a  deliquescent 
compound,  which,  when  exposed  to  the  air,  is  converted  into  orcein 
C7H7NO3  :— 

CyHgO,  +  NH3  +  0,  =  C7H7NO3  +  2H,0 

Orcein  is  an  amorphous  red  powder,  which  is  sparingly  soluble  in 
water,  and  more  freely  in  alcohol  with  a  scarlet  colour.  In  alkalis  it 
dissolves  with  a  purple  colour ;  this  solution  is  precipitated  by  many 
metallic  salts,  red  or  purple  lakes  being  formed. 

Orcein  is  the  colouring-matter  of  Archil,  which  is  prepared  by 
treating  the  lichens  with  hot  aqueous  ammonia  in  presence  of  air. 

The  same  lichens  are  used  for  preparing  Litmus,  which  is  generally 
obtained  from  Lecanora  iartarea  by  steeping  it  in  urine,  and  adding 
lime  and  potassium  carbonate.  The  mixture  is  exposed  to  the  air, 
and  frequently  stirred  up;  after  a  few  weeks,  a  blue  solution  is 
formed,  which  is  thickened  with  chalk  or  gypsum,  and  formed  in 
small  cakes. 

The  colouring-matter  of  litmus  is  probably  a  product  of  oxidation 
of  orcein ;  it  has  been  obtained  pure  by  adding  soda-crystals  to  an 
ammoniacal  solution  of  orcein,  and  exposing  the  liquid  to  the  air  at  a 
temperature  of  60°  to  80°.  On  adding  hydrochloric  acid  to  the  blue 
solution,  the  colouring*matter  is  precipitated  in  red  flakes;  it  is  not 
freely  soluble  in  water,  forming  a  pale-red  solution,  which  becomes 
blue  by  adding  an  alkali.  Litmus  contains,  therefore,  a  weak  acid, 
forming  salts  having  a  blue  colour ;  the  commei*cial  product  contains 
the  potassium  salt 

Trichiorotoluquinone  CgCl3(CHj)  -j  q^  is  obtained  by  treating  cresol 

from  coal-tar  with  dilute  hydrochloric  acid  and  potassiimi  chlorate. 
It  is  sparingly  soluble  in  cold  and  freely  in  hot  alcohol,  and  crystaUizes 
in  pale-yellow  scales.  Sulphurous  acid  converts  it  into  trichlorotolu- 
hydroquinone  CgCl,(CH3)(OH)2,  forming  small  white  needles,  which  by 
oxidation  are  readily  reconverted  into  the  quinone. 
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BENZTL  COMPOUNDS. 


The  radical  Benzyl  is  contained  in  a  series  of  compounds  which  in 
many  reactions  exhibit  the  closest  cmalogy  with  the  compounds  of  the 
monad  alcohol-radicals.  They  differ,  however,  from  the  latter  by  con- 
taining the  aromatic  nucleus,  and  forming,  therefore,  also  products  of 
substitution,  corresponding  to  the  derivatives  of  benzene. 

Benzyl  Chloride  C^Hg.CHjCl  is  easily  obtained  by  passing  the 
required  quantity  of  chlorine  into  boiling  toluene,  and  purifying  the 
product  by  fractional  distillation.  It  is  a  limpid,  refractive  liquid, 
boiling  at  176^ 

Bciizyl  Bromide  CgHg.CHoBr  is  produced  by  the  action  of  bromine 
on  boiling  toluene.  It  boils  at  199"*,  and  possesses  an  irritating 
odour. 

Benzyl  Iodide  CgHg.OHgl.—To  prepare  this  compound,  one  part  of 
benzyl  chloride  is  mixed  with  five  parts  of  concentrated  hydriodio 
acid,  and  the  mixture  kept  in  the  dark  for  three  weeks,  and  frequently 
shaken.  Pure  benzyl  iodide  is  a  white  crystalline  solid,  melting  at 
24° ;  it  cannot  be  distilled,  and  decomposes  at  24P°.  Its  odour  is  very 
iiTitating,  and  produces  a  copious  flow  of  tears. 

Benzyl  Alcohol  CgHg.CHgOH  was  first  produced  by  treating  its 
aldehyde  (oil  of  bitter  almonds)  with  alcoholic  potash,  which  acts 
violently  upon  it,  half  of  the  aldehyde  being  reduced  to  the  alcohol, 
and  the  other  half  oxidized  to  benzoic  acid : — 

2C6H5.COH  +  KOH  =  CeH3.CH2.OH  +  C^H^.CO.OK 

Benzyl  alcohol  is  also  formed  by  acting  with  nascent  hydrogen  on 
the  aldehyde  or  benzoic  acid,  and  may  be  prepared  by  adding  sodium 
amalgam  gradually  to  a  boiling  solution  of  benzoic  acid.  It  has  also 
been  produced  by  decomposing  the  acetate  with  caustic  potash. 

Denzyl  alcohol  is  a  liquid  boiling  at  207°,  and  possessing  an 
aromatic  odour.  Oxidizing  agents  convert  it  into  benzaldehyde  and 
benzoic  acid,  and  the  h^'dracids  of  the  chlorine-group  transform  it 
into  the  coiTesponding  haloid-ethers.  On  distillation  with  concentrated 
potash-solution,  it  yields  toluene  and  benzoic  acid  : — 

2CeHyCHyOH  =  CeH^.CH,  -h  CeH^.CO.OH 

O  H  CH  1 

Dibenzyl  Ether  qSt^  qit*  f  O  has  been  prepared  by  heating  the 

alcohol  with  fused  boron  trioxide ;  it  is  an  oily  liquid,  boiling 
above  300°. 

C  H  CH  1 

Benzyl  Acetate     «^j|'  p,  2  VQ  is  readily  produced  by  heating  the 

chloride  or  bromide  with  potassium  or  silver  acetate,  or  by  the  action 
of  sulphuric  acid  on  a  mixture  of  acetic  acid  and  benzyl  alcohol.  It 
is  an  oily  liquid,  which  possesses  an  agreeable  odour,  and  boils 
at  210°. 
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Benzyl  Eydrosulphide,  or  Benzol  Mercaptan,  CgH5.CH2.SH,  is  a 
colourless  stroDgly  refractive  liquid,  which  is  formed  by  acting  with 
alcoholic  potassium  hydrosulphide  on  benzyl  chloride.  It  possesses 
a  strong  alliaceous  odour,  and  boils  at  195**.  With  mercuric  oxide  it 
forms  the  crystalline  mercaptide  (CgH5.CH2S)2Hg. 

Benzyl  Stdphide  q^ji'qh^  >  S  is  formed  by  treating  the  chloride 

with  an  alcoholic  solution  of  potassium  sulphide.  It  crystallizes  in 
white  needles,  melting  at  49*,  and  decomposing  at  a  higher  tempera- 
ture.    Nitric  acid  oxidizes  it  to  benzyl  sulphoxide   (C«H..CHJ,SO. 

C  H  CH  S )  ^   o    o       ^/x 

Benzyl  Bisulphide  n^^u^  CH^S  f  ^^  for^^d  by  exposing  the  hydro- 
sulphide  to  the  air;  it  crystallizes  in  colourless  scales.  Nascent 
hydrogen  converts  it  again  into  the  mercaptan. 


NITKOOEN   BASES  OP  BENZYL. 

These  bases  are  formed  by  heating  benzyl  chloride  with  alcoholic 
ammonia.  The  hydrochlorides  thus  obtained  can  be  easily  separated  ; 
that  of  benzylamine  being  freely  soluble  in  water,  whilst  the  salt  of 
the  diamine  is  but  sparingly  soluble  in  cold,  but  readily  in  hot  water, 
and  that  of  the  triamine  almost  insoluble. 

Benzylamine  CgH5.CH2.NH2  is  a  colourless,  strongly  alkaline  liquid 
boiling  at  185^  It  is  soluble  in  water,  absorbs  carbon  dioxide  from 
the  air,  and  neutralizes  acids,  forming  crystalline  salt.  The  pure 
compound  is  also  readily  obtained  by  heating  benzyl  chloride  with 
silver  cyanate,  and  distilling  the  product  with  potash. 

Bihenzylamine  (CgH5.CHo)2NH  is  a  thick  oily  liquid,  which  is 
insoluble  in  water,  and  distils  at  a  high  temperature  without  decom- 
position. 

Tribenzylamine  (CgH5.CH2)8N  forms  colourless  needles,  which  are 
insoluble  in  water,  but  dissolve  in  hot  alcohoL  It  melts  at  91°,  and 
boils  above  300**.  On  heating  it  in  a  current  of  gaseous  hydrochloric 
acid,  it  is  resolved  into  benzyl  chloride,  and  dibenzylamine  hydro- 
chloride. 

CeH,.CH,-)  C,Hj.CH,) 

C-Hs-CHj  V  N  +  2HC1  =  CgHj-CHjCl  +  CeHj.CH-  VN.HCl 

c,h,.chJ  Hj 

O  H  OH   \ 

Benzyl  Carhimide    ®    ^'  p^  >  N. — This  compound,  commonly  called 

benzyl  cyanaie,  is  obtained  by  distilling  the  chloride  with  silver  cyanate. 
It  is  a  colourless  liquid,  boiling  at  200°.  It  is  easily  transformed  by 
heat  into  the  polymeric  benzyl  isocyanurate  (CgH5.CH2)s(CON)3,  which 
compound,  therefore,  is  the  chief  product  of  the  above  reaction ;  it 
crystallizes  from  alcohol  in  very  light,  silky  needles,  nielting  at  157" 
and  boiling  at  320". 

A  A  2 


356  THE  CHEMISTRY  OF 

Benzyl'  Urea  CO  4  jj jj/rj  jj  CH  ^  ^®   produced  by  acting  on  the 

cyaiiate  with  alcoholic  ammonieu  It  forms  white  needles,  melting  at 
144°.  It  does  not  combine  with  nitric  acid,  but  yields  with  hydro- 
chloric acid  and  platinum  chloride  an  insoluble  precipitate. 

Dibmuyl'Urea  CO  |  NHfC^H^CH*)  ^^  f^™®^'  together  with  carbon 
dioxide,  by  heating  the  isocyanurate  with  water  in  sealed  tubes,  or 
by  liealing  benzyl- urea : — 

2^^'  I  NH(C«H,.CH^  =  ^°  I  NH(CXCHj)  +  ^"  t  NH, 

It  crystallizes  from  alcohol  in  white  needles,  melting  at  167*, 
Benzyl  Sulphocarbimide,  or  Benzyl  Mnstard-oil    ^    ^    c^\  ^'  ^^^©^ 

benzylamine  is  dissolved  in  carbon  disulphide,  it  combines  with  it, 
forming  henzyl-sulphocarbamic  acid ;  on  heating  this  compound  with 
alcohol  and  mercuric  chloride,  it  yields  benzyl  mustard-oil : — 

Cs{gg{H  ''  '    %  HgClj  =  N  {  gf  2-^«^^  +  HgS  +  2  HCl 

It  is  a  crystalline  solid,  melting  at  243^  and  smelling  like  water- 
cress. This  compound  is  isomeric  with  tolyl  miistard-oil  N  -!  p§,   *'       * 

which  has  been  obtained  by  an  analogous  reaction  from  solid  toluidine. 
Tolyl  mustard-oil  forms  large  pointed  prisms,  melting  at  26"*,  boiling 
at  237*",  and  smelling  like  the  oil  of  anise -seed. 


PHOSPHORUS  BASKS  OF  BENZYL. 

The  monophosphine  and  diphosphine  are  formed  together  by 
heating  benzyl  chloride  with  phosphonium  iodide  and  zinc  oxide  to 
160°.  The  two  compounds  are  separated,  like  the  corresponding 
metliyl  bases  (see  page  96). 

Bcnzylphosphine  CgH5.CH2.NH2  is  a  colourless,  very  refractive  liquid, 
boiling  at  ISO'*,  and  possessing  a  very  peculiar  and  persistent  odour. 
When  exposed  to  the  air,  it  absorbs  oxygen  so  rapidly,  that  the 
temperature  rises  to  above  100°,  and  thick  white  fumes  are  formed. 
The  hydriodide  crystallizes  in  long  white  needles,  and  is  readily 
decomposed  by  water. 

Dihoizf/lphosphine  (C^Hj.C  110)2^1!  crystallizes  from  hot  alcohol  in 
glistening,  stellate  needles,  having  neither  taste  nor  smell. 
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SUBSTITUTED  BENZYL   COMPOUNDa 

CMorobenzyl  Alcohol  CgH^CLCHg-OH. — ^To  prepare  this  compound, 
silver  acetate  is  heated  with  chlorobenzyl  chloride  (see  page  347),  and 
the  acetate  thus  formed  acted  upon  by  ammonia.  The  alcohol  fonns 
long  needles,  melting  at  66° ;  oxidizing  agents  convert  it  into  chloro- 
dracylic  or  1*4  chlorobenzoic  acid. 

Dichlordbenzyl  Alcohol  C^HgClg.CHg.OII  has  been  obtained  from 
dichlorobenzyl  chloride ;  it  crystallizes  in  needles  melting  at  77°. 

Nitrohcnzyl  Alcohol  CgH^(N02)CH2.0H  is  produced  together  with 
nitrobenzoic  acid  by  acting  with  alcoholic  potash  on  nitrobenzaldehyde. 
It  is  a  thick,  oily  liquid,  which  is  decomposed  by  heat. 

Paranitrohenzyl  Alcohol  is  prepared  by  dissolving  benzyl  acetate  in 
fuming  nitric  acid,  and  heating  the  nitro- compound  with  ammonia. 
It  crystallizes  from  hot  water  in  colourless  needles,  melting  at  93°, 
and  yields  on  oxidation  paranitrobenzoic  acid. 

Nitrohcnzyl  Hydrosulphide  C0H^fNO2)CH2.SH. — This  mercaptan  is 
obtained  by  treating  nitrobenzyl  chloride  with  alcoliolic  ammonium 
sulphide,  or  boiling  potassium  hydrosulphide.  It  crystallizes  from 
alcohol  in  small  glistening  plates,  melting  at  140°. 


BENZOYL   COMPOUNDS. 

Benzoniirile  C^Hg.CK — This  compoimd  has  been  produced  by  dif- 
ferent reactions : — 

(1.)  By  distilling  a  mixture  of  potassium  cyanide  and  potassium 
benzenesulphonate : — ; 

CeH,.S03K  +  KCN  =  C^Hg.CN  +  SOgK^ 

(2.)  By  heating  ammonium  benzoate  CgHg.CO.ONH^,  or  benzamide 
CgH5.CO.NH2,  with  phosphorus  pentoxide. 

(3.)  By  heating  the  isomeric  phenyl  carbamine  or  cyanobenzene  for 
three  hours  to  220°  :— 

CeHg.NC  =  CeH5.CN 

It  is  therefore  also  formed  when  phenyl  mustard-oil  is  heated  with 
finely-divided  copper : — 

^'CS  }  ^  +  ^'^"^  =  ^"«^  +  C^.CN 

and  further,  it  is  obtained  by  distilling  formanilide  with  strong  hydro- 
chloric acid : — 


C«H,N  {  ^Qjj  =  C,H,.CN  +  H,0 
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In  these  two  last  reactions  the  carbamine  is  first  formed,  but  under 
the  influence  of  heat  converted  into  the  more  stable  nitrile. 

Benzonitrile  is  a  colourless,  oily,  and  refractive  liquid,  boiling  at 
19 1^  and  smelling  like  bitter  almonds.  On  heating  it  with  alcoholic 
potash,  it  yields  ammonia  and  potassium  benzoate,  and  nascent 
hydrogen  converts  it  into  benzylamine  : — 

CeH,.CN  +  2H3  =  CeH,.CH2.NH, 

Nitrobenzonitrile  G^Ji^O^GJS  is  obtained  by  dissolving  the  nitrile 
in  fuming  nitric  acid.  It  crystallizes  in  white  needles;  reducing 
agents  convert  it  into  amidohenzonitrile  CgH^(NH2)CN,  crystallizing 
in  long  prisms,  melting  at  52°,  and  boiling  at  290*".  This  base  forms 
crystalline  salts  ;  by  heating  it  with  strong  hydrochloric  acid,  it  yields 
ammonium  chloride  and  amidobenzoic  acid. 

Benzaldehyde  C^Hg.COH  is  the  chief  constituent  of  oil  of  bitter 
almonds.  This  oil  does  not  exist  in  the  free  state  in  these  seeds,  but 
as  glucoside  called  amygdalin,  which,  under  the  influence  of  a  ferment, 
is  resolved  into  benzaldehyde,  prussic  acid,  and  glucose  (see  Gluco- 
sides).  Benzaldehyde  is  also  formed  by  oxidizing  benzyl  alcohol,  and 
by  distilling  a  mixture  of  calcium  benzoate  and  formate  : — 

CgHg.CO.OH  +  CHO.OH  =  CeHj-COH  +  CO,  +  H^O 

Another  reaction  by  which  this  aldehyde  is  produced  consists  in 
passing  the  vapour  of  benzoic  acid  over  heated  zinc-dust : — 

CeH5.CO.OH  +  Zn  =  CeH5.C0H  +  ZnO 

To  obtain  the  pure  aldehyde  from  oil  of  bitter  almonds,  it  is  shaken 
with  a  cold  saturated  solution  of  acid  sodium  sulphite  ;  the  compound 

r  OH 

C^jIIg.CH  -!  Of)  -hj     being  formed,  which  separates  out  in  crystals. 

After  being  washed  with  cold  alcohol,  to  remove  prussic  acid,  the 
compound  is  decomposed  by  distilling  it  with  a  solution  of  sodium 
cjirbonate. 

Pure  benzaldehyde  is  a  limpid  and  very  refractive  liquid,  possessing 
a  very  characteristic  smell,  and  boiling  at  180"*.  It  readily  absorbs 
oxygen,  being  converted  into  benzoic  acid ;  this  oxidation  takes  place 
quickly  by  heating  it  with  dilute  nitric  acid,  whilst  fuming  nitric  acid 
forms  nitrobenzaldehyde  CeH^(N02)C0H,  a  crystalline  solid,  which 
volatilizes  on  heating. 

When  benzaldehyde  is  distilled  with  phosphorus  pentachloride,  it 
yields  henzylene  dichloride  C^Hg.CHClj,  a  colourless  liquid  boiling  at 
215°.  The  same  compound  is  produced  by  the  further  action  of 
chlorine  on  boiling  benzyl  cliloride.  It  may  be  reconverted  into  the 
aldehyde  by  heating  it  with  caustic  potash  or  mercuric  oxide : — 

C,H,.CHC1,  +  HgO  =  C.H,.CHO  +  HgCl, 
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By  means  of  these  reactions,  artificial  oil  of  titter  almonds  is  now 
manufactured  from  toluene. 

Sulphobenzaldehy'de  C^Hg.CHS  forms  colourless  crystals  melting  at 
70"* ;  it  is  prepared  by  heating  benzylene  dichloride  with  an  alcoholic 
solution  of  potassium  sulphide. 

Hydrohemamsde^  or  Benzylenediamine  C^Hg.CH  j  t.-  ,  is  produced  by 

C,H,.CH  ( N 
leaving  benzaldehyde  or  its  chloride  in  contact  with  aqueous  ammonia ; 
it  crystallizes  in  octahedrons,  and  is  resolved  by  boiling  water  into 
benzaldehyde  and  ammonia. 

Ainarine  C^Ji.^^^ — This  isomeride  of  hydrobenzamide  is  obtained 
by  the  action  of  heat  on  the  latter  compound,  and  is  also  produced  by 
passing  ammonia  into  an  alcoholic  solution  of  benzaldehyde.  Amarine 
ciystallizes  in  glittering  prisms  melting  at  lOO"";  it  has  poisonous 
properties,  and  is  a  base  forming  sparingly  soluble  salts. 

Lophine  CjiHigNg  is  formed  by  distilling  hydrobenzamide  or  ama- 
rine ;  it  is  a  base,  crystallizing  in  long  needles,  melting  at  270°. 

When  potassium  cyanide  is  added  to  an  alcoholic  solution  of  benz- 
aldehyde, or  crude  oil  of  bitter  almonds  (containing  prussic  acid)  is 
mixed  with  alcoholic  potash,  the  aldehyde  is  converted  into  benzoin 
Ci^HigOj,  a  compound  which  is  a  derivative  of  the  radical  stilbene 
Cj^Hij,  and  will  be  described  afterwards. 


BENZOIC  ACID,   OR  PHENYLFORMIO  ACID   CgHg.CO.OH. 


This  acid  occurs  in  gum  Benzoin  (from  Styrax  benzoin),  and  is  some- 
times found  in  the  urine  of  herbivdra,  which  always  contains  hippuric 
or  benzamidacetic  acid.  Benzoic  also  exists  as  glucoside,  called 
populin,  in  the  bark  and  leaves  of  the  aspen.  It  has  been  produced 
artificially  by  several  reactions. 

(1.)  All  aromatic  hydrocarbons  containing  only  one  alcohol-radical 
are  convei-ted  by  oxidation  with  dilute  nitric  acid  or  chromic  acid  into 
benzoic  acid.  It  is  also  formed  by  oxidizing  benzyl  alcohol,  benzalde- 
hyde,phenylaceticacidCgHyCH2.C02H,cinnamicacidCgH5.C2H2.C02H 
and  similar  acids,  and  occurs  among  the  products  of  oxidation  of 
albuminous  substances. 

(2.)  Sodium  benzoate  is  formed  by  passing  carbon  dioxide  into  a 
mixture  of  bromobenzene  and  sodium  : — 

C^Hg.Br  +  CO2  +  Na,  =  CeH^.COjNa  +  NaBr 

(3.)  By  treating  the  same  mixture  with  ethyl  chlorocarbonate,  it 
yields  ethyl  benzoate : — 

C^H^Br  +  CO  I  ^Q  jj^  +  Na,  =  CoH,.CO.OC,H5  +  NaBr  +  NaCl 


360  THE  CHEMISTRY  OF 

(4.)  When  the  sodium  salts  of  formic  acid  and  benzenesulphonic 
acid  are  fused  together,  sodium  benzoate  is  fonned : — 

CeH5.S03Na  +  CHOjjNa  =  HNaSO,  +  C^Hj.COjNa 

Benzoic  acid  is  also  produced,  together  with  phthalic  acid 
CgH^(C02H)2,  formic  acid,  and  other  products,  by  treating  benzene 
with  manganese  dioxide  and  dilute  sulphuric  acid.  If  some  formic 
acid  be  previously  added  to  the  benzene,  the  yield  of  benzoic  acid  is 
increased  ;  and  from  this  it  appears  that  benzoic  acid  is  produced  by 
the  simultaneous  oxidation  of  benzene  and  formic  acid : — 

C^H^  +  CH,0,  +  0  =  C^Hj.COjH  +  H,0 

Benzoic  acid  is  obtained  from  gum  benzoin  by  carefully  heating 
the  coarsely-powdered  resin  in  a  shallow  iron  pan,  over  which  a  sheet 
of  paper  pierced  with  a  number  of  pin-holes  is  stretched,  and  the 
whole  is  then  covered  with  a  cap  of  stiff'  paper.  The  vapour  of  the 
acid  condenses  in  the  cap  in  light,  feathery  crystals,  possessing  the 
fragrant  odour  of  the  gum,  which  is  due  to  a  small  quantity  of  a 
volatile  oil.  A  more  productive  method  consists  in  boiUng  the  resin 
with  milk  of  lime,  concentrating  the  filtrate,  and  precipitating  the  acid 
by  hydrochloric  acid. 

Benzoic  acid,  being  used  in  the  manufacture  of  aniline  colours,  is 
now  prepared  in  quantity  from  naphthalene  Ci^H-,  a  hydrocarbon 
occurring  in  the  heavy  coal-tar  oil.  It  is  first  oxidized  to  phthalic 
acid  CgH^(C02H)«,  and  the  calcium  salt  of  this  acid  is  mixed  with 
slaked  lime,  and  heated  for  several  hours  to  300"* — 350'' : — 

2CeH,(C02)2Ca  +  CaCOH)^  =  {G^'B.^,CO^j:iQ,  +  2CaCoj 

Phthalic  acid  may  also  be  converted  into  benzoic  acid  by  distil- 
ling its  ammonium  salt,  which  is  thus  converted  into  plUhalintide 
CgH. (002)^11.  On  distilling  this  body  with  lime,  it  yields  benzo- 
nitrile : — 

C.H,(C0)2NH  +  CaO  =  CeH^.CN  +  CaCO, 

The  nitrile  is  boiled  with  caustic  soda,  and  the  sodium  salt  decomposed 
by  hydrochloric  acid. 

Benzoic  acid  is  also  obtained  from  urine  of  cows  and  horses,  as  will 
be  described  under  Hippuric  Acid. 

Benzoic  acid  crystallizes  from  a  hot  aqueous  solution  in  large,  thin, 
flexible,  and  brilliant  needles  or  plates,  melting  at  120**.  It  boils  at 
250°,  but  sublimes  readily  at  a  much  lower  temperature,  and  vola- 
tilizes by  boiling  its  solution.  It  is  only  sparingly  soluble  in  cold 
water,  but  readily  in  boiling  water  and  in  alcohol.  It  has  a  peculiar 
aromatic  odour,  which,  on  heating  the  acid,  becomes  irritating,  and 
produces  coughing. 
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It  is  very  characteristic  of  this  acid  that  the  presence  of  mere 
traces  of  certain  impurities  prevents  the  crystallization  and  lowers 
the  melting-point.  Thus,  on  oxidizing  toluene  with  dilute  nitric  acid, 
a  benzoic  acid  is  obtained  containing  nitrobenzoic  acid.  By  distilling 
it  with  steam,  the  latter  acid  is  almost  entirely  left  behind ;  only  a 
trace,  so  small  that  it  cannot  be  detected  by  combustion-analysis,  is 
carried  over ;  yet  the  benzoic  acid  can,  even  by  repeated  recrystalliza- 
tion,  only  be  obtained  in  warty  crusts  or  flakes.  But  on  heating  it 
with  tin  and  hydrochloric  acid,  the  nitro-acid  is  converted  into  amido- 
benzoic  acid,  which  on  cooling  remains  in  solution,  whilst  pure 
benzoic  acid  crystallizes  in  the  characteristic  needles.  Before  these 
facts  were  known,  it  was  believed  that  several  isomeric  benzoic  acids 
existed. 

Most  benzoates  are  soluble  in  water ;  the  neutral  solutions  give 
with  ferric  chloride  a  reddish  precipitate  of  ferric  benzoate.  This  re- 
action is  made  use  of  for  the  separation  of  iron  from  manganese,  and 
for  the  detection  of  benzoic  acid. 

Silver  benzoate  is  very  sparingly  soluble  in  cold  water,  and  crystal- 
lizes from  a  boiling  solution  in  small  shining  plates. 

Methyl  Benzodte  CgH5.CO2.CH8  is  readily  formed  by  passing  hydro- 
chloric acid  gas  into  a  solution  of  benzoic  acid  in  methyl  alcohol.  It 
is  a  limpid  liquid,  possessing  a  fragrant  odour,  and  boiling  at  199^ 
Alkalis  decompose  it  into  benzoic  acid  and  methyl  alcohol  As  this 
compound  has  such  a  high  boiling-point,  it  can  easily  be  obtained 
pure  by  using  impure  methyl  alcohol ;  and  it  is  therefore  used  for 
preparing  pure  methyl  alcohol,  as  the  benzoic  acid  can  easily  be 
recovered  and  employed  again  for  the  same  purpose. 

Uthyl  BeiizocUe  CgH5.CO2.C2H5  is  produced  by  the  action  of  hydro- 
chloric acid  on  an  alcoholic  solution  of  the  acid,  and  by  adding 
benzoyl  chloride  to  ethyl  alcohol.  It  is  an  aromatic  liquid,  boiling 
at  213°. 

Benzoyl  Chloride  C^Hg.COCl  is  prepared  by  distilling  the  acid  with 
phosphorus  trichloride,  and  also  formed  by  the  action  of  chlorine  on 
benzaldehyde.  It  is  a  limpid  liquid,  boiling  at  199°,  and  possessing  a 
very  pungent  smell.  Water  acts  on  it  as  on  other  acid  chlorides ; 
and  on  heating  it  with  phosphorus  pentachloride  it  is  converted  into 
benzenyl  trichloride  CgHg.CClj. 

Benzoyl  Fltuyride  C^Hg.COF. — To  obtain  this  compound,  benzoyl 
chloride  and  dry  potassium  hydrofluoride  are  heated  in  a  platinum 
retort : — 

HKFj  +  2CeH5.COCl  =  HCl  +  KCl  +  2CeH5.COF 

It  is  an  oily  liquid,  boiling  at  162°,  and  possessing  a  very  irritating 
smell.  Water  decomposes  it  readily  into  hydrofluoric  acid  and 
benzoic  acid. 

Benzoyl  Oxide  or  Benzoic  Anhydride  (CgH5.CO)20  is  prepared  by 
heating  dry  sodium  benzoate  with  benzoyl  chloride,  or  with  phos- 
phorus oxychloride : — 
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2C„Hj.C0.0Na  +  POClj  =  2CjH5.COCl  +  NaCl  +  NaPO, 
C,H,.CO.ONa  +  C,H,.C0C1  =  c'h'IcO  [  ^  +  ^^^^ 

6      6*  y 

The  mass  is  exhausted  with  water,  and  the  residue  crystallized 
from  alcohol.  Benzoyl  oxide  forms  rhombic  prisms,  melting  at  42**, 
and  boiling  at  310^  By  boiling  water,  it  is  slowly  resolved  into  two 
molecules  of  benzoic  acid. 

C  H  CO  1 

Benzoyl-acetyl  Oxide  qji'qq  J-  0  is  produced  by  acting  with  acetyl 

chloride  on  sodium  benzoate,  or  with  benzoyl  chloride,  on  fused 
sodium  acetate.  It  is  a  colourless,  oily  liquid,  which  by  distillation 
is  resolved  into  acetyl  oxide  and  benzoyl  oxide : — 

CeH,.CO  )  ,.  .    CH3.CO  )  ^      CH3.CO  \  ^  ,  C,H,.CO  1  r^ 
CHtcO  I  ^  -^  CXCO  I  °  =  CH^CO  I  0  -'  CX CO  I  ° 

Benzoyl  Dioxide  c*h*^CO  O  i  ' — '^^  prepare  this  compound,  benzoyl 

chloride  is  mixed  with  pure  barium  dioxide,  and  the  resulting  mass 
exhausted  with  carbon  disulphide  or  ether.  It  fonns  colourless 
crystals,  does  not  dissolve  in  water,  and  is  decomposed  by  heat  with 
a  slight  detonation.  Hot  potash-solution  resolves  it  into  benzoic  acid 
and  oxygen. 

Benzamide  C^Hg.CO.NH^  is  produced  by  acting  with  ammonia  on 
benzoyl  chloride  or  ethyl  benzoate.  It  is  sparingly  soluble  in  cold 
water,  and  crystallizes  from  a  hot  solution  in  needles,  melting  at  115°, 
and  boiling  at  288^  On  heating  it  with  phosphorus  pentoxide,  it  is 
resolved  into  water  and  benzonitrile. 

Hippuric  or  Benzamidaceiic  Acid  CgH^NOj  occurs  as  potassium  or 
sodium  salt  in  the  urine  of  all  herbivorous  animals,  and  also  in  small 
quantity  in  human  urine.  When  toluene,  benzoic  acid,  oil  of  bitter 
almonds,  or  cinnamic  acid,  are  taken  internally,  they  are  converted 
into  hippuric  acid,  which  is  found  in  the  urine.  This  transformation 
takes  place  in  the  human  organism,  as  well  as  that  of  many  animals. 
Quinic  acid  is  also  converted  into  hippuric  acid,  but  only  in  the 
human  system  and  that  of  graminivorous  animals. 

Hippuric  acid  is  also  produced  by  the  action  of  benzoyl  chloride 
on  the  silver  or  zinc  salts  of  amidacetic  acid,  and  by  heating  ben- 
zamide with  chloracetic  acid  : — 

CHjCl  .  r.^  r.  TT        CH0.N  I  ?O.CeH, 


jf  f  CO.C  A  ^  ^^2.^  {  H 


CO.OH  '-  "2  CO.OH 

It  is  generally  prepared  by  evaporating  the  fresh  urine  of  cows  or 
horses  to  about  one-tenth  of  its  volume,  and  precipitating  with  hydro- 
chloric acid. 

It  forms  large  rhombic  prisms,  dissolving  sparingly  in  cold  water,  but 
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freely  in  hot  water  and  alcohol.  On  heating,  it  fuses,  and  then  decom- 
poses, yielding  prussic  acid,  benzoic  acid,  benzamide,  benzonitrile,  &c. 
By  boiling  it  with  alkalis  or  acids,  it  is  resolved  into  benzoic  acid  and 
amidacetic  acid.  A  similar  change  takes  place  when  urine  undergoes 
putrefaction,  and  benzoic  acid  may  therefore  be  obtained  in  quantity 
from  the  urine  of  horses  or  cows. 

Hippuric  acid  is  monobasic,  and  yields  a  series  of  salts,  which  are 
mostly  soluble  in  water. 

By  the  action  of  potassium  chlorate  and  hydrochloric  acid,  it  is 
converted  into  raonochloro-  and  dichlorohippuric  acid,  Monochloro- 
hippuric  acid  is  found  in  the  urine  after  monochlorobenzoic  acid  has 
been  taken  internally. 

Benaoglycollic  Acid  CgHgO^  is  obtained  by  dieting  with  nitrous  acid 
on  hippuric  acid  : — 

CHjN  I  2^-^«*  '^  CHj.O.CO.CeH^ 

I  I  ^  +  NO,H  =1  +  H,0  +  Ng 

CO.OH  CO.OH 

It  crystallizes  in  colourless  prisms,  and  does  not  freely  disscdye  in 
water. 

Bemoleic  Acid  C^H^COjH. — This  additive  compound  is  formed, 
together  with  benzyl  alcohol,  by  acting  with  sodium  amalgam  on  an 
aqueous  solution  of  benzoic  acid.  It  is  an  oily  liquid,  smelling  like 
valerianic  acid,  and  forms  amorphous  and  deliquescent  salts,  which, 
as  well  as  the  free  acid,  absorb  oxygen  from  the  air  and  are  converted 
into  benzoates. 


SUBSTITUTED   BENZOIC   ACIDS. 

1-3  CtUorobenzoic  Acid  C^H^ClCOgH  is  obtained  by  acting  on  ben- 
zoic acid  with  hydrochloric  acid  and  potassium  chlorate,  and  by 
oxidizing  orthochlorotoluene.  It  is  but  sparingly  soluble  in  water, 
and  crystallizes  in  needles,  melting  at  152^ 

14  Chlorobenzoic  Acid,  or  CMorodracylic  Add, — This  acid  is  formed 
by  oxidizing  parachlorotoluene  or  parachlorobenzyl  alcohol  with  a 
dilute  solution  of  chromic  acid.  It  sublimes  in  scaly  crystals,  melt- 
ing at  236^ 

1-2  Chlorobenzoic  Acid,  or  Chlorosalylic  Acid, — To  prepare  this  acid, 
1-2  oxybenzoic  or  salicylic  acid  CgH^(0H)C02H  is  treated  with  phos- 
phorus pentachloride,  and  the  chlorosalyl  chloride  C-H.C1.C0C1  thus 
formed  is  decomposed  with  water.  Chlorosalylic  acid  is  much  more 
freely  soluble  in  water  than  its  isomerides,  and  crystallizes  in  needles, 
melting  at  137°  when  in  the  dry  state,  but  under  water  already 
at  100^ 

Nascent  hydrogen  converts  the  three  chlorobenzoic  acids  into 
benzoic  acid. 
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a  Dichlarobenzoic,  or  Dichlorodracylic  Acid  C-HjCLCOgH,  has  been 
obtained  by  several  reactions.  It  is  formed  by  oxidizing  dichloro- 
toluene  with  chromic  acid,  and  by  heating  dichlorobemenyl  trichloride 
C^HjClg-CClg  (see  page  346)  with  water  to  100**.  The  same  acid  is 
produced  by  heating  chlorodracylic  acid  with  antimony  pentachloride, 
and  by  boiling  benzoic  acid  with  a  clear  solution  of  bleaching-powder, 
precipitating  with  hydrochloric  acid,  and  boiling  the  precipitate  again 
with  bleaching-powder : — 

W  C;h;:CO:S  +  ^a  {  gg  =  C.H,C1.C0,  I  c,  ^  2H,0 

(2)  g:S;c!:CO:S  +  Ca{  gg  =  g;|glj;gg^^ }  Ca  +  2H,0 

It  crystallizes  in  slender  needles,  melting  at  202°. 

13  DicMorobenzaic,  or  Dichlorosalylic  Acid,  has  been  obtained  by 
heating  chlorosalylic  acid  with  antimony  pentachloride.  It  crystal- 
lizes in  glistening  needles,  melting  at  148°. 

1*3  Bromolmvzoic  Acid  CgH^Br.COgH  is  obtained  when  benzoic  acid 
is  heated  with  bromine  and  water  to  100°.  It  crystallizes  in  needles, 
melting  at  154°. 

1'4  Bromobenzoic  Acid  is  produced  by  oxidizing  parabromotoluene, 
and  forms  needles,  melting  at  251°. 

1*2  Bromobenzoic  Acid  has  been  obtained  from  the  corresponding 
amidobenzoic  acid  by  converting  it  into  a  diazo-compound,  and  de- 
composing this  by  hydrobromic  acid.  It  sublimes  in  flat  needles, 
melting  at  138°. 

We  know,  also,  the  three  iodobenzoic  acids  which  have  been  produced 
from  the  corresponding  diazo-compounds. 

Fluobenzoic  Add  C^H^F.COgH  is  produced  by  acting  with  fuming 
hydrofluoric  acid  on  diazo-amidobenzoic  acid.  It  crystallizes  from  an 
aqueous  solution  in  large  rhombic  prisms,  melting  at  182°.  It  vola- 
tilizes with  the  vapour  of  water,  and  forms  crystalline  salts. 

1*3  Orthonitrobenzoic  Acid  CoH^(N02)C02H. — To  prepare  this  acid 
an  intimate  mixture  of  one  part  of  benzoic  acid  and  two  parts  of 
nitre  is  added  to  three  parts  of  sulphuric  acid,  and  then  gently  heated 
until  the  nitro-acid  swims  jxs  an  oily  layer  on  the  top.  To  remove  some 
metanitrobenzoic  acid,  which  fonns  at  the  same  time,  the  product  is 
three  times  exhausted  with  about  twice  its  quantity  of  boiling  water, 
and  the  residue  either  crystallized  from  more  boiling  water,  or  sub- 
limed. The  pure  acid  forms  colourless  needles,  melting  at  140°.  It  is 
also  obtained  by  oxidizing  ortlionitrotoluene. 

1*2  Metanitrobenzoic  Acid  is  formed,  but  only  in  small  quantity, 
together  with  the  ortho-acid.  The  acid,  as  well  as  its  salts,  are  much 
more  soluble  than  their  isoraerides,  and  distinguished  by  their  in- 
tensely sweet  taste,  while  most  other  nitro-conipouuds  have  a  bitter 
taste.  The  acid  cry&tallizes  by  the  slow  evaporation  of  an  alcoholic 
solution  in  large  yellowish  prisms,  melting  at  145°. 
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1*4  Paranitrohenzoic  Acid  is  prepared  by  oxidizing  paranitrotoluene, 
and  forms  yellowish  plates,  melting  at  240**. 

jyinitrohenzoic  Add  is  formed  when  1*3  nitrobenzoic  acid  is  heated 
with  a  mixture  of  nitric  and  sulphuric  acids ;  it  crystallizes  in  small 
brilliant  plates,  and  melts  at  202"*.  An  isomeride  has  been  obtained 
oxidizing  dinitrotoluene  with  nitric  acid ;  it  forms  long  prisms,  melting 
at  179^ 

Azohenzoic  Acids, — These  bodies  are  formed  by  acting  with  sodium- 
amalgam  and  water  on  the  nitrobenzoic  acids.  They  are  amorphous 
yellow  solids,  which  are  almost  insoluble  in  water,  alcohol,  ether,  &c., 
and  form  sparingly  soluble  salts.  Reducing  agents  convert  them  into 
colourless  hydraix^nzoic  adds.  The  constitution  of  these  bodies  cor- 
responds to  that  of  azobenzene,  &c. : — 

NCeH,.C02H 
Azohenzoic  Acid 


id  .     .^    I 

(  NCeH,.C02H 


rHNCeH,.C02H 
Hydrazobenzoic  AcidK     | 

(  HNCeH,.C02H 

13  Amidobenzoic  Acid  CgH.(NH2)C02H  is  easily  obtained  by  re- 
ducing the  corresponding  nitrobenzoic  acid  with  ammonium  sulphide, 
or  with  tin  and  hydrochloric  acid.  It  crystallizes  in  small  prisms, 
melting  at  165^  and  dissolving  freely  in  hot,  but  only  sparingly  in  cold 
water.  It  forms  metallic  salts,  and  combines  as  amido-compound 
also  with  acids. 

1*4  Amidobenzoic  or  Amidodracylic  Add  crystallizes  from  water  in 
long  slender  needles,  melting  at  187°. 

1"2  Amidobenzoic,  Amidodracylic,  or  Anthranilic  Add  was  first 
obtained  by  boiling  finely-powdered  indigo  with  caustic  soda  and 
manganese  dioxide  for  several  days.  After  the  solution  has  been 
neutralized  with  sulphuric  acid,  it  is  evaporated,  and  the  residue  ex- 
hausted with  alcohol,  which  dissolves  sodium  anthranilate.  It  is  also 
produced  by  the  reduction  of  the  corresponding  nitro-acid,  and  has 
further  been  obtained  from  1*3  bromobenzoic  acid,  which  yields  two 
isomeric  nitro-compounds ;  one  of  these,  melting  at  141^  is  reduced 
to  amidobromobenzoic  acid,  and  the  latter  treated  with  water  and 
sodium  amalgam. 

Anthranilic  acid  is  sparingly  soluble  in  cold,  and  more  freely  in  hot 
water ;  it  forms  thin  prisms,  melting  at  144° ;  and  when  more  strongly 
heated,  it  is  resolved  into  aniline  and  carbon  dioxide.  Its  isomerides 
yield  also  aniline  on  heating  them  with  an  alkali. 

Diazobenzoic  Add  C^H^  -J  r^K  „ . — When  1*3  amidobenzoic  acid  is 

dissolved  in  cold  nitric  acid,  and  nitrogen  trioxide  passed  into  this 

f  N  NO 
solution,  the  nitrate  of  diazobenzoic  add  C^H^  i  pK  tt  ^  crystallizes 
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out  in  colourless  prisms.  It  explodes  violently  when  heated,  and  is 
decomposed  by  boiling  water,  1*3  oxy benzoic  acid  being  formed  : — 

CA{c6^^'  +  H,0  =  C,H,  I  g^^^  +  HNO,  +  N, 

The  free  acid  is  obtained  by  adding  an  alkali  to  a  solution  of  the 
nitrate ;  it  is  a  yellow  body,  which  soon  undergoes  spontaneous  de- 
composition. 

IHaao-amidoheriaoic  Acid  C^H^  \  qqtt   '^  •    **      *     is  precipitated 

in  orange  crystals  by  adding  amidobenzQic  acid  to  an  aqueous  solution 
of  diazobenzoic  acid.  It  is  almost  insoluble  in  water,  and  a  bibasic 
acid.    When  heated,  it  is  decomposed  with  a  slight  explosion. 

Uramidohenzoic  Acid  C^H^x  qq  'n-  '  *. — This  compound  is  dis- 
tinguished by  the  great  number  of  derivatives  which  it  yields.  It  is 
produced  by  fusing  urea  with  1*3  amidobenzoic  acid.  By  the  action 
of  strong  nitric  acid  it  yields  three  isomeric  dinitro-acids,  which, 
owing  to  the  great  similarity  of  their  properties,  cannot  be  separated 
from  each  other. 

When  an  ammoniacal  solution  of  these  acids  is  boiled,  they  are  con- 
verted into  the  mononitro-acids : — 

=  C«H,(NO^|^^J^-^*  +  NO,.OH 

The  mononitro-compounds  can  easily  be  separated,  their  barium 
salts  possessing  a  very  different  solubility  in  water.  On  acting  with 
nitric  acid  on  the  pure  mononitro-acids,  the  dinitro-acids  are  o])tained 
perfectly  pure.  They  form  yellowish-white  needles,  and  are  freely 
soluble  in  alcohol,  but  scarcely  soluble  in  water.  By  boiling  them 
with  water  for  a  long  time,  they  are  converted  into  amido-nitrobenzoic 
acids: — 

C.H,(NO^,^  ^J^0-^^«  =  CeH,(NO^  1^^^^  +  CO,  +  N,0 

When  these  amido-nitro-acids  are  gently  heated  with  tin  and 
hydrochloric  acid,  they  are  reduced  to  diamidobenzoic  acids. 

a  Diamidobenzoic  Acid  C^Hj  -j  >^q  A^  is  sparingly  soluble  in  hot 

water,  and  forms  minute  prisms.  Its  sulphate  CgH3(C02H)(NHo)2SO^H2 
is  almost  insoluble  in  water.  On  distilling  the  acid,  it  is  resolved  in 
carbon  dioxide  and  orthodianiidobenzenc  (see  page  327). 

/8  Diamidobenzoic  Acid  is  more  freely  soluble,  and  crystallizes  in 
pale-yellow  plates.  The  sulphate  has  the  composition  2[CgHs(C02H) 
(NH2)2]SO^H2,  and  is  more  soluble  than  the  a  compound. 


THE  CARBON  COMPOUNDS.  367 

7  Diamidcbenzoic  Acid  crystallizes  in  long  yellowish-white  needles, 
and  forms  an  almost  insoluble  sulphate  2[CgHj(C02H)(NH2)JSO^Hg 
+  liH^O. 

The  fi  and  y  acids  yield,  when  heated,  metadiamidobenzenc  (page 
327). 

B  Diamidobenzoic  Acid, — ^This  body  has  been  obtained  by  reducing 
dinitrobenzoic  acid.  It  differs  from  its  isomerides  by  its  physical 
properties,  as  well  as  by  not  yielding  a  diamidobenzene,  being  by 
heat  completely  carbonized,  with  the  evolution  of  ammonia. 

StUphohenzoic  Add   CgH^-j  pr/xT- — ^This    strong  bibasic   acid  is 

formed  by  passing  gaseous  sulphur  trioxide  over  benzoic  acid.  It  is 
a  crystalline,  very  deliquescent,  sour  mass.  The  neutral  barium  salt 
is  freely  soluble  in  water,  but  the  acid  salt  (CgH4S03)2Ba(C02H)2i 
which  crystallizes  in  monoclinic  prisms,  dissolves  but  sparingly. 

IXmlphobenzoic  Add  C^Hj  -j  pq  xr     is  obtained  by  heating  benzoic 

acid  with  fuming  sulphuric  acid  and  phosphorus  pentoxide  to  250**. 

It  forms  hygroscopic  crystals.     The  acid  barium  salt  C^Hj  -j  Xq  ^ 

+  2H2O,  is  sparingly  soluble  in  water,  and  forms  microscopic  needles ; 
the  normal  salt  2[CgH3(S08)jCOJBas  +  TH^O,  jcrystallizes  in  prisms. 
The  lead-salt  is  insoluble  in  water. 


OXYBENZYL-  AND  OXYBENZOYL-COMPOUNDS. 

The  compounds  belonging  to  this  group  contain  one  or  more 
hydroxyls,  combined  with  the  aromatic  nucleus,  and  have  therefore 
the  character  of  phenols. 

Saligenin,  or  1'2  Oxyhenzyl  Alcohol  C^H^-j  prx  qtt. — The  bark  of 

different  kinds  of   willow  contains  Salidn  C^H^  -J  p^r  on  pr  O »  * 

glucoside  which,  by  the  actions  of  certain  ferments,  takes  up  water, 
and  is  resolved  into  saligenin  and  grape-sugar. 

Saligenin  crystallizes  from  alcohol  or  hot  water  in  brilliant,  small, 
rhombic  plates,  melting  at  82**,  and  subliming  above  100°.  Its  aqueous 
solution  gives  with  ferric  chloride  a  deep-blue  colour.  Oxidizing 
agents  convert  it  into  salicyl  aldehyde  and  salicylic  acid.  Saligenin 
is  isomeric  with  orcin  and  homopyrocatechin,  and  metameric  with 
guaicacol : — 

Saligenin  Ca{CS,OH  Homo-''p^°catechin  }c.H,{gi^)« 

Guaicacol  CflH^-j  Qprr 
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Saliretin  ri®TT*rOH^CH*  f  ^  ^  formed  by  heating  saUgenin  or 
salicin  with  hydrochloric  acid.     It  is  a  yellowish  amorphous  powder. 

Salicylaldekyde  C^H^  j  COH  ^^^^  ^^  ^^®  flowers  of  the  meadow- 
sweet and  other  species  of  Spircea,  and  in  the  larvae  of  Chrysomela 
poptUi.  It  is  conveniently  prepared  by  distilling  salicin  with  dilute 
sulphuric  acid  and  potassium  dichromate.  It  is  a  mobile,  colourless 
liquid,  possessing  a  fragrant  smell,  and  boiling  at  196^  At  —20'*  it 
solidifies,  and  when  exposed  to  the  air  it  assumes  a  red  tint ;  it  is 
sparingly  soluble  in  water.  Ferric  chloride  colours  this  solution 
deep- violet. 

Salicylaldehyde    forms    crystalline    compounds    with    the    acid 

sulphites  of  the  alkali-metals,  and  as  phenol  it  forms  also  metallic 

(  OK 
compounds.    The  potassium-compound  C^H^  <  COH  ^^s^^l^^s  from 

water  in  colourless  plates,  which,  when  moist,  rapidly  absorb  oxygen 
from  the  air.  By  adding  a  solution  of  copper  acetate  to  an  alcoholic 
solution  of  the  aldehyde,  the  compound  (CgHJC0H)0)2Cu  separates 
out  in  shining  green  crystals. 

When  equal  molecules  of  the  aldehyde  and  phosphorus  penta- 
chloride  are  mixed,  oocyhemylene  dicMoride  CgH^(0H)CHCl2  is  formed, 
crystallizing  from  ether  in  large  hard  prisms,  melting  at  82*.  By 
distDling  this  compound  with  phosphorus  pentachloride,  it  is  con- 
verted into  chlorobenzylene  dichloride  CgH^Cl.CHClj,  a  colourless  and 
very  refractive  liquid,  boiling  at  229°,  and  possessing  a  peculiar  odour 
and  pungent  taste.  On  heating  it  with  water  to  170°,  it  yields  12 
chlordbenzaldehyde  CqH.C1.C0H,  a  liquid  boiling  at  210°,  and  possess- 
ing a  pungent  taste  and  smell. 

Methyl'Salicylaldehyde    CgH^-!  prvTT*  is  formed   by   acting   with 

methyl  iodide  on  the  potassium  compound  of  the  aldehyde.  It  is  a 
liquid  possessing  a  fragrant  smell,  and  boiling  at  238°. 

Salicylic  Acid,  or  1'2  Oxybenzoic  Acid,  occurs  in  the  flowers  of  several 
species  of  Spircea,  and  its  methyl-ether  forms  the  chief  constituent 
of  oil  of  wintergreen.  It  has  been  produced  artificially  by  passing 
carbon  dioxide  into  a  mixture  of  sodiimi  and  phenol : — 


C,H,.ONa  +  CO,  =  CeH,igJ^jf^ 


It  is  also  formed  by  fusing  metacresol  with  an  excess  of  caustic 
potash : — 

CfiH^  I  cjj^  +  2K0H  =  C,H,  j  ^^^^  +  SH^ 

By  acting  with  nitrous  acid  on  a  dilute  solution  of  anthranilic  acid 
(page  365),  salicylic  acid  is  obtained: — 
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^•^*  {  CO^  +  ^^^  =  ^>^*  {  CO,H  +  ^*  +  ^*0 

To  prepare  salicylic  acid,  wintergreen-oil  is  boiled  with  caustic 
potash ;  methyl  alcohol  distDs  over,  and  potassium  salicylate  is  left 
behind. 

Salicylic  acid  crystallizes  in  four-sided  prisms,  melting  at  156**;  it 
is  sparingly  soluble  in  water.  The  aqueous  solution  gives,  with  ferric 
chloride,  a  deep-violet  colour.  When  a  small  quantity  of  tlie  acid  is 
carefully  heated,  it  sublimes ;  but  on  heating  it  quickly,  or  in  presence 
of  alkalis,  it  splits  up  into  phenol  and  carbon  dioxide. 

It  is  a  monobasic  acid,  but  as  phenol  it  forms  also  compounds 
containing  two  equivalents  of  a  metal ;  but  these  are  very  unstable, 
and  decomposed  by  carbon  dioxide. 

Methyl  Salicylate  C^H^  -j  qq  qqtt  is  the  chief  constituent  of  oil  of 

wintergreen,  and  forms  a  colourless  liquid,  possessing  a  fragrant  odour, 
and  boiling  at  224^     It  forms,  with  alkalis,  unstable  phenates. 

{OOH 
p^  t|. — The  methyl-ether  of  this  acid 

is  produced  by  heating  oil  of  wintergreen  with  caustic  potash  and 
methyl  iodide.  By  boiling  this  ether  with  an  alkali,  it  is  decomposed 
into  methyl  alcohol  and  methyl-salicylic  acid,  which  crystallizes  in 
plates,  melting  at  98'''5.  On  heating  it  to  200"*,  it  is  resolved  into 
carbon  dioxide  and  anisol  (see  page  332).  This  acid  is  isomeric  with 
methyl  salicylate,  from  which  it  differs  by  being  a  strong  acid. 

Salicylic  Anhydride  C^H^  -j  pr)>  is  obtained  by  acting  with  phos- 
phorus oxychloride  on  sodium  salicylate  : — 

3C,H,|  g^Qjj^  +  POCl,  =  3C,H,  {  gQ>  +  NaPO,  +  3HC1 

It  is  a  white  powder,  which  is  insoluble  in  water,  and  forms,  with 
potash,  potassium  salicylate. 

r  OH 

Salicylamide  C^H^  -j  qq  -kt-o^  is  produced  by  the  action  of  ammonia 

on  oil  of  wintergreen.     It  forms  small  plates,  melting  at  132"*,  and 

subliming  when  more  strongly  heated.    With  caustic  potash  it  forms 

(  OK 
the  compound  C^H^  i  ^^  ^tt  ;  by  adding  silver  nitrate  to  an  aqueous 

solution  of  this  phenate,  the  silver-compound  C^jH^-l  qq  \H  ^  ^^^" 

cipitated  in  white  flakes. 

At   270'',  the   amide    is    resolved  into   water    and   salicylnitrile 

CgH^-<  nxr,  a  crystalline  solid,  which  is  insoluble  in  water,  and  dis- 
solves in  ammonia.  The  salts  of  lieavy  metals  precipitate  from  this 
solution  the  corresponding  phenates. 
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Phogpliorus  pentacliloride  converts  salicylic  acid  into  chlorosalyl 
cliloride  (page  1^63),  and  by  the  action  of  chlorine  or  bromine  it 
yields  products  of  substitution.  When  it  is  treated  with  iodine  and 
iodic  acid,  one  or  more  hydrogen-atoms  are  replaced  by  iodine. 

All  these  substituted  salicylic  acids  are  resolved  at  a  high  tempera- 
ture into  carbon  dioxide  and  substituted  phenols. 

e  OH 

Nitrosalicylic  Acid  CgH3(N02)  \  qq  tt   is  formed  by  dissolving 

salicylic  acid  or  salicin  in  fuming  nitric  acid,  and  by  boiling  indigo 
with  dilute  nitric  acid.  It  crystallizes  in  thin  needles,  and  forms  two 
series  of  salts ;  those  containing  two  equivalents  of  a  metal  possess  a 
yellow  colour. 

Amidosalicylic  Acid  Cfi^Qi^^  \  p^  tt  is  produced  by  reducing 

nitrosalicylic  acid.  It  forms  shining  needles,  and  combines  with 
bases  as  well  as  with  acids.  By  the  action  of  heat  it  is  decomposed 
into  carbon  dioxide  and  ortho-amidophenol. 

13  Oxyhenzoic  Acid. — This  Lsomeride  of  salicylic  acid  is  commonly 
called  simply  oxybenzoic  acid.  It  is  produced  by  passing  nitric 
trioxide  into  a  boiling  solution  of  1*3  amidobenzoic  acid,  or  by  boiling 
tlie  nitrate  of  the  cori'esponding  diazobenzoic  acid  with  water.  It 
hits  also  been  obtained  by  fusing  sulphobenzoic  acid,  1'3  chlorobenzoic 
acid,  or  orthocresol  with  caustic  potash. 

It  crystallizes  in  prismatic  needles,  is  readily  soluble  in  boiling 
water,  and  possesses  a  sweet  taste.  It  melts  at  195**,  and  at  a  very 
hi;,'h  temperature  is  resolved  into  phenol  and  carbon  dioxide.  The 
same  decomposition  occurs  much  more  readily  in  presence  of  an 
alkali.     With  ferric  salts  it  gives  no  reaction. 

Mcthyl-oxybenzoic  Acid  C^H^  i  ro  OH* — ^^®  sodium  salt  of   this 

acid  is  formed  by  passing  carbon  dioxide  into  a  mixture  of  bromo- 
i»lienol-methylether  and  sodium  : — 

CeH.{  B?^'  +  Na,  +  CO,  =  C,H,|  ggj^^  +  NaBr 

P»y  decomposing  this  salt  with  hydrochloric  acid,  the  free  acid  is 
obtained,  which  crystallizes  in  long  needles,  melting  at  95°,  and  sub- 
liming without  decomposition. 

It  has  also  been  produced  by  heating  oxybenzoic  acid  with  methyl 
iodide  and  caustic  potash  : — 

^'«^*  {  CO.OK  +  ^^^3!  =  CeH,  I  C0.OCH3  -^  ^^^ 

and  decojnposing  the  ether  tluis  produced  with  potash  : — 

Col^  {  Colhl,  +  KOH  =  CeH,  {  ^^l^^  +  CH,OII 
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1*4  Para-oxybenzoic  Acid, — This  third  isomeric  acid  is  obtained  by 
the  action  of  nitrous  acid  upon  an  aqueous  solution  of  paramido- 
benzoic  acid,  as  well  as  by  the  action  of  fusing  caustic  potash  upon 
anisic  acid,  paracresol  and  many  resins  (gum  benzoin,  aloes,  dragon's- 
blood,  &c.). 

It  is  much  more  soluble  in  water  than  salicylic  acid,  and  crystallizes 
in  monoclinic  prisms,  with  one  molecule  of  water.  It  melts  at  210"*, 
decomposing  at  the  same  time  partly  into  carbon  dioxide  and  phenol. 
Its  aqueous  solution  gives  with  ferric  chloride  a  yellow  precipitate. 
Phosphorus  pentachloride  converts  it  into  parachlorobenzoyl  chloride. 

Anisyl  Aldehyde,  or  Methyl-para-oocybenzcUdehyde  C^H^  -J  pqtt*. — 

The  volatile  oils  of  Pimpinella  Anisa,  Anethum  FosniciUum,  Artemisia 
DraeunctUus,  and  other  Umbelliferae,  and  the  oil  of  Illicium  aniscUum, 

(  OCH 
contain  as  principal  constitutent  anethol  C^H^  )  0  H  '*  w^^i^h,  by  the 

action  of  dilute  nitric  acid  or  chromic  acid,  is  oxidized  to  anisyl 
aldehyde,  an  oily  liquid,  boiling  at  248^  and  possessing  an  aromatic 
odour.  It  forms  with  the  acid  sulphites  of  the  alkali-nietals  crystal- 
line compounds,  and  combines  with  nascent  hydrogen  with  the 
formation     of   Anisyl     alcohol     or     methyl-para^oxybenzyl     alcohol 

C^H^  -!  p-rj  Att,  which  crystallizes  in  shining  prisms,  melting  at  28®, 

and  boiling  at  about  250^  It  has  a  faint  odour  and  burning  taste ; 
on  heating  it  with  hydrochloric  acid  it  is  converted  into  the  liquid 

isyl  chloride  CgH^  -J  p tr  pi. 

Anisic AddyOT  Methyl-para-oxybenzoic  Acid  CgH^^  po  o  R»  ^^  formed 

by  the  prolonged  action  of  oxidizing  agents  upon  the  above-mentioned 

oils,  and  on  paracresol-methyl-ether,  and  has  also  been  produced  by 

heating  para-oxybenzoic  acid  ^ith  caustic  potash  and  methyl  iodide. 

It  crystallizes  in  colourless  needles,  melting  at  175^  and  subliming 

without  undergoing  decomposition.     By  heating  it  with  hydrochloric 

acid  or  hydriodic  acid,  or  by  fusing  it  with  caustic  potash,  it  yields 

para-oxybenzoic  acid,  and  by  distillation  with  caustic  baryta  it  is 

resolved  into  carbon  dioxide  and  anisol. 

(  OCH 
Nitranisic  Acid  C^IL^(NO^  }  CO  ofe  ^  obtained  by  acting  on  oil  of 

anise-seed  with  hot  nitric  acid  of  speci^c  gravity  of  l°-4,  and  forms  small 
glistening  needles,  melting  at  180^ 

(  OCH 

Diniiranisic  Acid  C^H^pSO^^  i  CO  OH  ^®  f^"^®^  together  with 

di-  and  trinitranisol,  when  nitranisic  acid  is  boiled  with  fuming 
nitric  acid.  It  crystallizes  from  hot  water  in  large  yellowish,  shiuing 
reedles,  melting  at  173**.  In  alcoholic  potash  it  dissolves  with  a  i\T)e 
led  colour,  and  boiling  alkalis  decompose  it  with  the  formation  of 
dinitropara-oxybenzoic  acid. 

r.  V.  *1 


an 
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By  acting  Tvith  ammonia  on  dinitranisic  acid,  it  is  converted  into 
methyl    alcohol,   and    chrymnisic    or    dinitraparamidobemoic    add 

CgH2(N02)2-<  pQ  |t  crystallizing    from    alcohol    in  small   rhombic 

golden-yellow  plates,  melting  at  259°. 

Tin  and  hydrochloric  acid  reduce  it  to  triamidohenzaic  acid 
C^lIJlfll^)^COM,  which  crystallizes  from  hot  water  in  fine,  shining 
needles.  With  sulphuric  acid,  containing  a  trace  of  nitric  acid,  it 
forms  a  deep-blue  solution,  like  iriamidohenzene  (see  page  327).  It 
combines  not  only  with  bases,  but  also  with  acids. 

Oxysalicylic  Acid  C^Hj  -j  k,Q  tf. — ^To  obtain  this  compound,  mon- 

iodosalicylic  acid  is  boiled  down  with  caustic  potash,  the  residue 
dissolved  in  water,  and  acidulated  with  sulphuric  acid.  The  solution 
is  tlien  shaken  with  ether,  and  the  ethereal  solution  evaporated. 
Oxysalicylic  acid  crystallizes  from  water  in  shining  needles,  melting 
at  183°,  and  decomposing  when  more  strongly  heated  into  carbon 
dioxide,  and  a  mixture  of  hydroquinone  and  pyrocatechin.  By  adding 
ferric  chloride  to  its  aqueous  solution,  a  deep-blue  colour  is  produced, 
which  is  changed  into  red  by  ammonia. 

Protocatechuic  Acid  CgHjK  k,Q  -^  has  been  obtained  by  acting  with 

fused  potash  on  sulphoxybenzoic  acid  ;  on  bromo-,  iodo-,  and  sulpho- 
para-oxybenzoic  acids;  and  on  brouianisic,  eugenic,  and  piperic  acids. 
It  is  also  formed,  together  with  para-oxybenzoic  acid,  by  ftising  gum- 
benzoin,  guaiacum,  dragon's-blood,  and  other  resins  with  potash.  It 
is  spai'in<;ly  §oluble  in  cold  water,  and  crystallizes  from  boiling  water 
ill  needles  containinp^  one  molecule  of  water.  It  melts  at  200°,  and 
is  resolved  by  dry  distillation  into  carbon  dioxide,  pyrocatechin  and 
liydroquinone.  With  ferric  chloride  it  gives  a  bluish-green  colour, 
wliich  alkalis  change  into  red. 

As  pyrocateclmic  acid  may  be  obtained  from  1*3  oxybenzoic  acid, 
as  well  as  from  1'4  paraoxy benzoic  acid,  it  follows  that  the  hydroxyls 
occupy  the  positions  3*4. 

a  Dioxylenzaic  Acid  CgHj-J  k^  £?  is  produced  by  converting  1*4 

nitrotoluene    into   the    corresponding   diazotoluene-sulphonic    acid 
boiling  the  latter  with  water,  and  fusing  the  cresol-sulphonic  acid 
thus  formed  with  potash.     It  is  readily  soluble  in  water,  and  crj^stal- 
lizes  in  needles  ;  its  solution  colours  ferric  salts  reddish-brown. 

When  the  above-mentioned  diazotoluene-sulphonic  acid  is  boiled 
with  absolute  alcohol,  and  the  toluenesulphonic  acid  thus  formed  is 
fused  with  potash,  metacresol  is  obtained,  which  by  oxidation  yields 
salicylic  acid.  Consequently  the  two  hydroxyls  of  a  dioxy benzoic 
acid  have  the  position  2*4. 

yS  Diojrf/lenzoic  Acid. — Tliis  fourth  isomeride  is  obtained  by  fusing 
dibulpliobenzoic  acid  with  potash.  It  crystallizes  from  an  aqueous 
solution  in  thick  prisms,  And  is  not  coloured  by  ferric  chloride. 
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Gallic  Acid,  or  Triaxybenzaic  Acid  C^H^  |  qqh'  ^^^^^  in  the  free 

state,  or  as  glucoside  (tannin)  in  nutgalls,  in  the  leaves  of  the  bear- 
berry,  in  tea,  in  the  fruits  of  Ccesalpinia  coriaria  (Divi-Divi),  in 
the  root-bark  of  the  pomegranate,  and  in  other  plants.  It  is 
obtained  by  boiling  tannin  with  dilute  acids,  or  exposing  it  in  the 
moist  state  to  the  air  at  a  temperature  of  20**  to  SO"*. 

Gallic  acid  is  also  formed  by  heating  di-iodosalicylic  acid  with 
potassium  carbonate  and  by  fusing  bromocatechuic  or  /8  bromo- 
dioxybenzoic  acid  with  caustic  potash. 

The  formation  of  gallic  acid  from  salicylic  acid  and  pyrocatechuic 
acid  proves  that  the  hydroxyls  have  the  position  2.  3.  4  (or  3.  4  6). 

Gdlic  acid  dissolves  in  100**  parts  of  cold,  and  three  parts  of 
boiling  water,  and  crystallizes  in  fine  silky  needles,  containing  one 
molecule  of  water.  It  has  a  slightly  acid  and  astringent  taste,  and 
gives  a  deep-blue  colour  with  ferric  salts.  It  melts  at  200**,  and  at 
210**  it  is  resolved  into  carbon  dioxide  and  pyrogallol. 

It  forms  four  series  of  salts,  which  are  stable  in  the  dry  state,  or  if 
the  solution  is  acid ;  but  in  an  alkaline  solution  they  rapidly  absorb 
oxygen,  and  colour  brown  and  black.  From  a  solution  of  silver  or 
gold  it  precipitates  the  metals. 

Ethyl  Gallate  C^Hj  ]  rjO  C  H  ^  formed  by  passing  hydrochloric 

acid  gas  into  a  solution  of  the  acid  in  absolute  alcohol.  It  crystallizes 
from  water  in  rhombic  prisms,  possessing  a  bitter  taste  and  acid  re- 
action. On  heating  it  carefully^  it  sublimes  in  brilliant  needles.  It 
colours  ferric  salts  blue ;  forms,  as  phenol,  metallic  compounds ;  and 
reduces  the  solutions  of  the  noble  metals. 

Digallic  Acid  c*H*rCO  H^^OID   f  ^  ^  formed  by  heating  gallic 

acid  with  phosphorus  oxychloride,  or  by  boiling  its  aqueous  solution 
with  arsenic  acid.  Digallic  acid  is  an  amorphous  yellowish  powder, 
having  a  strong  astringent  taste,  and  giving  with  feme  salts  a  dark- 
blue  colour.  By  boiling  it  with  hydrochloric  acid,  it  is  reconverted 
into  gallic  acid.  Commercial  tannin,  or  tannic  acid  (see  Glucosides), 
appears  to  contain  digallic  acid  in  considerable  quantity. 

Ellagic  Acid  Ci^H^Og  is  formed,  together  with  gallic  acid,  by 
exposing  an  aqueous  solution  of  tannic  acid  to  the  air,  and  by 
heating  gallic  acid  with  dry  arsenic  acid,  the  latter  being  reduced 
to  arsenic  trioxide.  Ellagic  acid  also  occurs  in  certain  "Oriental 
bezoar-stones,"  or  calculi  found  in  the  intestines  of  wild  goats 
in  Persia.  It  is  a  yellowish  crj'stalline  powder,  and  insoluble 
in  water. 

Qiiinic  or  Kinic  Add  C^{Q13)^C0^  occurs  in  the  cinchona- 
barks,  in  the  leaves  of  bilberry,  in  coffee,  and  in  other  plants,  and  is 
obtained  as  a  by-product  in  the  manufacture  of  quinine.  It  is 
readily  soluble  in  water,  and  crystallizes  in  rhombic  prisms,  melting 
at  162^  By  dry  distillation  it  is  decomposed,  yiehlinor  hydroquionne 
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pyrocatechin,  phenol,  benzoic   acid,  &c.      Manganese  dioxide  and 
sulphuric  acid  oxidize  it  to  quinone. 

By  heating  it  with  concentrated  hydriodic  acid,  it  is  reduced  to 
benzoic  acid: — 

CJLj(qR\CO^I[  +  2HI  =  C^H5.C0,H  +  4H,0  +  I, 

Phosphorus  pentachloride  converts  it  into  chlorobenzoyl  chloride : — 

CeH7(0H),C0.0H  +  5FCl^  =  CeH.CLCOCl  +  SPOCl,  +  8HC1 

By  fusing  it  with  potash,  it  yields  pyrocatechuic  acid : — 

C^H7(0H),C0,H  +  KOH  =  CeH3(0H)jC0,K  +  SH^O  +  H, 

These  reactions  show  that  quinic  acid  is  an  additive  product,  con- 
taining an  aromatic  nucleus,  in  which  each  carbon  atom  is  linked  to 
an  otlier  only  by  one  combining  unit. 

The  quinates  are  soluble  in  water.  Calcium  quinate  (C^^j(OK)^ 
C02)2Ca  +  lOHgO  occurs  in  cinchona-barks,  and  forms  large  rhombic 
crystals. 


COMPOUNDS   WITH   EIGHT    A.TOMS   OF   CARBON. 

(1)  Dimethyl-benzene  OeH,  {  g  J  ^^^'J^^^^^^^ 

(2)  Ethyl-benzene .     .  C^U^.G^K^ 

(3)  Ethenyl-benzene  .  CgH^.CjHj 

(4)  Ethinyl-benzene   .  C^H^.CgH 


DIMETHYL-BENZENES     C^H.  j  S^* 


6*^4 


When  purified  coal-naphtha  is  submitted  to  fractional  distillation, 
a  liquid  is  obtained,  boiling  constantly  at  139**  to  140^  This  was 
formerly  regarded  as  a  pure  compound,  and  called  xylene  or  xylol 
More  recent  researches  have,  however,  shown  that  xylene  is  a  mixture 
of  two  dimethyl-benzenes,  which,  having  nearly  the  same  boiling- 
point,  cannot  be  separated  by  distillation. 
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METHYL-TOLUENE,  OR  1*4  DIMETHYL-BEKZENF, 

Occurs  sometimes  in  quantity  in  coal  naphtha.  The  pure  hydro- 
carbon is  obtained  by  the  action  of  sodium  on  a  mixture  of  methyl 
iodide,  and  crystallized  bibromobenzene,  or  14  bromotoluene. 

It  is  a  colourless  liquid,  boiling  at  136°,  solidifying  at  15**  to  a 
crystalline  mass,  and  possessing  a  peculiar  smell,  which  is  quite 
different  from  that  of  benzene.  Fuming  nitric  acid  converts  it  into 
two  dinitro-compounds,  which  are  separated  by  crystallizing  them 
from  alcohol. 

a  Dinitromethyl'toluene  CgH2(N02)2(CH3)2  forms  long,  thin,  colour- 
less needles,  melting  at  123***5.  /8  Dinitrovuthyl-toluene  is  more 
freely  soluble,  and  forms  long,  transparent,  monoclinic  crystals, 
melting  at  93**. 

TrinitromethyUtoliL&ne  CgH(N02)3(CH3)2  is  produced  by  treating  the 
hydrocarbon  with  a  mixture  of  nitric  and  sulphuric  acids  ;  it  crystal- 
lizes from  alcohol  in  long  colourless  needles,  melting  at  137^ 

Mmwhromomethyl'tolueTieC^firifj^^)^. — To  prepare  this  compound, 
bromine  is  slowly  added  to  the  hydrocarbon,  which  is  cooled  down 
to  0^  It  is  a  colourless  liquid,  boiling  at  205°,  and  possessing  an 
agreeable  odour.  By  the  further  action  of  bromine,  it  is  converted 
into  dibroinonuthyl'toluene  G^^t^{C^^^,  crystallizing  from  alcohol 
in  pearly  scales,  melting  at  72°. 


ISOXYLENE,    OR    13   DIMETHYL-BENZENE, 

Forms  generally  the  chief  portion  of  coaltar-xylene,  and  is 
obtained  pure  by  distilling  mesitylenic  acid  CgH3(CH3)2C02H  with 
lime.  It  is  a  limpid  liquid,  boiling  at  138°,  and  smelling  like 
methyl-toluene.  It  is  only  slowly  acted  upon  by  nitric  acid,  whilst 
methyl-toluene  is  readily  oxidized  by  it  to  toluic  acid,  and  therefore 
an  almost  pure  isoxylene  may  be  prepared  by  heating  coaltar-xylene, 
which  contains  much  isoxylene,  with  dilute  nitric  acid. 

The  substitution-products  of  this  hydrocarbon  have  mostly  been 
obtained  from  crude  xylene,  and  many  of  them  are,  therefore,  probably 
mixtures. 

ifonochlaro-isoxylene  CgH3Cl(CH3)2  is  produced  when  xylene  is 
acted  on  by  chlorine  either  in  the  cold  or  in  presence  of  iodine ;  it 
is  a  colourless  liquid,  boiling  at  183°. 

Monoh^omO'isoxylene  CgH3Br(CH3)2  is  a  liquid,  boiling  at  205°, 
and  possessing  an  aromatic  odour. 

Dibromo-isoxylene  CgH2Br2(CH3)2  crystallizes  in  pearly  scales,  melts 
at  69°,  and  boQs  at  256°. 

NUrO'isoxylene  C^H3(N02)(CH,)2  is  formed,  together  with  dinitr^- 
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isoxylene,  by  dissolving  the  hydrocarbon  in  cold,  fuming  nitric  acid. 
It  is  a  pale-yellow  liquid,  boiUng  at  239**, 

Dinitro-isoxyleTie  O^RJi^O^j^^M^^  crystallizes  from  alcohol  in  long 
brilliant  prisms,  melting  at  ^V, 

Trinitro-isoxykne  G^{)iO^^{Cll^^  forms  colourless  crystals,  melt- 
ing at  177^ 

Amido-isoxylene  C^^iJS¥L^{CM^^  is  a  colourless  liquid,  boiling  at 
216°,  and  forming  crystallizable  salts. 


ORTHOXYLENE,  OR  1*2  DIMETHYL-TOLUENB. 

This  hydrocarbon  has  been  obtained  by  distilling  paraxylic  acid 
CgH3(CH8)2C02H  with  lime.  It  is  a  liquid,  boiling  at  140**,  and 
possessing  a  peculiar,  unpleasant  odour.  It  does  not  form  readily 
solid  nitro-compounds. 


XYLENOLS. 


Isoxylenol  C^A01S)[(yEL^^ — When  mesitylenesulphonic  acid  is 
heated  with  potash  to  250**,  it  is  converted  into  oxymesitylenic  acid, 
which,  by  heating  the  fused  mass  to  290*,  is  changed  into  isoxylenol : 

(1)  C,H,(CH3)3S03K  +  3K0H  =  CeH^CCH,),  {  gjjj-  +  ^^^^ 

(2)  CeH,(CH3)  J  gjg.  +  KOH  =  C«H3(CH3),OK  +  K,C03 

It  is  a  crystalline  solid,  melting  at  75**,  and  boiling  at  216^ 

By  dissolving  crude  xylene  in  sulphuric  acid,  and  fusing  the 
xylenesulphonic  acid  with  caustic  potash,  two  xylenols  are' obtained  ; 
one  seems  to  be  identical  with  that  obtained  from  mesitylene,  and  the 
other  is  a  colourless,  strongly  refractive  liquid,  boiling  at  211°-5. 

Phlorone,  or  XyJoquinone  CgH2(CH3)202,  is  produced  by  treating 
coaltar-oil  or  creosote,  boiling  above  210**,  with  manganese  dioxide 
and  sulphuric  acid.  It  forms  golden-yellow,  oblique,  rhombic  prisms  ; 
on  heating,  it  gives  off  a  very  pungent  smell,  which  attacks  violently 
the  eyes  and  raucous  membranes.  It  is  soluble  in  boiling  water, 
and  sublimes  on  heating. 

Hydraphlorom,  or  Xylohydroquinone  0^112(0113)2(0 H)2,  is  obtained 
by  reducing  phlorone  with  sulphurous  acid,  and  crystallizes  from 
boiling  water  in  white,  pearly  scales. 

Bcta-orcin  08Hg(OH)2  is  obtained  from  usnic  acid,  and  similar  acids 
occurring  in  lichens,  by  the  same  method  by  which  orcin  is  prepared 
from  orsellinic  acid.     It  is  soluble  in  water  and  alcohol,  and  crystal- 
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lizes  in  colourless  prisms,  which  may  be  sublimed.  Its  ammoniacal 
solution  colours  red  in  the  air,  and  with  caustic  alkalis  it  yields  a 
red  colouring  matter.     Beta-orcin  is  probably  a  di-oxyxylene. 


TOLYL-  AND  TOLUYL-COMPOUNDS. 

Tolyl  or  Xylyl   Chloride  C^H^  4  q^ICI  ^^  V^^^^^  ^7  passing 

chlorine  into  boiling  xylene  (isoxylene) ;  it  is  a  liquid  having  a  dis- 
agreeable smell,  and  boiling  at  193°. 

Tolyl  Alcohol  CgH^  -j  CH^.0H*~^^^^^  ^^^  chloride  is  heated  with 

silver  acetate,  it  yields  tolyl  acetate,  a  liquid  possessing  an  aromatic 
odour,  and  boiling  at  226".  Alkalis  convert  it  into  tolyl  alcohol,  a 
crystalline  solid,  forming  white  needles,  which  melt  at  59^  and  boil 
at  217^ 

Tolylamine  C^H^  \  pxr*  •^TTT  . — The  three  tolylamines  are  formed 

by  heating  the  chloride  with  alcoholic  ammonia.  They  neutralize 
acids,  and  form  crystalline  salts.  The  monamine  is  a  limpid  and 
very  alkaline  liquid,  boiling  at  196**,  and  smelling  like  herring's 
brine. 

Ditolylamine  [CgH^(CH3)(CH2)2]NH  is  a  similar  body,  and  tritolyl- 
amine  [CgH^(CHj)(CHo)]3N  is  a  viscid  liquid,  having  a  faint  alkaline 
reaction.     The  di-  and  triamine  are  decomposed  by  heat. 

(  CH 

1'4  Paratoluic  Add  C^A  pr)\r  is  produced  by  boiling  methyl- 
toluene  or  cymene  for  several  days  with  nitric  acid  of  20  per  cent,  and 
distilling  the  product  with  steam,  or  treating  it  with  tin  and  hydro- 
chloric acid.  The  same  acid  has  been  obtained  by  passing  carbon 
dioxide  into  a  mixture  of  1*4  bromotoluene  and  sodium. 

Paratoluic  acid  forms  slender  needles,  melting  at  178**;  it  is  spa- 
ringly soluble  in  cold,  readily  in  hot  water,  and  forms  a  number  of 
substitution-products  resembling  those  of  benzoic  acid. 

Paratoluonitrile  CgH^(CH3)CN  has  been  prepared  by  acting  on 
crystallized  toluidine  with  carbon  disulphide,  and  distilling  the 
sulphocarbotoluide  thus  formed  with  finely-divided  copper,  the 
reaction  taking  place  in  three  stages.  First,  the  toluide  is  resolved 
into  tolyl  mustard-oil  and  toluidine;  then  the  copper  removes  the 
sulphur  from  the  former  compound,  tolylcarbamine  being  produced, 
which  at  the  high  temperature  is  converted  into  the  nitrile : — 

(1)  OS { 5h;&H*:ciJ'  =  NH^Co"*<^H3  +  CS.N.C,H,.CH, 

v.  *     6      4'  3 

(2)  CS.N.CaH^.CH,  +  2Cu  =  CN.C,H^.CH3  +  CujS 

(3)  CN.C«H^.CH,  =  NC.CeII,.CH8 
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Paratoluonitrile  forms  fine  white  needles,  melting  at  30',  and 
smelling  like  oil  of  bitter  almonds.  By  heating  it  with  concentrated 
hydrochloric  acid  to  200°,  it  is  converted  into  paratoluic  acid. 

1-3  Isotoluic  Acid  is  formed  by  oxidizing  isoxylene,  but  is  more 
conveniently  prepared  by  heating  the  calcium-salt  of  uvitic  acid 
CgH3(CH3)(C02H)2  with  slaked  lime  above  the  melting-point  of  lead  ; 
this  reaction  is  quite  analogous  to  the  formation  of  benzoic  acid 
from  phthalic  acid.  Isotoluic  acid  crystallizes  from  water  in  needles, 
melting  at  105^ 

1*2  Orthotoluic  Acid  has  been  obtained  by  boiling  orthoxylene  with 
dilute  nitric  acid.  It  crystallizes  from  a  hot,  dilute,  aqueous  solution 
in  long,  transparent,  pointed  prisms,  melting  at  102^ 

Orthotohuynitrile  is  produced  by  converting  pseudotoluidine  into 
the  corresponding  mustard-oil,  and  distilling  the  latter  with  finely- 
divided  copper.  It  is  a  refractive  liquid,  smelling  like  nitrobenzene, 
and  boiling  at  204^  By  heating  it  with  hydrochloric  acid  to  200"*,  it 
is  converted  into  orthotoluic  acid ;  but  alcoholic  potash  acts  only 

(  CIT 
slowly  on  it,  converting  it  into  orthotobiylamideCQH.^<  CO  NH  '  ^^y®' 

tallizing  from  boiling  water    in    very  long    and  slender  needles, 
melting  at  138°. 


TOLYLENE-COMPOUNDS. 

Tolyleru  Glycol  C^H^  <  qu^'qtt- — The  chloride  of  this  alcohol  is 

produced  by  passing  chlorine  into  boiling  methyl-toluene.  It  is 
easily  converted  into  the  glycol  by  heating  it  with  thirty  parts  of 
water  for  three  hours  to  180°.  To  isolate  the  glycol,  the  solution  is 
allowed  to  evaporate  at  the  ordinary  temperature,  and  not  on  a  water- 
bath,  because  when  the  hydrochloric  acid,  becomes  concentmted  a 
part  of  the  alcohol  is  reconverted  into  the  chloride.  The  con- 
centrated solution  is  neutralized  and  shaken  with  ether,  the  ether 
evaporated,  and  the  residue  crystallized  from  water  in  vacuo.  Tolyl- 
ene  glycol  forms  white,  opaque,  interlaced  needles,  melting  at  113°. 
By  heating  it  with  chromic  acid  solution,  it  is  oxidized  to  terephthalic 
acid  CeH.CCOgH)^. 

Tolylene  Dichlfjride  C^Tl^iCVifiY)^  is  also  produced  by  distilling  the 
glycol  with  hydrochloric  acid ;  it  crystallizes  from  alcohol  in  hard, 
large,  transparent,  clinorhombic  lamina?,  melting  at  100°,  and  boiling 
at  240°  to  245°.  By  dissolving  it  in  fuming  nitric  acid,  it  is  converted 
into  nitrotolylene  dichloride  C^H3(N02)(CH2Cl)2,  crystallizing  from 
alcohol  in  small  brilliant  plates,  melting  at  35  ,  and  possessing  an 
agreeable  smell. 

Tolylene  Dibromide  C^^^((!ll^V>i)2  is  produced  by  adding  bromine 
drop  by  drop  to  boiling  methyl-toluene,  and  by  distilling  the  glycol 
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with  hydrobromic  acid.     It  crystallizes  from  alcohol  in  small  pearly 

plates,  which  are  isomorphous  with  the  chloride,  and  from  chloroform 

in  hard  brilliant  crystals,  melting  at  (146°.     In  the  preparation  of 

this  body  from  the   hydrocarbon,  higher  brominated  products  are 

formed  at  the  same   time,   the  vapours  of  whicli  attack  the  eyes 

horribly. 

Tolylene  Di-iodide  CgH^(CHjI)2  is  obtained  by  distilling  the  glycol 

with  hydriodic  acid.     It  crystallizes  in  small,  rhomboidal  plates, 

which  are  decomposed  by  heat. 

(  PH  OH 
Tolylene  Monobenzoate  CgH^-j  gjt^'oc  H  0' — ^^^  ether  is  formed 

by  heating  the  chloride  with  an  alcoholic  solution  of  sodium  benzoate 
to  100"*.     It  crystallizes  from  ether  in  long,  fine,  light  needles. 

(  CH  OC  H  O 
Tolylene    Diacetate   C^H  ]  r;H*OC*H*0   ^^   ^^^^   produced    by 

V  2'  2      8  ^ 

heating  the  bromide  or  chloride  with  sodium  acetate  and  alcohol  to 
150"*.     It  forms  hard  crystals,  melting  at  47". 

(  CH  OH 
Tolyle)ie  Monethyl-Ether  C^H^  -J  nij^OC  H  ^  obtained  by  boiling 

the  chloride  with  concentrated  alcoholic  potash,  as  a  fragrant  liquid 
boiling  at  252^ 

}CH  OH 
Pof^H  * 

— ^To  obtain  this  acid,  bromine  vapour  is  passed  into  paratoluic  acid, 
heated  to  170**,  and  boiling  the  product  with  baryta- water.  It  is 
more  freely  soluble  in  water  than  paratoluic  acid,  and  crystallizes  in 
flat  needles,  melting  at  about  180"". 


OXYTOLUYL-COMPOUNDS. 

r  CH 

Cresotic  Add  CgH3(0H)-|  qq^jj  w  produced  by  passing  carbon 

dioxide  into  a  mixture  of  sodium  and  coaltar-cresol.  It  crystallizes 
from  hot  water  in  brilliant  needles,  melting  at  174°,  and  giving,  with 
ferric  chloride,  a  deep-violet  colour. 

(  CH 

Orsellinic  Acid  CgH2(OH)2-j  qq^H  ^^  Produced  by  boiling  ei7thrin, 

or  lecanoric  acid  with  baryta-water.  It  is  readily  soluble  in  water, 
crystallizes  in  prisms,  possessing  a  bitter  and  sour  taste.  By  dry 
distillation,  or  by  boiling  it  for  some  time  with  baryta-water  or  milk 
of  lime,  it  is  resolved  into  carbon  dioxide  and  orcin  CgH3(CH3)(OH)j 
(see  page  352). 

Erythrin  G^^^^, — This  compound,  which  is  also  called  erythric 
acid,  occurs  in  the  lichens  which  are  used  for  preparing  archil,  the 
finest  kind  of  which  is  obtained  from  Bocella  tinctoria.  It  is  prepared 
by  boiling  this  lichen  with  milk  of  lime,  and  precipitating  the 
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iiltered  solution  with  hydrochloric  acid.  The  precipitate  is  dried 
and  crystallized  from  warm  alcohol  It  is  almost  insoluble  in  water, 
and  forms  crystalline  globular  masses.  By  boiling  it  with  water,  it  is 
resolved  into  picrocrythrite  C^fi^fi^,  a  crystalline,  bitter  substance, 
and  orsellinic  acid.  If  the  ebullition  be  continued,  or  if  eiythrin 
be  boiled  with  baryta-water,  erythrite  C^Hg(OH)^  (page  277)  and 
orsellinic  acid  are  produced.  These  reactions  show  that  both 
eiythrin  and  pici*o-erythrite  are  orsellinic  ethers  of  the  tetrad  alcohol 
erythrite,  and  have  the  following  constitution : — 

Ebythrio  CA(OH).  {  cSb  1  ^  „  (  OH 

f  cn 

Picroerythrite  C,H,(OH),  |  c0.bc,H«(OH), 

Lecanoric  Add,  or  Diorsellinic  Acid  C^fi^fi^,  is  found  in  a  variety 
of  Bocdla  tinctoria  growing  in  South  America,  and  in  other  lichens, 
and  is  prepared  in  the  same  way  as  orsellinic  acid.  It  crystallizes 
from  alcohol  in  prisms.  On  boiling  it  with  baryta-water,  it  yields 
as  first  product,  only  orsellinic  acid,  and  has,  therefore,  the  following 
constitution : — 


C.H«(OH)  {  gg3^ 


CH 

6"2V"";  -i  co:h 


i(OH)  { 


,H„fOH^  -J  X"»f 


Evemic  Acid,  or  Methyl-lecanoric  Acid  Ci^HjgOy,  is  found  in  Evemia 
Prunastri,  and  is  resolved  by  boiling  it  with  baryta-water  into  orsel- 
linic acid  and  eveminic  acid  G^^fi^,  which  crystallizes  from  hot 
water  in  needles.  The  constitution  of  these  acids  is  explained  by 
the  following  formulse  : — 

rOH 
Eveminic  Acid  CeHj(CH,)  \  OGH, 

(  COjII 


CeH,(CH,)  {  ^^"3 
Evemic  Acid  0^  }  [^^«" 

'«"«(CH,)  I  (^Q^jj 


idO-^ 


JJsnic  Acid  CigHjgOy  has  been  found  in  Usnea  harhata  and  other 
lichens  ;  it  crystallizes  from  alcohol  in  brilliant  yellowish-white  broad 
needles,  and  yields  on  distillation  heta-orchi  C^Uj^Oo  (page  37G).  The 
constitution  of  usnic  acid  is  probably  similar  to  "that  of  lecanoric 
acid,  viz. : — 


O  I  CeH(CIl,),(OII)CO,H 
"|C,H(CH,)„(()H)0(),H 
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PHTUALIC  ACIDS  CgH^  I  qq  qo- 

TereplUhalic  Acid  is  easily  obtained  by  oxidizing  methyl-toluene  or 
any  other  aromatic  hydrocarbon,  alcohol,  acid,  &c.,  containing  two 
side-chains  in  the  position  1*4,  by  a  solution,  consisting  of  2  parts 
of  potassium  dichromate,  3  parts  of  sulphuric  acid,  and  15  parts  of 
water.  It  is  a  white  crystalline  powder,  almost  insoluble  in  water, 
alcohol,  and  ether,  and  subliming  without  previously  melting.  It 
forms  crystallizable  salts  ;  calcium  and  barium  terephthalate  are  but 
sparingly  soluble  in  water. 

The  smallest  quantity  of  terephthalic  acid  can  be  easily  recognized 
by  treating  it  with  a  little  phosphorus  pentachloride,  and  adding  some 
methyl  alcohol,  and  then  a  little  water,  and  shaking  the  whole  with 
ether.  On  evapoi-ating  the  ethereal  solution,  methyl  terephthalatt 
separates  in  ciystals,  melting  at  140°.  In  the  same  way  ethyl  tere- 
phthalate, melting  at  44°,  may  be  obtained.  * 

HydrotereplUhalic  Acid  CgHg(C02H)2  is  a  white  crystalline  powder, 

which  is  formed  by  acting  with  sodium-amalgam  on  an  alkaline 

solution  of  terephthalic  acid. 

f  CN 
Terephthalonitrile  C^H^  -j  ^^  is  produced  by  distilling  a  mixture  of 

potassium  benzene- disulphonate  and  potassium  cyanide.  It  forms 
prismatic  needles,  having  an  aromatic  odou^,  and  dissolving  sparingly 
in  alcohol,  but  not  in  water.  By  boiling  it  with  potash,  it  is  converted 
into  terephthalic  acid. 

Isophthaiic  Add  is  readily  formed  by  boiling  isoxylene  with  chromic- 
acid  solution,  and  also  by  oxidizing  colophony  with  nitric  acid.  It  is 
almost  insoluble  in  cold  water,  only  sparingly  in  boiling  water,  but 
more  freely  in  alcohol,  and  crystallizes  in  very  thin,  long  needles, 
melting  above  300°.  Isophthalic  acid  has  also  been  produced  by 
fusing  potassium  sulphobenzoate  with  sodium  formate : — 

C,H,  1 12$  +  CO,NaH  =  C^H,  |  gg«|  +  SO.NaH 

Phthalic  Acid  is  not  obtained  by  oxidizing  orthoxylene  or  ortho- 
toluic  acid  with  chromic  acid,  because  the  latter  acid  bums  the 
phthalic  acid  completely  to  carbon  dioxide  and  water,  but  is  formed 
by  oxidizing  naphthalene,  anthracene,  and  several  derivatives  of  these 
hydrocarbons,  which  contain  two  carbon-atoms  linked  to  two  adjoin- 
ing carbon-atoms  of  the  aromatic  nucleus.  It  is  usually  prepared  by 
acting  with  chlorine  on  naphthalene,  and  boiling  the  product  with 
nitric  acid.  It  crystallizes  from  boiling  water  in  plates  or  thick 
prisms,  melting  at  175°.     Above  this  temperature  it  is  resolved  into 

water  and  pJUhalic  anhydride  CgH^-J  qq/0,  which  sublimes  in  long 
needles,  melting  at  129°. 
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When  calcium  phthalate  is  heated  with  quicklime  to  300^  it  is 

converted  into  calcium  benzoate,  but  at  a  higher  temperature  benzene 

is  formed. 

f  CO  H 
HydropMhalic  Acid  C^H^  \  CO*H  ^®  ^0^°^®^  ^7  ^®  action  of  sodium 

amalgam  on  an  alkaline  solution  of  phthalic  acid.     It  crystallizes  in 
hard  monoclinic  plates,  and  yields,  on  heating,  phthalic  anhydride. 


ETHYL-BENZENE  C^Hj.CjHg. 

This  hydrocarbon  is  produced  by  acting  with  sodium  on  a  mixture 
of  bromobenzene,  ethyl  bromide,  and  pure  ether.  It  is  a  limpid, 
refractive,  aromatic  liquid,  boiling  at  134°. 

Eihylmonobromobemene  CgH^Br.CgHg  is  produced  by  acting  on  the 
hydrocarbon  with  bromine  in  the  presence  of  iodine ;  it  is  a  liquid 
at  199°. 

By  adding  fuming  nitric  acid  to  well-cooled  ethyl-benzene  until 
the  hydrocarbon  is  dissolved,  two  ethylmonitrobenzenes  Cq'H.A'SO^GJSl^ 
are  formed.  On  boiling  at  246°,  it  is  oxidized  by  boiling  dilute  nitric 
acid  to  nitrodracylic  acid,  whilst  the  second,  boiling  at  227°,  is  com- 
pletely destroyed  by  boiling  it  with  nitric  acid. 

Ethylamidohenzeiie  CgH^(NH2)C2H5  is  obtained  from  the  first  of  the 
two  nitro-compounds  as  a  limpid  liquid,  boiling  at  214°. 

Mhyloxybenzene,  or  Ethylphcnol  CqK^{0}1)C^K^,  is  formed  by  dis- 
solving the  hydrocarbon  in  sulphuric  acid,  and  fusing  the  sulpho-acid 
with  potash.  It  has  great  resemblance  to  common  phenol,  forming 
prismatic  crystals,  melting  at  48°,  and  boiling  at  210°. 

Phlorol  CgH^(OH)C2H5. — This  isomeride  of  ethylphenol  has  been 
obtained  by  distilling  phloretic  acid  CgH^(0H)02H^  with  baryta  ;  it  is 
a  liquid  boiling  at  120°. 


STYROLYL-COMPOUND?. 

Styrolyl  Chloride  CgH^.CjH^Cl  is  formed  by  passing  chlorine  into 
boiling  ethyl-benzene ;  it  is  a  liquid  boiling  with  partial  decom- 
position at  about  200°. 

Styrolyl  Bromide  CgHg.CgH^Br. — To  prepare  this  compound,  pure 
bromine,  which  is  perfectly  free  from  iodine,  is  added  to  cold  ethyl- 
benzene.  It  is  a  heavy  liquid,  which  may  be  distilled  under  a 
diminished  pressure,  but  under  the  ordinary  atmospheric  pressure  it 
is  partially  resolved  into  hydrobromic  acid  and  styrolene. 

Styrolyl  Alcohol  CoHr^.C^^^OK. — When  the  bromide  is  heated  with 
potassium  benzoate,  a  portion  is  decomposed  into  hydrobromic  acid 
and  styrolene,  whilst  another  is  converted  into  .s^yr(?/^^  benzoate,  which 
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forms  colourless  crystals.  This  ether  is  decomposed  by  alkalis,  the 
alcohol  being  formed,  a  heavy  liquid,  boiling  at  225^  and  possessing 
an  aromatic  odour. 

Styrolyl-tthyl  Ether  0  <  p^ir^  p  ji     is  produced  by  heating  the 

V      2      4*     6      6 

bromide  with  alcoholic  potash  or  ammonia : — 

C,H,.C^,Br  +  C2H,.0H  +  NH3  =  (,  jj  ^^^  J  0  +  ItH.Br 

It  is  a  mobile,  fi-agrant  liquid,  boiling  at  187'. 

Phenyldcetic  or  Alphatoluic  Acid  CgH5.CH2.CO2H. — This  acid  was 
first  obtained  by  boiling  vulpinic  acid  (see  below)  wiih  baryta-water. 
It  has  been  prepared  synthetically  from  its  nitrile,  and  by  heating 
bromobenzene  and  ethyl  chloracetate  with  silver-dust : — 

CH2(C1)C02.C2H,  +CeH3Br  +  Ag2  = 
CH2(CeH,)C02.C2H,  +  AgCl  +  AgBr 

Phenylacetic  acid  forms  thin,  brilliant  plates,  melting  at  76°*6,  and 
boiling  at  261^  Chromic  acid  oxidizes  it  to  benzoic  acid,  and  when 
heated  with  lime  it  yields  toluene.  With  chlorine,  bromine,  fuming 
nitric  acid,  it  gives  substitution-products,  resembling  those  of  benzoic 
acid. 

Phenylacetonitrile  CgHg.CHg-CN  is  a  liquid  resembling  benzonitrile, 
and  boiling  at  229^  It  is  obtained  by  distilling  benzyl  chloride  with 
potassium  cyanide. 

Vulpinic  Acid  CjgHj^Og  exists  in  Cetraria  vulpina,  Parmelia 
parietina,  and  other  lichens,  and  may  be  extracted  from  them  by 
chloroform.  It  crystallizes  in  lemon-yellow  thick  prisms,  melting 
at  110®.  Boiling  baryta- water  resolves  it  into  methyl  alcohol,  oxalic 
acid,  and  phenylacetic  acid  : — 

CigH^.O,  +  4H2O  =  CH,0  +  C2H2O,  +  2C3Hg02 

When  it  is  boiled  with  dilute  potash,  it  yields  methyl  alcohol, 
carbon  dioxide,  and  oxatoluic  acid : — 


CigH.p,  +  3H2O  =CH,0  +  2CO2  +  C,eHieO 


3 


Oxatoluic  Acid  forms  four-sided  prisms,  melting  at  154**,  and  is 
monobasic  like  vulpinic  acid.  Concentrated  boiling  potash  resolves 
it  into  oxalic  acid  and  toluene : — 


CieHieOa  +  H2O  =  CjHjO,  +  2C7H^ 


8 


Methyl'pTienyl  Ketone,  or  Acetyl-benzene  CgH5.CO.CH3,  is  obtained 
by  distilling  a  mixture  of  calcium  benzoate  and  acetate. 

It  is  a  limpid  liquid,  boiling  at  198".  By  dissolving  it  in  cold 
concentrated  nitric  acid,  it  is  converted  into  mclhyl-mononitrophcnyl 
ketone  CeH^(N02)C0.CHg,  wl.ich  crystallizes  in  needles.   An  isomeride 
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is  obtained  by  the  action  of  hot  nitric  acid  on  the  ketone  as  an  orange- 
red,  syrupy  liquid. 

Se^^ndary  Styrolyl Alcohol,  OT  Phenyl-methyl  CarbinolQ  tt*  J-CHLOH, 

is  produced  by  the  action  of  sodium-amalgam  on  an  alcoholic  solution 
of  the  ketone.     It  crystallizes  in  long  prisms,  melting  at  120^ 

Phenylglycolyl  Chloride  CgHj.CO.CHgCl  is  formed  by  passing 
chlorine  into  the  boiling  ketone ;  it  crystallizes  in  plates,  melting  at 
41^  boiling  at  246^  and  possessing  a  pungent  smell. 

Phenylglycolyl  Acetate  G^^.GOXiiL^OG^fi  has  been  prepared 
by  heating  the  chloride  with  alcoholic  and  potassium  acetate.  It 
crystallizes  in  large  rhombic  plates,  melting  at  44'',  and  boiling  at 
270^  Alcoholic  potash  converts  it  into  phenylglycolyl  alcohol,  which 
has  not  been  obtained  in  a  pure  state. 

Phenylglycollic  Add,  or  Mandtlic  Add  CgH5.CH(0H).G0jH,  is 
produced  by  heating  an  alcoholic  solution  of  oil  of  bitter  almonds, 
prussic  acid  and  hydrochloric  acid  for  some  time  to  90**.  It  is  readil;' 
soluble  in  water,  and  crystallizes  in  prisms.  On  heating  it  with 
hydriodic  acid,  it  is  reduced  to  phenylacetic  acid,  and  oxidizing 
agents  convert  it  into  benzoic  acid.  Mandelic  acid  is  isomeric  with 
cresotic  acid  and  tolyleneglycollic  acid : — 

Cresotic  Acid.  Tolyleneglycollic  Acid.  Maudelic  Acid. 

CeH3|  CH,  CeH,  {  ^'^^  C,H,.CH(OH)CO,H 


ICO.H 


ETHENYL-BENZENE,   OR   STYROLENE   CflH,.CoH.. 


This  hydrocarbon,  which  has  also  been  coiledi  phenyl-ethene,  occurs 
in  the  liquid  styrax  (from  Styrax  officinalis),  and  is  isolated  by  dis- 
tilling this  balsam  with  a  solution  of  sodium  carbonate  to  retain 
cinnamic  acid.  It  is  also  obtained  by  distilling  cinnamic  acid 
C-H..C2H2.CO2H  with  baiyta,  and  by  heating  styrolyl  bromide  with 
alkalis  or  distilling  secondary  styrolyl  alcohol  with  zinc  chloride.  It 
appears  to  exist  in  coaltar,  and  is  produced  together  with  benzene 
and  other  bodies  when  acetylene  is  heated  to  a  dull-red  heat 

Styrolene  is  a  mobile,  very  refractive,  and  fragrant  liquid,  boiling 
at  146**.  When  it  is  heated  to  200°,  it  is  converted  into  a  polymeride, 
called  mctastyrolene ;  this  transformation  also  takes  place  slowly  at 
the  ordinary  temperature.  By  distillation  it  is  reconverted  into 
styrolene. 

Distyrolene  Cj^H^gis  formed  by  heating  styrolene  with  hydrochloric 
acid  to  170°;  it  is  an  oily  liquid,  which  on  distillation  does  not  yield 
styrolene. 

Tlie  hydrocarbon  existin^^  in  styrax  is  optically  active,  possessing  a 
riglit-hauded  rotatory  power ;  but  that  obtained  from  cinnamic  acid  is 
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inactiva  Styrolene  is  an  aromatic  olefine,  and  combines  readily  with 
the  elements  of  the  chlorine  group. 

Styrolene  Dichloride  CgHg.CjHjCL  is  a  liquid  which,  on  distilling 
it  alone  or  with  lime,  is  resolved  into  hydrochloric  acid  and  mono- 
chlorostyrolene  CgHg.CgHjCl. 

Styrolene  Dihromide  CgHj.CjHjBrg  ciystallizes  in  broad  needles, 
possessing  a  pungent  aromatic  odour.  It  melts  at  67^  and  distils 
at  230^ 

Styrolene  Di-iodide  CgH^.C^HjIj  sepamtes  out  in  crystals  on  add- 
ing styrolene  to  a  solution  of  iodine  in  potassium  iodide.  It  is  an 
unstable  body,  which  easily  decomposes  into  iodine  and  metastyrolene. 

Nitrosiyroleru  C^^(SO^Cfi^  is  formed  by  dissolving  styrolene  in 
fuming  nitric  acid.  It  cry'stallizes  from  alcohol  in  large  prisms, 
possessing  a  pungent  and  aromatic  odour. 


ETHINYL-BENZENE,  OR  ACETENYL-BENZENE,  C^Hg.CjH. 

Tliis  hydrocarbon  is  formed  by  heating  styrolene  dibromide  with 
an  alcoholic  potash-solution  : — 

CeH^.CHBr— CH^Br  =  CeH5.C=CH  +  2HBr 

It  has  also  been  obtained  from  methyl-phenyl  ketone,  by  a  re- 
action cori'esponding  to  the  formation  of  allylene  from  dimethyl 
ketone.  Phosphorus  pentachloride  converts  the  ketone  into  the 
dichloride  CgH5.CCl2.CH3,  which  with  alcoholic  potash  yields  ethi- 
nyl-benzene. 

It  is  a  limpid  and  very  refractive  liquid,  boiling  at  140',  and 
possessing  an  aromatic  odour.  In  its  chemical  properties  it  shows 
the  greatest  analogy  to  acetylene  and  allylene. 

Sodium-ethinyl'henzene  C^Hg.CgNa  is  produced  by  adding  sodium  to 
an  etherial  solution  of  the  hydrocarbon ;  it  is  a  white  powder,  which 
in  the  air  rapidly  absorbs  oxygen,  and  becomes  red-hot,  leaving  a 
residue  of  carbon,  and  sodium  carbonate.  Water  decomposes  it  into 
ethinyl-benzene,  and  caustic  soda. 

Silver-ethinyl-benzene  C^H^.C^Ag  is  obtained  as  a  light-grey  preci- 
pitate by  adding  an  alcoholic  solution  of  the  hydrocarbon  to  an 
ammoniacal  silver-solution. 

Copper-ethinyl-benzene  p^ir^ri^  f  Cuj  is  a  yellow  precipitate,  pro- 
duced by  adding  a  very  dilute  alcoholic  solution  of  ethinyl-benzene 
to  an  ammoniacal  solution  of  cuprous  chloride. 


c  c 
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COMPOUNDS  WITH  NINE  ATOMS  OF    CARBON. 

The  compounds  of  this  group  are  derived  from  the  following 
hydrocarbons : — 

Trimethyl-benzenes  |  Soc^mene  ^o^' 

(  CH 

Methyl-ethyl-beuzeue CgH^  >  C  if 

Propyl-benzene CgHg.CjHy 

C  CH 

Isopropyl-benzene  or  Cumene      .     .  C^Hg.CH  j  qjj* 

AUyl-benzene CeH5..C5H6 


TRT METHYL-BENZENES  C^HjCCHj),. 

BTCSITYLENE,   OR    1*3^5  TRIMETIIYL-BENZENK 

Occurs  together  with  pseudocumene  in  coal-tar,  and  is  produced  by 
acting  with  sulphuric  acid  on  acetone.  Each  molecule  of  this  com- 
pound loses  one  molecule  of  water,  and  the  residues  CH3  —  C — CH 
combine,  three  methyl-ethines  being  condensed  to  trimethyl-benzene, 
just  as  three  molecules  of  ethine  form  one  of  benzene.  (See  page  318.) 
This  reaction  shows  that  the  mjethyls  occupy  the  symmetrical  position 
1-3-5. 

Pure  mesitylene  is  prepared  by  pouring  one  volume  of  acetone  on 
Rnme  sand  placed  in  a  retort,  and  then  adding  a  cold  mixture  of  one 
volume  of  sulphuric  acid  and  half  a  volume  of  water. 

After  24  hours,  the  mixture  is  distilled,  and  the  distillate  purified 
by  continued  fractional  distillation.  Pure  mesitylene  is  a  refractive 
liquid,  possessing  a  peculiar  smell,  and  boiling  at  163°. 

Monovlilorome^itykne  CgHoCl(CH3)3  is  a  limpid  liquid,  boiling 
at  205°. 

Dicldoromcsitylcne  CgHCl2(CH3)3  crj'stallizes  from  alcohol  in  shining 
prisms,  melting  at  59^  and  boiling  at  20o°. 

Trichloromesityknc  CoCl3(CIl3)3  melts  at  204°,  and  sublimes  in  long 
prisms. 

These  three  compounds  are  formed  by  the  action  of  chlorine  on 
cold  mesitylene. 
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Monobroniommtylene  CgHjBi^CHj)^  is  a  liquid,  boiling  at  223"*,  and 
solidifying  below  0**. 

DibromO'  and  Tribromomesitylene  are  crystalline  solids ;  the  former 
melting  at  59^  and  the  latter  at  244^ 

MononUromesitylene  C^H2(N02)(CH3)g  is  produced,  together  with 
mesitylenic  acid,  by  heatmg  mesitylene  with  common  nitric  acid.  It 
crystallizes  from  alcohol  in  long,  thick  prisms,  melting  at  41**,  and 
boiling  between  240'  to  250°. 

Dinitromesitylene  CqH.{1^0^^{CH^^  is  formed  by  dissolving  the 
hydrocarbon  in  fuming  nitric  acid,  and  crystallizes  in  thin  brilliant 
needles,  melting  at  86°. 

Trinitroniesitylene  G^f^O^^iCYi^^  is  obtained  by  acting  on 
mesitylene  with  a  mixture  of  concentrated  nitric  acid  and  sulphuric 
acid.  It  is  sparingly  soluble  in  alcohol,  and  crystallizes  in  needles, 
melting  at  232°. 

Amtdomesitylene  CJB^(NIl^(CH^J^  is  but  slowly  formed  by  boiling 
nitromesitylene  with  hydrocUoric  acid  and  tin.  It  is  an  oily  liquid, 
and  forms  crystalline  salts. 

IHamidomesitylene  C-H(NH2)2(CHj)3  crystallizes  from  hot  water  in 
long,  white  needles,  melting  at  90°,  and  forms  crystallizable  salts. 

Mesitylenesulpfionic  Aeid  C^^{GE.^^Ofi, — Mesitylene  dissolves 
in  warm  fuming  sulphuric  acid,  and  on  cooling  the  sulphonic  acid 
crystallizes  out  in  needles.  By  fusing  it  with  caustic  potash,  it  yields 
oxymesitylenic  acid,  and  isoxylenol  (see  page  376). 

Hexahydroniesitylene  €gHg(CHj)3  has  been  produced  by  heating 
mesitylene  and  phosphonium  iodide  gradually  to  280° : — 

CeH3(CH3),  +  3PH,I  =  CeH;,(CH3)3  +  3PI 

It  is  a  liquid  boiling  at  136®,  and  smelling  like  petroleum. 
Oxidizing  agents  act  on  it  but  slowly,  and  fuming  nitric  acid  con- 
verts it  only  on  boiling  into  trinitromesitylene. 


PSEUDOCUMENE,  OR   1'3'4  TRIMETHYL-BENZENE. 

This  name  was  originally  given  to  a  liquid  boiling  at  about  166°, 
which  is  obtained  by  the  fractional  distillation  of  coal-tar  naphtha. 
Eecent  researches  have,  however,  shown  that  this  body  is  a  mixture 
of  mesitylene,  and  an  isomeride  for  which  the  name  pseudocumene 
has  been  retained. 

Pure  pseudocumene  has  been  obtained  by  acting  with  sodium  on 
a  mixture  of  methyl  iodide,  and  either  bromo-isoxylene  or  bromo- 
methyltoluene,  from  which  it  appears  that  the  three  methyls  occupy 

the  position  1'3'4. 

M(mobramop8eudocumene  CgH2Br(CH3)3  is  formed  by  acting  with 
bromine  on  well-cooled  pseudocumene.  It  crystallizes  from  hot 
alcohol  in  thin  plates,  melting  at  73°. 

C  c  1 
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Dihroviopseudocumeyie  C^HBr2(CH3)3  is  a  heavy  liquid,  and  tribrorMh 
pseudocumcnc  C^Br3(CH3)3  a  solid,  which  is  sparingly  solublo  in  alcohol, 
and  crystallizes  in  fine  needles. 

Mononiiropseudocumene  CgH2(N02)(CH3)3  is  obtained  by  adding 
pseudocumene  drop  by  drop  to  welf-cooled,  fuming  nitric  acid,  and 
crystallizes  from  alcohol  in  colourless  and  very  refractive  prisms, 
melting  at  71°,  and  boiling  at  265°. 

Dijiitropseudocumcne  CglI(X02)2(CH3)3  is  obtained  in  small  quantity, 
together  with  the  trinitro-cpmpound,  by  heating  mononitropseudo- 
cumene  with  concentrated  nitric  acid ;  it  is  a  heavy,  thick,  yellow, 
oily  liquid. 

THnitropseudocumcne  C^Q^O^^{CW^^  crystallizes  from  benzene  in 
hard,  transparent,  square  prisms,  melting  at  185*'. 

Amidopseudocumcne  C^^(SYi^{Q\\^^. — When  nitropseudocumene 
is  heated  with  tin  and  hydrochloric  acid,  it  dissolves,  and,  on  cooling, 
shining  plates  of  the  double  salt  CoH2(CH3)3NH3Cl  +  SnCl, 
crystallize  out  By  passing  hydrogen  sulphide  through  its  aqueous 
solution,  and  evaporating  the  filtrate,  amidopscudocumcn^  hydrochloride 
is  obtained  in  long  prisms.  The  free  base  crystallizes  from  alcohol  or 
hot  water  in  silky  needles,  melting  at  62°. 


ACIDS  DERIVED   FROM  THE  TRIMETHYL-BENZENES. 

Mesitylenic  Acid  CqH3(CH3)2C02H  is  formed  by  boiling  mesity- 
lene  witli  dilute  nitric  acid.  It  is  sparingly  soluble  in  water,  but 
freely  in  alcohol,  and  crystallizes  in  plates,  resembling  benzoic  acid, 
and  melting  at  166°.  Calcium  mesitylenate  2[(Cell2(CH3)2C02)2Ca] 
+  H2()  is  as  freely  soluble  in  cold  as  in  boiling  water,  and  forms 
crystalline  crusts ;  on  distilling  it  with  lime,  it  yields  isoxylene. 

Oxymcsiiyhnic    Acid    C^HoCCHg).,  -J  p. .  ^r  is  formed    by    heating 

potassium  mesitylenesulphonate  with  caustic  potash  to  250° : — 

(  SO3K  /  OK 

C^WA  ^}}j     +  3K0H  =  C^H.^  g{{3     +  K2SO3  +  3H2 
(  ChJ  (  CO2K 

It  sublimes  in  dazzling  white  needles,  melting  at  176°,  and  gives  a 
deep-blue  colour  with  ferric  chloride. 

{CO  H 
CO^H' — "^^^^^  ^^^^  ^^  ^^^^  obtained  by 

boiling  pyruvic  acid  with  baryta- water,  and  it  is  also  produced  bf 
oxi<lizin;j;  mesitylene  with  nitric  acid.  It  crystallizes  from  boiling 
water  in  fine  needles,  melting  at  287°.  On  heating  it  with  lime,  it 
is  resolved  into  carbon  dioxide  and  toluene.     Its  nitrile   has  been 
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obtained  by  heating  potassium  orthochlorotoluene-sulphonate  with 
potassium  cyanide. 

COgH 


Trimesitic  Acid  CqHA  COgH  is  obtained  by  oxidizing  mesitylenic 

COgH 

or  uvitic  acid  with  chromic  acid-solution.  It  crystallizes  from  boiling 
water  in  hard,  thick  prisms,  melting  at  300'".  Normal  barium 
medtaie  [CgH3(C02)3]2Ba3  +  2H2O  is  a  crystalline  precipitate, 
which    is    almost    insoluble    in    water.       Add     barium    mesitate 

CgHj  -!  >-,Q  Y^      +  4H2O  is  obtained  in  needles,  by  adding  a  solution 

of  the  acid  to  barium  chloride  ;  it  is  sparingly  soluble  in  cold,  and 
more  freely  in  boiling  water. 

Xylic  Acids  CgH3(CH3)2C02H. — WTien  pseudocumene  is  boiled 
with  dilute  nitric  acid,  two  isomeric  acids  having  this  composition 
are  formed.  They  are  separated  from  the  dibasic  xylidic  acid, 
which  is  formed  at  the  same  time,  and  nitro-products,  by  distilling 
repeatedly  with  water.  The  distillate  is  neutralized  with  sodium 
carbonate,  and  distilled  to  remove  some  nitropseudocumeue,  and 
the  concentrated  solution  decomposed  with  hydrochloric  acid.  The 
acids  are  then  converted  into  the  calcium  salts,  which  are  separated 
by  recrystallization,  the  xylate  being  much  more  soluble  in  wat^r 
than  the  paraxylate. 

Xylic  acid  is  sparingly  soluble  in  water,  and  crystallizes  fix)m 
alcohol  in  large  prisms,  melting  at  126°.  The  same  acid  has  been 
obtained  by  acting  with  carbon  dioxide  on  a  mixture  of  sodium  and 
monobromo-isoxylene.  By  heating  it  with  lime  it  yields  isoxylene. 
These  two  reactions  show  that  if  the  carboxyl  has  the  position  1,  the 
two  methyls  are  in  2  and  4. 

Chromic  acid  oxidizes  xylic  acid  to  carbon  dioxide  and  acetic  acid, 
no  tribasic  acid  being  formed. 

Paraxylic  Acid  crystallizes  from  alcohol  in  large  pointed  prisms, 
melting  at  163°.  On  heating  it  with  lime,  it  is  resolved  into  carbon 
dioxide  and  orthoxylene,  showing  that  the  two  methyl-groups  are  in 
the  position  34. 

rcH, 

Xylidic  Acid  CgHg  <  COjH  is  almost  insoluble  in  water,  and  crys- 

LCO2H 
tallizes  from  alcohol  in  granular  nodules,  melting  at  291°,  and  sub- 
liming in  hard  needles. 


ETHYL-METHYL-BENZENE  CgH^-j  ^  t|  . 

This  hydrocarbon  has  been  obtaiued  from  parabromotoluene  and 
methyl  iodide.  It  is  a  liquid  boiling  at  159°,  and  yielding  by  oxida- 
tion paratoluic  and  terephthalic  acids. 


300  THE  CHEMISTRY  OF 


(  CO  H 

Ethylhcnzoic  Acid  C^H^  1  n  4     ^^  ^^^  produced  by  oxidizing 

diethyl-benzene  with  dilute  nitric  acid,  and  by  passing  carbon  dioxide 
into  a  mixture  of  ethyl-monobromobenzene  and  sodium.  It  crystal- 
lizes, like  benzoic  acid,  in  flat,  brilliant  needles,  melting  at  110\ 
Ciiromic  acid  oxidizes  it  to  terephthalic  acid. 

(  CH 
Alphaxylic  Add  CgH^-j  pjj'qq  H' — ""^^  nitrile  of  this  acid  is 

formed  by  heating  tolyl  chloride  with  potassium  cyanide ;  by  boiling 
il  with  caustic  pot^h  it  yields  the  acid,  crystallizing  from  boiling 
Winter  in  shining  thin  plates,  melting  at  42*. 


PROPYL-BENZENE  C^Hj.CjHy 

Has  been  prepared  by  acting  with  sodium  on  a  mixture  of  propyl 
bromide  and  bromobenzene.  It  is  a  liquid  boiling  at  157*.  On  heat- 
ing it  with  a  mixture  of  sulphuric  and  nitric  acids,  it  yields  a  liquid 
trinitro-compound ;  and  with  bromine  it  forms  propyl-te^rahrwrno- 
boizcne  CgHBr^.CjHy,  a  viscid  liquid. 

Phenyl'propyl  Alcohol  C^Hg.CjHg.OH  is  found  together  with  cinnyl 
alcohol  CQH5.C3H..OH  (see  next  page),  and  is  also  formed  by  acting 
with  sodium-amalgam  on  an  aqueous  solution  of  the  latter  compound. 
It  is  a  liquid  boiling  at  235**. 

Phciiylpropionic  Acid  CgHs.CgH^.COgH. — This  compound  is  also 
called  hydrocinnamic  acid,  because  it  was  first  obtained  by  acting 
with  sodium-amalgam  on  an  aqueous  solution  of  dnnamic  acid 
OjjH5.C2H2.CO2H.  It  is  also  produced  by  heating  styrolyl  chloride 
with  potassium  cyanide  and  alcohol,  and  boiling  the  solution  with 
]»otash,  and  by  oxidizing  phenylpropyl  alcohol  with  chromic  acid.  It 
crystallizes  from  boiling  water  in  long,  thin  needles,  melting  at  47', 
and  boiling  at  280^ 

Faranitrophenyf,propio7iic  Acid  CgH^(N02)C8H502  is  produced  by 
dissolving  pbenj-lpropionic  acid  in  very  cold  fuming  nitric  acid.  It 
crystallizes  from  water  in  small,  flat,  brilliant  needles,  melting  at 
16-1:°.     Chromic  acid  oxidizes  it  to  paranitrobenzoic  acid. 

Bivmyl-methjl  Ketone  C^H^.CHg.CO.CHj  is  a  liquid  boiling  at  215°. 
whicli  has  been  obtained  by  the  action  of  zinc  methide  on  the  chloride 
of  phenylacfftic  acid.  Chromic  acid  oxidizes  it  to  acetic  acid  and 
benzoic  acid. 


CUM  EXE,   OR  ISOPROPYL-BENZENE   CgH^.CH  |  p5^. 

This  hydrocarbon  exists  in  Roman  cumin-oil,  and  is  obtained  arti- 
ficially by  distilling  cvimic  acid  CgH^(C3H7)G02H  with  lime.  It  boils 
at  151®,  and  gives,  with  nitric  acid,  a  crystalline  trinitro-compound; 
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and  with  excess  of  bromine  it  yields  pentrabromocumene,  crystallizing 
in  fine  needles,  melting  at  109°.  Gumene  has  not  yet  been  obtained 
synthetically ;  but  as  it  yields  benzoic  acid  by  oxidation,  and  boils  at 
a  lower  temperature  than  propyl-benzene,  it  must  be  isopropyl- 
benzene,  because  isopropyl-compounds  boil  always  at  a  lower  tem- 
perature than  the  corresponding  normal  propyl-compounds. 


ALLYL-BENZENE,   OK  PHENYL-PROPENE   CeHj.CgH^. 

This  hydrocarbon  is  formed,  together  with  phenylpropyl  alcohol, 
by  treating  an  aqueous  solution  of  cinnyl  alcohol  with  sodium- 
amalgam  :— 

CeHg— CH=CH— CH2.OH  +  H,  =  CeHj— CH=CH— CH3  +  Hfi 

It  is  a  liquid  boiling  at  about  170°,  and  yielding,  with  bromine, 
phenyl'propene  dibromide,  CgH^.CjHgBrg,  crystallizing  from  alcohol  in 
large  plates,  melting  at  66°'5. 

rocH 

AnetJiol  or  Allylphenol-methyl  Ether  C^H^k  n  tt  *  is  the  principal 

constituent  of  oil  of  anise-seed  and  similar  oils  (see  page  371),  and 
crystallizes  in  soft  shining  scales,  melting  at  20°,  and  boiling  at  225°. 
By  heating  it  with  solid  caustic  potash,  it  is  resolved  into  methyl 
alcohol  and  Anol,  or  Allyl-phenoly  C^H.(OH)C3H5,  crystalliziug  in 
small  shining  plates ;  it  distils  with  partial  decomposition,  and  readily 
oxidizes  in  the  air. 

JOCH 
y^.^v,  V,.  ^^j ^Q^^y^^^^j  i  p  TT  *»  exists  in  oil  of  cloves 

{CaryophylluLS  aronicUicus),  in  oil  of  pimento  {Myrtus  pimenta  and  M, 
communis),  and  in  the  volatile  oils  of  Laurus  nobilis,  Persea  caryo- 
phyllata,  and  Canella  alba.  It  is  obtained  by  treating  oil  of  cloves 
with  caustic  potash,  which  dissolves  the  eugenol,  whilst  a  terpene 
Cj^jHjg  is  left  behind.  By  passing  carbon  dioxide  in  the  filtered  and 
boiled  solution,  eugenol  is  set  free  as  a  colourless  and  very  refractive 
liquid,  which  soon  assumes  a  brown  colour.  It  boils  at  253",  and 
possesses  an  aromatic  odour  and  a  very  pungent  and  hot  taste.  When 
heated  with  strong  hydriodic  acid,  it  yields  methyl  iodide  and  a  red 
resin  CgH^^Og ;  and  by  fusing  it  with  potash,  it  is  resolved  into  acetic 
acid  and  protocatechuic  acid. 


CINNYL-COMFOUNDS. 


Cinnyl  Alcohol,  or  Phenytallyl  Alcohol  Cgll^.CjH^.OH. — Liquid  styrax 
(page  384)  is  a  mixture  of  styrolene,  cinnamic  acid,  the  ciunamic 
ethers  of  phenylpropyl  alcohol,  and  ciunyl  alcohol  and  resins.  Tp 
obtain  cinnyl  aljuhul,  the  balsam  is  distilled  with  water  to  volatilize 
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styrolene,  and  the  residue  boiled  with  a  solution  of  sodium  carbonate, 
which  removes  the  cinnamic  acid.  The  residue  is  treated  with  cold 
alcohol  to  dissolve  the  resins,  and  the  remaining  ethers  are  separated 
by  crystallization  from  a  mixture  of  alcohol  and  ether  or  benzene. 
The  pure  crystalline  cinnyl  cinnamate  is  boiled  with  concentrated 
caustic  potash,  and  thus  cinnyl  alcohol  is  obtained,  crystallizing  in 
shining  needles.  It  melts  at  33°,  boils  at  250°,  and  possesses  a 
fragrant  odour  like  hyacinths. 

Cinnijl  Chloride  CgH^.GjH^Cl  is  obtained  by  heating  the  alcohol 
with  hydrochloric  acid.  It  is  a  heavy,  oily  liquid,  which  possesses  an 
aromatic  odour,  and  is  decomposed  by  heat. 

Cinnyl  Iodide  CgHg.CjH^I  is  a  similar  body,  and  produced  by  treat- 
ing the  alcohol  with  iodine  and  phosphorus. 

Cinnf/lamim  CgHj.CjH^.NHg  is  obtained  by  the  action  of  alcoholic 
ammonia  on  the  chloride.  It  separates  from  ether  in  small  crystals, 
which  on  heating  volatilize  in  vapoui*s,  possessing  an  alkaline  odour. 


CINNAMYL-COMPOUNDS. 

Cinnamaldehyde  CgHg.CgHj.COH  is  the  chief  constituent  of  oil  of 
cinnamon  (from  Persea  Cinnamomum)  and  oil  of  cassia  (from  Persea 
Cassia),  It  is  produced  artificially  by  oxidizing  cinnyl  alcohol  with 
platinum-black  in  the  presence  of  air,  and  by  distilling  a  mixture  of 
calcium  cinnamate  and  formate.  It  has  also  been  obtained  by  satu- 
rating a  mixture  of  benzaldehyde  and  acetaldehyde  with  hydrochloric 
iicid.  This  reaction  is  quite  analogous  to  the  formation  of  croton- 
aldehyde  from  acot aldehyde  (page  267)  : — 

G^Tl^.CUO  -f  CH3.COH  =  CyT5.CH=CH— COH  +  H^O 

Pure  cinnamaldehyde  is  obtained  by  agitating  oil  of  cassia  with 
a  concentrated  solution  of  acid  potassium  sulphite;  a  crystalline 
magma  is  formed,  which  is  pressed,  dried,  washed  with  dilute  alcohol, 
and  then  decomposed  with  dilute  sulphuric  acid. 

Cinnamaldehyde  is  a  colourless,  heavy,  oily  liquid,  possessing  a  very 
f migrant  odour.  It  volatilizes  without  decomposition  only  in  vacuo  or 
with  steam.  It  absorbs  readily  oxygen,  and  is  converted  into  cin- 
namic acid  ;  dilute  nitric  and  chromic  acids  oxidize  it  to  benzaldehyde 
and  benzoic  acid. 

Cinnamic  Acid,  or  Phenylacrylic  Acid  CQH5.C2H2.CO2H  exists  in 
sty  rax,  in  balsam  of  Peru  and  Tolu,  and  in  several  kinds*  of  gum- 
benzoin.  It  has  been  produced  artificially  by  passing  carbon  dioxide 
into  a  mixture  of  monobromostyrolene  and  sodium,  and  by  heating 
oil  of  bitter  almonds  with  acetyl  chloride: — 

(1)  CeHg.COH  +  CH3.COCI  =  CeH5.CH=CH.C0Cl  +  H^O 

(2)  CeH,.CH=CH.COCl  +  H^O  =  CoH,.ClI=CH.CO.OII  +  HCl 
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Cinnamic  acid  is  generally  prepared  by  distilling  liquid  styrax  with 
a  solution  of  sodium  carbonate,  and  precipitating  the  filtered  residual 
solution  with  hydrochloric  acid.  The  precipitate  is  purified  by  crys- 
tallization or  sublimation.  It  crystallizes  from  boiling  water  in  fine 
needles,  and  from  alcohol  in  transparent  prisms,  melting  at  133^ 
and  boiling  at  300"^.  Its  salts  resemble  the  benzoates ;  ferric  chloride 
produces  in  a  neutral  solution  of  a  cinnamate  a  yellow  precipitate. 

Oxidizing  agents  convert  it  into  benzaldehyde  and  benzoic  acid, 
and  nascent  hydrogen  combines  with  it,  forming  phenylpropionic  acid 
(page  390). 

When  cinnamic  acid  is  fused  with  caustic  potash,  it  is  resolved  into 
acetic  acid  and  benzoic  or  phenylformic  acid,  and  when  distilled  with 
slaked  lime  it  yields  carbon  dioxide  and  styrolene. 

JEthi/l  Cinnamate     ^    ^    nh   \^  ^^  prepared  by  dissolving  the 

acid  in  absolute  alcohol,  and  passing  hydrochloric  gas  into  the  solu- 
tion.    It  is  a  fragrant,  oily  liquid,  boiling  at  267^ 

Benzyl  Cinn^amate,  or  Cinnamein    ^n  xT^pfr   f  0>  occurs  in  balsam 

of  Peru  and  Tolu,  and  has  been  prepared  by  sodium  cinnamate  with 

benzyl  chloride.  It  crystallizes  from  alcohol  in  small,  brilliant  prisms, 

melting  at  39°,  and  possessing  an  agreeable  odour. 

C  IT  CHOI 
Cinni/l  Cinnamate,  or  Styracin     n  tt  n  It   r  0. — The  preparation 

of  this  compound  has  already  been  described  (page  391).     It  crystal- 
lizes in  needles,  melting  at  50°,  and  possessing  a  fragrant  odour. 

Nitrocinnamic  Acid  ^^^^{^02)0^11^0^  exists  in  two  modifications, 
which  are  formed  by  dissolving  cinnamic  acid  in  cold  concentrated 
nitric  acid. 

Paranitrocinnamic  Add  is  but  sparingly  soluble  in  boiling  alcohol, 
and  crystallizes  in  small  needles,  melting  at  265°.  Chromic  acid  con- 
verts it  into  paranitrobenzoic  acid. 

Afetanitrocinnamic  Acid  is  more  freely  soluble  in  alcohol,  and 
melts  at  232° ;  on  oxidation  it  yields  metanitrobenzoic  acid. 

Phenyldihromopropionic  Acid  CgH3.C2H2Br2.COoH  is  readily  fonned 
by  combining  cinnamic  acid  with  bromine.  It  crystallizes  from 
alcohol  in  small  rhombic  plates,  and  yields,  when  heated  with  alco- 
holic potash,  two  isomeric  monobromocinnamic  acids. 

Phenylprapiolic  Acid  CgHg.CjCO^H  stands  in  the  same  relation  to 
cinnamic  acid  as  stearolic  to  oleic  acid,  and  is  obtained  by  boiling 
a  monobromocinnamic  acid  with  alcoholic  potash,  or  by  suspending 
sodium-ethenyl-benzene  in  ether,  and  passing  carbon  dioxide  into 
it:— 

CgH^.C^CNa  +  CO2  =  CeH5.C^C.C02Na 

It  crystallizes  in  white,  silky  needles,  melting  at  136°.  It  combines 
with  two  molecules  of  bromine  or  hydrogen,  and  is  resolved  by  heat- 
ing it  with  baryta  into  carbon  dioxide  and  ethinyl-benzene. 
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PHENYL-LACTIC  ACIDS. 

Phenylchlorolactic  Acid  C^H5.C2HjCl(OH)C02H  is  formed  by 
passing  chlorine  into  a  solution  of  sodium  carbonate  and  cin- 
namate : — 

rci 

CeH^.C2H2.COjH  +  ClOH  =  G^U^.C^nJ  OH 

(  CO,H 

It  crystallizes  from  water  in  small  hexagonal  plates,  containing  one 
molecule  of  water. 

Phenylhromolactic  Add  CgH5.C2HoBr(OH)C02H  is  a  very  similar 
compound,  which  is  obtained,  together  with  hydrobromic  acid  and 
some  bromostyrolene  and  carbon  dioxide,  when  phenyldibromopro- 
pionic  acid  is  boiled  with  water : — 

CeH^.C^HjBryCOjH  +  H^O  =  CeHg.CjHjBrCOHjCOjH  -f  HBr 

Phenyl-ldctic  Acid  CeH5.C2H3(OH)C02lI. — When  either  of  the  pre- 
ceding compounds  is  treated  with  water  and  sodium-amalgam  until 
hydrogen  is  briskly  evolving,  they  are  converted  into  phenyl-lactic 
acid,  which  is  isolated  by  neutralizing  the  solution  with  hydrochloric 
acid,  and  evaporating  it  on  a  water-bath.  The  residue  is  acidulated 
with  hydrochloric  acid  and  shaken  with  ether.  On  evaporation  the 
etherial  solution,  impure  phenyl-lactic  acid,  is  left  behind,  which  is 
crystallized  from  hot  water.  It  forms  flat,  pointed  needles,  melting  at 
94°,  and  is  resolved  at  180°  into  water  and  cinnamic  acid.  By  heating 
it  with  hydrobromic  or  hydrochloric  acid,  tlie  hydroxyl  is  again 
replaced  by  bromine  or  chlorine. 

r  OH  OH 

Phenylparalactic  Acid,   or    Tropic  Acid   C^Hg.CH -j  p^^ij     ,  has 

been  obtained  by  heating  atropine  (see  Alkaloids)  gently  with  baryta- 
water,  or  by  leaving  it  in  contact  with  fuming  hydrochloric  acid. 
From  a  hot  aqueous  solution  it  separates  in  slender  prisms,  melting 
at  118°. 

Atropic  Acid  CgH5.C2H2.CO2H  is  formed  when  tropic  acid  is  heated 
with  concentrated  baryta-water  to  136°.  It  crystallizes  from  water  in 
needles,  and  from  alcohol  in  plates,  melting  at  106°*5,  and  possessin^^ 
an  aromatic,  pungent  smell,  like  benzoic  acid.  Chromic  acid  oxidizes 
it  to  benzoic  acid ;  and,  by  fusing  it  with  potash,  it  is  resolved  into 
formic  acid  and  phenylacetic  acid  (while  the  isomeric  cinnamic  acid 
yields  acetic  acid  and  plienyl-formic  acid) :  — 

CH, 

II 
CeH,.C       +  2K0I1  =  C^HjCH  — CO,K  +  CHKO,  +  H, 

CO,H 
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It  combines  with  one  molecule  of  bromine,  and   with   nascent 

hydrogen,  forming  oily  hydratopU  acid  C^Hg-CH  -|  /^q  rr 

Isotropic  Acid  13  isomeric,  or  probably  polymeric,  with  atropio  acid» 
and  formed  together  with  the  latter,  when  tropic  acid  is  heated  with 
hydrochloric  acid  to  140^  It  is  sparingly  soluble  in  boiling  water, 
and  less  freely  in  alcohol  than  atropic  acid,  and  forms  microscopic, 
monoclinic  crystals,  melting  only  at  about  200^  It  does  not  combine 
with  nascent  hydrogen. 


OXYPHENYL-PttOPIONIC  ACIDS. 

f  OH 
Phlaretie  Acid  C^,H^  i  p  h  00  h  ^®  *  product  of  decompoeition  of 

phloretin  (see  Glucosiaes),  and  crystallizes  from  boiling  water  in 

brittle,  prismatic  crystals,  melting  at  130^   When  heated  with  baryta, 

it  splits  up  into  carbon  dioxide  and  phlorol  (page  382).     On  fusing  it 

with  potash,  it  yields  para-oxybenzoic  acid, 

(  OH 
Hydroparacumaric  Acid  C^H^  •<  ^  tt  qq  u-  has  been  obtained  by 

reducing  paranitrophenylpropionic  acid  with  tin  and  hydrochloric 
acid,  and  converting  the  amido-acid  into  a  diazo-compound,  which, 
when  boiled  with  water,  yields  oxyphenylpropionic  acid.  It  crys- 
tallizes from  water  in  small,  monoclinic  prisms,  melting  at  125"*,  and 
yields  by  oxidation  para-oxy benzoic  acid. 

As  both  phloretic  and  hydroparacumaric  acid  are  so  easily  con- 
verted into  para-oxybenzoic  acid,  they  contain  the  two  side-chains  in 
the  position  1*4,  and  their  isomerism  umst  be  caused  by  the  group 
CgH^.OH  replacing  different  hydrogen  atoms  in  propionic  acid,  thus : 

C^H^.OH  CeH,.OH 


:,i-CH,- 


H,C— CH~  COjH  H,C— CHj-  CO^H 

(  OH 
Tyrosine,  or  Oxyphenylamidopropionic  Acid  C^H^  1  p  H  rNH  ^CO  H 

is  either  a  derivative  of  phloretic  acid  or  of  parahydrocumaric  acid. 
It  has  not  been  obtained  by  synthesis,  but  is  a  product  of  decomposi- 
tion of  animal  substances,  such  as  proteids,  hair,  feathers,  horn,  &c., 
and  exists  in  old  cheese  (ri/po?,  cheese).  It  is  generally  prepared  by 
boiling  horn-turnings  with  dilute  sulphuric  acid  for  several  hours,  and 
saturating  with  mUk  of  lime.  By  adding  hydrochloric  acid  to  the 
concentrated  solution,  tyrosine  is  precipitated,  while  leucine  (page  234) 
remains  in  solution. 

Tyrosine  is  sparingly  soluble  in  cold  water  and  alcohols  and  crys- 
tallizes from  hot  water  in  slender  needles.  Tyrosine  is  a  phenol,  and 
at  the  same  time  possesses,  like  other  amido-acids,  the  properties  of  a 
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base  and  an  acid.  By  dry  distillation,  it  yields  phenol  and  other 
products ;  but,  when  heated  very  carefully,  it  is  resolved  into  carbon 
dioxide  and  oxyphenyl-ethylamine  CfiJ^Q\i)G^^^ll^,  a  white,  crys- 
talline sublimate,  having  an  alkaline  reaction,  and  forming  crystal- 
lizable  salts.  When  tyrosine  is  fused  with  potash,  it  yields  ammonia, 
acetic  acid,  and  paraoxybenzoic  acid  ;  and  when  heated  with  hydriodic 
acid,  it  is  resolved  into  ethyl-phenol  (or  an  isomeride),  carbon  dioxide, 
and  ammonia : — 

W  {  85, 1 NH^  +  2HI  =  C  A  {  gH  ^  +  CO,  +  NH3  +  I. 

Tyrosine  dissolves  in  hot  sulphuric  acid,  yielding  sulpho-acids, 
which  are  coloured  violet  by  ferric  chloride.  On  heating  an  aqueous 
solution  of  tyrosine  with  mercurious  nitrate,  it  assumes  a  red  colour, 
and  then  a  i*eddish-brown  precipitate  is  formed. 

Melilotic  Acid,  or  Hydrocumaric  Acid  CgH^-J  p  tt  riQ  rr,  occurs 

in  the  yellow  melilot  {Melilotus  officinalis),  and  in  the  fragrant  Faham- 
leaves.  It  crystallizes  from  water  in  large,  pointed  prisms,  melting  at 
82°.     By  distillation  it  is  resolved  into  water  and  melilotic  anhydride 

CgH^-j  p  TT  >C0,  a  crystalline  solid,  melting  at  25°,  and  boiling  at 

272°.  On  fusing  melilotic  acid  with  potash,  it  yields  acetic  acid  and 
salicylic  acid. 


OXYPIIENYL-ACRYLIC  ACIDS. 

Paraciimaric  Acid  C^A  p  jj  CO  H  ^^  pi^epared  by  exhausting 

aloes  with  dilute  sulphuric  acid,  and  treating  the  residue  with  ether. 
It  crystallizes  from  boiling  water  in  brittle  needles,  melting  at  180°. 
Nascent  hydrogen  converts  it  into  hydroparacuniaric  acid. 

Cumaric  Acid  C^jII^ ")  c  H  CO  H    ^^^^^  together  with  melilotic 

acid,  and  crystallizes  from  water  in  long  needles,  melting  at  195° ;  by 
treating  it  with  water  and  sodium-amalgam,  it  is  converted  into  meli- 
lotic acid. 

Cunmrin,  or  Cumaric  Anhydride  C^H^  j  P  u  ^^^'  ^^  found,  com- 
bined with  cumaric  acid  or  melilotic  acid,  in  the  melilot  and  the 
Faham-leaves,  and  exists  in  the  free  state  in  the  Tonka-bean  {Dip- 
terix  odorata),  in  the  sweet  woodruff  {Asperula  odorata),  and  in  the 
sweet-scented  vernal  grass  {Anthoxanthum  odoratum).  It  is  readily 
obtained  by  exhausting  tonka-beans  with  alcohol ;  and  has  been  pro- 
(hiced  artificially  by  heating  sodium-salioylaldehyde  with  acetic  anhy- 
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dride,  sodium  acetate  being  formed,  and  acetyl  is  set  free,  which 
combines  with  the  aldehyde-residue  with  the  elimination  of  water : — 

r  0  CO  C  0 CO 

C,UA  +  I        =  CeH  J  I      +  H,0 

( CHO      CH3  ( CH=CH 

Cumarin  is  sparingly  soluble  in  cold  water,  more  freely  in  alcohol 
and  boiling  water,  and  crystallizes  in  large  transparent  prisms,  pos- 
sessing a  very  fragrant  odour.  It  melts  at  67°,  and  boils  at  291°.  By 
heating  it  with  potash  and  a  little  water,  it  is  converted  into  potas- 
sium cumarate,  and  sodium-amalgam  and  water  transform  it  into 
melilotic  acid. 

By  acting  on  sodium-salicylaldehyde  with  butyric  or  valerianic 
anhydride,  homologues  of  cumarin  are  formed,  which  also  possess  a 
fragrant  smell. 

Caffeic  Acid  C^A  q  h  CO  H  ^^^^^^  ^  glucoside,  called  cafiFee- 

tannic  acid,  in  coffee,  and  is  conveniently  prepared  by  boiling  coffee- 
extract  with  caustic  potash.  It  is  sparingly  soluble  in  cold  water, 
and  crystallizes  from  boiling  water  in  small,  glistening  plates.  On 
heating,  it  yields  pyrocatechin ;  and  by  fusing  it  with  potash,  it  is 
resolved  into  acetic  acid  and  protocatechuic  acid  : — 

W  {  gg^b0,H  +  2K0H  =  C«H.  {  gj^  +  C,H,KO,  +  H, 

Hydrocaffeic  Acid  C^Hj-j  x  tj  ^q  tj  is  formed  by  adding  sodium- 
amalgam  to  a  hot  solution  of  cafteic  acid ;  it  crystallizes  from  water 
in  rhombic  prisms.  Its  aqueous  solution  gives,  with  feme  chloride, 
an  intensely  green  colour,  which  changes  into  cherry -red  by  adding 
sodium  carbonate.     Caffeic  acid  gives  a  similar  reaction. 

Umhelliferon  CgH^Oj  exists  in  the  bark  of  the  mezereon,  and  is  also 
produced  by  the  dry  distillation  of  galbanum,  and  similar  gum- 
resins.  From  boiling  water  it  crystallizes  in  rhombic  prisms,  melting 
at  240°.  It  contains  one  hydroxyl,  the  hydrogen  of  which  is  easily 
replaced  by  acid  radicals.  Concentrated  boiling  potash  resolves  it  into 
formic  acid,  acetic  acid,  and  resorcin.  It  appears,  therefore,  to  be  a 
oxycumarin : — 

C  OH 
CeH3^  ^        j^^  +  4K0H  =  CeH,  {  g^  +  CHKO,  +  |     '      +  H,0 
( CH=CH  ^^3 

Umbellic  Acid  CgH8(OH2)CoH^.C02H  is  produced  by  adding  sodium- 
amalgam  to  a  hot  solution  of  umhelliferon.  It  forms  granular  crystals, 
melting  at  125°.  Its  aqueous  solution  is  coloured  green  by  ferric 
chloride. 
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Veratric  Acid  C8H^(OH2)C02H. — This  isomeride  of  hydrocaffeic 
and  umbellic  acids  exists  in  sabadilla-seed  {Verairvm  SabadiUa),  and 
crystallizes  from  boiling  water  in  prisms.  When  heated  with  caustic 
b«u:yta,  it  is  resolved  into  carbon  dioxide  and  veratrol  CgHgCOH),, 
a  colourless  oil,  possessing  an  aromatic  odour,  boiling  at  205*",  and 
solidifying  at  15**  to  a  crystalline  mass. 
Veratrol  is  either  a  dimethyl-dioxybenzene  or  an  ethyl-dioxybenzene. 


COMPOUNDS   WITH   TEN   ATOMS   OF   CARBON. 

We  know  the  following  hydrocarbons  belonging  to  this  group : — 
Tetramethyl-benaene  ....  CgH^^  pTj* 


(CH 


Dimethyl-ethyl-benzene  .    .     .  C^H 


3 


Methyl-propyl-benzene   .    .     .  C^H^  4  p  v^ 

Methyl-isopropyl-benzene    .     .  C-H.  \  nCT^/^Tr  x 
Diethyl-benzene tl.H.  j^2g5 

Isobutyl-benzene CeH5.C2H3(CH3)2 

Butenyl-benzene CgH^.C^H^ 

Tetranuthyl-benzene,  or  Dtirene  CqU^(CH^\. — This  hydrocarbon  does 
not  exist  in  coal-tar,  but  has  been  obtained  artificially  by  the  action 
of  sodium  on  a  solution  of  methyl  iodide  and  monobromopseudo- 
cumene  in  pure  ether.  Durene  is  the  only  homologue  of  benzene 
which  is  solid  at  the  ordinary  temperature  {duruSy  hard),  and  crystal- 
lizes from  alcohol  in  compact,  oblique  prisms,  melting  at  80°  and 
boiling  at  190^  It  is  lighter  than  water,  and  possesses  a  faint  odour 
resembling  that  of  benzene. 

Dinitrodurene  C^(NO^)^(CIl^.  is  formed  by  dissolving  durene  in 
cold  concentrated  nitric  acid,  and  crystallizes  from  alcohol  in  colour- 
less, rhombic  prisms,  melting  at  205°,  and  subliming  in  brilliant 
needles. 

Dibromodurene  C^BrJCHg)^  is  obtained  by  the  action  of  cold 
bromine  on  durene,  and  is  bdt  sparingly  soluble  in  boiling  alcohol. 
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It  forms  long,  slender,  silky  needles,  melting  at  lJl9^  and  subliming 
without  decomposition. 

Cumylic  Acid  CgHg-j  Kq  |t*. — This  monobasic  acid  has  been  pre- 
pared by  boiling  durene  with  dilute  nitric  acid.  It  is  very  sparingly 
soluble  in  water,  and  crystallizes  from  an  alcoholic  solution  in  hard, 
glistening  needles  or  brilliant  prisms,  melting  at  150°.  It  easily  vola- 
tilizes, and  sublimes  in  slender  needles. 

Cumidic  Acid  CgHg  |  /nn  H^i     ^®  formed,  together  with   cumylic 

acid.  It  is  but  sparingly  soluble  in  water,  and  scarcely  in  benzene  ; 
and  is  obtained  in  long,  transparent  prisms  by  adding  benzene  to  its 
alcoholic  solution.  It  sublimes  at  a  high  temperature  without  pre- 
viously melting. 

DIMETHYL-ETHYL-BENZENE,   OR  ETHYL-ISOXYLENE    C^Hj  -J  k  tt*^*' 


'2*'6 


Has  been  obtained  by  acting  with  sodium  on  a  mixture  of  ethyl 
bromide  and  monobromo-isoxylene.  It  is  a  colourless  liquid,  boiling 
at  184^ 


WETHYL-BENZENE  C^H/CjHg)^ 

Is  formed  by  acting  with  sodium  on  ethyl  bromide  and  ethyl-mono- 
bromobenzene.  It  boils  at  179*,  and  yields,  on  oxidation,  ethylbenzoic 
acid  and  terephthalic  aeid. 


BfETHYL-PROPYL-BENZENE  C^II^  <  CH' 

This  compound  is  formed  by  the  action  of  sodium  on  a  mixture  of 
1*4  bromotoluene  and  propyl  bromide.  It  boils  at  179**,  and  yields 
thick,  oily  nitro-compounds.  Dilute  nitric  and  chromic  acid  oxidize 
it  to  paratoluic  acid  and  terephthalic  acid. 


CYMENE,  OR  METHYL-ISOPROPYL-BENZEN^  C^H^  |  pu/pir  n 


Cymene  has  not  been  produced  by  synthesis,  but  occurs,  together 
with  cumic  aldehyde,  in  Roman  cum  in- oil  {Cuminum  Cyminuni),  and 
in  the  oil  of  the  water-hemlock  {CiciUa  virosa),  and  mixed  with 
thymol  and  a  terpene  in  oil  of  thyme  {Thymm  vtUgaris),  and  the  oils 
of  Ptyehotis  Ajowan,  and  Monarda  pmictata,  and  other  volatile  oils. 

Cymene  has  been  obtained  by  abstracting  two  atoms  of  hydrogen 
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from  oil  of  turpentine  (page  301)»  and  is  most  conveniently  prepared 
by  distilling  camphor  with  phosphorus  pentasulphide : — 

5C,oH,eO  +  PA  =  5C,oH,,  +  5SH,  +  P,0, 

The  product  is  washed  with  soda-solution,  and  distilled  over 
sodium. 

Cymene  is  a  colourless,  refractive  liquid,  possessing  an  aromatic 
smell,  and  boiling  at  175°.  It  yields  the  same  oxidation-products  as 
methyl-propyl-benzene,  but  differs  from  it,  not  only  by  its  lower 
boiling-point,  but  also  by  yielding  crystalline  nitro-products. 

{/■ITT 
rH?CH )    ^^^^^   ^^   ^^^®    above-mentioned 

volatile  oils,  and  is  prepared  by  shaking  oil  of  thyme  with  soda-solu- 
tion, and  decomposing  the  liquid,  after  the  hydrocarbons  have  been 
removed,  by  hydrochloric  acid. 

Thymol  crystallizes  iu  rhombic  plates,  melting  at  44®,  and  boil- 
ing at  230°.  It  possesses  a  peppery  taste  and  the  odour  of 
thyme.  Phosphorus  pentoxide  resolves  it  into  1*3  cresol  and  propene, 
and  phosphorus  pentachloride  converts  it  into  monochlorocymene 
CgH3Cl(CH3)CH(CHo)2,  which,  by  acting  with  sodium-amalgam  on 
its  slightly  acid,  alcoholic  solution,  is  transformed  into  cymene. 

Thymoquinone  CQUfi^"  \  PH^rH  "i  is  produced  by  oxidizing  thymol 

with  manganese  dioxide  and  sulphuric  acid ;  it  forms  yellow  pris- 
matic plates,  possessing  a  strong  aromatic  odour. 

r  PH 

Thymohydroquinone  CgHgCOH)^  \  n^nnTx  \  forms  colourless,  trans- 
parent needles,  and  is  obtained  by  treating  the  quinone  with  sul- 
phurous acid. 

Both  compounds  readily  combine,  and  form  thymoquinhydron^, 
which  crystallizes  in  black,  shining  needles,  and  has  a  constitution 
analogous  to  that  of  quinhydrone  (page  340). 

r  PIT 

OxycymenCy  or  Cymophenol  CgH3(0H)  -j  pTT/pTT  n  • — This  isonieride 

of  thymol  has  been  obtained  by  dissolving  cymene  in  sulphuric  acid, 
and  fusing  the  product  with  potash.  It  is  also  produced  by  the 
action  of  iodine  on  camphor.  Cymophenol  is  a  thick,  colourless  oil, 
wliich  does  not  solidify  at  a  low  temperature,  and  smells  like  Russian 
leather. 

Thiocymeiu  Cgll3(SH)  -J  nvunw  \    ^^  formed   as  a  by-product   in 

the  preparation  of  cymene  from  camphor,  and  has  been  also  obtained 
by  distilling  oxycymene  with  phosphorus  pentasulphide,  and  by  con- 
verting potassium  cymenesulphonate  by  means  of  phosphorus  penta- 
chloride into  cymenesulphomc  chloride  CqH3(S02C1)(CH3)CH(CH3)2, 
and  reducing  the  latter  with  nascent  hydrogen. 

Thiocymene  is  a  colourless  liquid,  boiling  at  235°,  and  possessing 
an  aromatic  smell.     Oxidizing  agents  convert  it  first  into  the  disul- 
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phide  (CiqHj3)2S2,  a  heavy,  yellow  oil,  which  by  further  oxidation 

yields  a  sulphotoluic  acid  G^A  COgH. 

(SO3H 


CYMYL-   AND  CUMIN YL-COMPOUNDS. 

By  treating  boiling  cymene  with  chlorine,  substitution  takes  place 
in  one  of  the  alcohol-radicals,  and  cymyl  chloride  is  formed,  which,  by 
heating  with  an  alcoholic  solution  of  potassium  acetate,  is  converted 
into  cymyl  acetate,  an  oily  liquid,  boiling  at  230*",  and  smelling  like 

rose-wood. 

(  PH  OH 

Cymyl  Alcohol  C^H^  1  c  if         ^®  produced,  together  with  cumic 

acid,  by  the  action  of  alcoholic  potash  on  cuminaldehyde.  It  is  an 
aromatic  liquid,  boiling  at  243^ 

(  COH 

Cuminaldehyde,  or   Cuminol  C^H^  I  p  H  '  .^^^^^»  together  with 

cymene,  in  Eoman  cumin-oil  and  the  oil  of  tne  water-hemlock,  and  is 
obtained  pure  by  shaking  the  oil  with  a  concentrated  solution  of  acid 
potassium  sulphite,  and  distilling  the  crystalline  compound  thus 
formed  with  sodium  carbonate. 

It  is  a  liquid  possessing  a  strong  aromatic  odour,  and  boiling  at 
237**.     By  fusing  it  with  potash,  it  is  converted  into  cumic  acid : — 

^6^*  {  C3H7  -^  ^°^  =  ^«^*  {  C3H,      +  ^2 
Chromic  acid  oxitlizes  it  to  terephthalic  acid. 
Cumic  Add  C^H^  i  p  FT       ^®  sparingly  soluble  in  water,  and  freely 

in  alcohol,  and  forms  prismatic  plates,  melting  at  113°.  When 
cymene  is  taken  internaUy,  it  appears  in  the  urine  as  cumic  acid. 

By  distillation  with  quicklime,  it  is  resolved  into  carbon  dioxide 
and  cumene  (page  390). 

Nitrocumic  Acid  C^H3(N02)(C3H7)C02H  forms  yellow  scales,  and 
yields  by  reduction  amidocuviic  acid  CQ}i^{l^li^{C^Il^)C0ol3i,  crystal- 
lizing from  hot  water  in  colourless  plates.  By  distillation  with 
baryta,  it  is  resolved  into  carbon  dioxide  and  cumidine,  or  isopropyU 

amidobenzene   C^H^  1  P  Tq*  •      ^y  Passing  nitrogen  trioxide  into   an 

aqueous  solution  of  amidocumic  acid,  it  is  converted  into  oxycttmic 

(  PO  H 
acid  CgHgCOH)  l  n  j?    ,  crystallizing  from  hot  water  in  small  prisms. 

f  CO  H 
Oxy-isopropyl'phenyl'formic  Acid  C^H^  ]  cA  OH*  —  When   cumic 

.  V      8     6  ,  _ 

acid  is  heated  with  bromine  and  fuming  hydrobromic  acid,  one  atom 
C  ^  ^ 
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of  hydrogen  in  the  isopropyl-group  is  replaced  by  bromine,  and  by 
boiling  the  product  with  alcoholic  potash  the  oxy-acid  is  formed, 
which  is  isomeric  with  oxycumic  acid,  the  latter  being  at  the  same 
time  a  phenol,  while  the  former,  as  alcohol,  is  an  aromatic  glycoUic 
acid. 

fCsH, 
Eugetic  Acid  CgH2(0H)^  OCBL  is  produced  by  acting  with  carbon 

dioxide  and  sodium  on  eugenol  (page  390).  It  forms  colourless 
prisms,  melting  at  124**.  It  is  only  sparingly  soluble  in  water;  the 
solution  is  coloured  deep-blue  by  ferric  salts.  By  dry  distillation,  it 
is  resolved  into  eugenol  and  carbon  dioxide. 


ISOBUTYL-BENZENE  CeH5.C2H3(CH8)2. 

This  compound  is  a  refractive  liquid,  boiling  at  160",  and  possess- 
ing a  fragrant  odour.  It  has  been  obtfdned  by  the  action  of  sodium, 
on  a  mixture  of  bromqbenzene  and  isobutyl  bromide.  With  bromine 
and  nitric  acid,  it  forms  thick,  oily  substitution-products,  which  are 
decomposed  by  heat. 


BUTENYL-BENZENE  CgHg.C^Hy. 

This  hydrocM'bon,  which  is  also  called  phenylhitaic,  is  prepared 
by  adding  sodium  to  a  mixture  of  benzyl  chloride,  allyl  iodide,  and 
ether : — 

CgH.vCHgCl  +  CgHJ  -f  Nag  =  G^YL^.GR^.Q^B.^  +  NaCl  +  NaT. 

It  is  a  limpid  liquid,  boiling  at  177°,  and  possessing  a  strong  aro- 
matic smell.     It  readily  combines  with  one  molecule  of  bromine. 

Phenijlethenyl-methyl  Ketone,  or  Acetocinnamone  CgH5.C2H2.CO.CH3, 
is  obtained  by  distilling  a  mixture  of  calcium  cinnaraate  and  acetate. 
It  is  a  fragrant  liquid,  boiling  at  240°.  By  the  action  of  sodium 
amalgam  on  its  alcoholic  solution,  it  is  converted  into  phenylcthyl- 

niethyl  carhinol    ®    ^'  Ay^  f  CH.OH,  a  crystalline  solid,  which  is  iso- 
meric with  the  oxycymenes  and  with  cyrayl  alcohol. 


COMPOUNDS  WITH    ELEVEN   ATOMS    OP   CARBON. 

AmyUhenzene  CgHg.CgH^  is  produced  by  the  action  of  sodium  on  a 
mixture  of  bromobenzene,  amyl  bromide,  and  benzene.  It  is  a 
liquid  boiling  at  193° ;  with  nitric  acid  it  forms  a  yellow,  oily  mono- 
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nitro-compound,  and  chromic  acid  oxidizes  it  to  benzoic  acid  and  iso- 
butyric  acid. 

Diethyl-henzylene  C^RryG^iG^^^,  ^^^  ^®®°  obtained  by  adding  zinc 
etliide  to  a  solution  of  benzylene  chloride  in  benzene.  It  is  a  fragrant 
liquid,  boiling  at  178°. 

Plienyl-an^elic  Add  CgH^.C^Hg.COgH. — This  homologue  of  cin- 
namic  acid  has  been  produced  by  heating  benzaldehyde  with  but3ayl 
chloride  to  130°.  It  crystallizes  from  hot  water  in  long  needles, 
melting  at  81°. 

HomocumiCy  or  Cymic  Acid  CgH^  1  p  h       ^    • — "^^^  nitrile  of  this 

acid  is  formed  by  converting  cymyl  alcohol  into  the  chloride,  and 
heating  it  with  potassium  cyanide.  By  boiling  the  nitrile  with 
alcoholic  potash,  the  acid  is  obtained  ;  it  forms  small  needles,  melting 
at  52°. 

rco,H 

Thymotic  Acid  CgHgCOH)  ^  CHg  is  produced  by  acting  with  sodium 

(  CjHy 
and  carbon  dioxide  on  thymol.     It  forms  slender  needles,  melting  at 
120°,  and  subliming  with  decomposition.     Its  aqueous  solution  is 
coloured  deep-blue  by  ferric  chloride.     By  distillation  with  baryta,  it 
is  resolved  into  thymol  and  carbon  dioxide. 


COMPOUNDS   WITH   TWELVE   ATOMS    OF   CARBON. 

r  Off 

AmyUtobune  G^^\  p  t?     is  a  liquid  boiling  at  213°,  which  is 

V.       5      11 

formed  by  adding  sodium  to  a  mixture  of  amyl  bromide  and  bromo- 
toluene. 


MELLITIC  ACID   CioH«0 


12*^*6^12- 


The  mineral  Mcllite,  or  Honey-stone,  which  is  found  in  deposits  of 
lignite,  is  the  aluminium  salt  of  this  acid.  The  free  acid  is  obtained 
by  boiling  the  finely-powdered  mineral  with  water  and  ammonium 
carbonate,  and  concentrating  the  solution.  Ammonium  mellitate 
crystallizes  out,  which  is  boiled  with  baryta-water  until  all  ammonia 
is  expelled,  and  the  pure  barium  salt  is  decomposed  with  sulphuric 
acid.  The  ammonium  salt  may  also  be  precipitated  with  silver- 
nitrate,  and  the  precipitate  decomposed  by  hydrochloric  acid. 

Mellitic  acid  has  also  been  produced,  together  with  oxalic  acid  and 

other  bodies,  by  oxidizing  pure  charcoal  with  an  alkaline  solution  of 

potassium  pennanganate. 

D  D  2 
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Mellitic  acid  is  readily  soluble  in  water  and  alcohel,  and  crystal- 
lizes in  colourless  needles,  possessing  a  strong  sour  taste.  It  is  a 
very  stable  body,  which  is  not  acted  upon  by  hot  concentrated  sul- 
phuric acid  or  nitric  acid,  nor  by  bromine  or  hydriodic  acid.  By  dis- 
tilling it  with  quicklime,  it  is  resolved  into  benzene  and  carbon 
dioxide : — 

It  is  consequently  hexacarbox^benzene  0^(00^1^)^,  or  the  last  term  of 
a  series  of  acids,  which  are  derived  from  benzene  by  replacing  one 
atom  of  hydrogen  after  the  other  by  carboxyl,  and  all  of  which  are 
resolved  by  heating  them  with  lime  into  carbon  dioxide  and  benzene. 

Aviinonium  Mellitate  Ce(C02N'HJg  +  SHgO  forms  large  rhombic 
prisms. 

Barium  Mellitate  C^(C02)eBa3  +  SHgO  is  obtained  by  adding  barium 
chloride  to  a  solution  of  the  barium  salt  as  a  white  precipitate,  which 
soon  changes  into  small  plates. 

Aluminium  Mellitate  C^iCO^QAl^  +  ISH^O  exists  as  honey-stone  in 
large,  yellow,  square  octahedrons. 

Silver  Mellitate  Cp(C02Ag)^  is  a  white  crystalline  precipitate,  which 
by  heat  is  resolved  into  metallic  silver  and  carbon  monoxide. 

Besides  these  normal  salts,  there  exist  also  salts,  containing  two 
metals  and  acid  salts : — 

C  /  (COsH),        ^  ( (CO,H),     p,  J  (CO,H),       „  ( (COjNH,), 
^«t(CO,NHJ,     ^n(C0,K)3     ^•((CO.XCu,     ^•t(CO,),Ciu 

Ethyl  Mellitate  Cg(C02.C2H5)g  is  obtained  by  the  action  of  ethyl 
iodide  on  the  silver  salt^  and  forms  large  colourless  crystals,  melting 
at  69^ 

Mellitic  Chloride  Cg(COCl)g  is  formed  by  heating  the  acid  with 
phosphorus  pentachloride.  It  is  a  crystalline  mass,  which  is  slowly 
dissolved  by  boiling  water,  with  the  formation  of  hydrochloric  acid 
and  mellitic  acid. 

Mellir/iide,  or  Paramide  G^^<^]^fiQ  is  produced,  together  with  am- 
monia and  the  ammonium  salt  of  euchroic  acid,  by  heating  ammo- 
nium mellitate.  It  is  a  white,  amorphous  powder,  which  is  insoluble 
in  water  and  alcohol,  and  is  converted  into  acid  ammonium  mellitate 
C6(CO^H)3(C02NH^)3  by  heating  it  with  water  to  200°. 

Euchroic  Acid  C^gH^NgOg  forms  colourless  prisms,  which  are  spar- 
ingly soluble  in  water.  By  the  action  of  zinc  or  other  reducing 
agents,  it  is  converted  into  a  deep-blue,  insoluble  substance,  called 
euchronCj  which  dissolves  in  alkalis  with  a  deep-purple  colour,  and  iu 
contact  with  air  is  oxidized  again  to  euchroic  acid.  When  euchroic 
acid  is  heated  with  water  to  200°,  it  yields  the  acid  salt  CgfCOjH), 
(CO^NH,)^. 

The  constitution  of  these  bodies  is  explained  by  the  following 
formulae : — 
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Paramide.  Euchroic  Acid. 

rCOwjj  fCO.OH 


(S>H 


(CO.  OH 


Hydromellitic  Add  CgHg(C02H). — This  additive  compound  is  readily 
formed  by  the  action  of  sodium-amalgam  on  an  ammoniacal  solution 
of  mellitic  acid.  To  isolate  the  acid,  the  solution  is  neutralized  with 
acetic  acid,  and  precipitated  with  lead  acetate,  the  precipitate  washed 
and  decomposed  with  hydrogen  sulphide.  On  evaporating  the  filtrate, 
the  acid  is  obtained  as  a  syrupy  liquid,  which  gradually  becomes 
crystalline. 

Isohydromdlitic  Acid  CgHg(C02H)g  is  obtained  by  heating  hydro- 
mellitic acid  with  concentrated  hydrochloric  acid  to  180°.  It  crys- 
tallizes in  thick,  large,  four-sided  prisms,  possessing  a  slightly  acid 
taste. 

Isohydromellitic  acid  is  a  very  stable  body,  which  is  not  changed 
by  treating  it  with  a  mixture  of  strong  sulphuric  and  nitric  acids. 
The  cause  of  the  isomerism  of  hydromellitic  acid  and  isohydromellitic 
acid  is  not  known. 

Pyromellitic  Acid  CgH2(C02H)^. — ^When  mellitic  acid  is  heated  it 
first  melts,  and  then  is  resolved  into  water,  carbon  dioxide,  and  pyro- 
mellitic  anhydride : — 


Ce 


CO.OH 
CO.OH 
CO.OH 


CO.OH    "      ""« 
CO.OH 
[,  CO.OH 


fH 
CO\o 

cj  ^?,{     +  2C0,  +  2HoO 


C0\ 
CO/ 


0 


The  anhydride  sublimes  in  long  needles,  and  readily  dissolves  in 
warm  water,  forming  pyromellitic  acid,  which  crystallizes  in  prisms, 
and  has  great  resemblance  to  phthalic  acid.  By  the  action  of 
sodium-anlalgam  and  water,  it  is  slowly  converted  into  two  isomeric 
acids  CgH^COjH)^  One  of  them,  called  hydropyrwnellitic  add,  is  a 
gummy  mass ;  while  isohydropyromelliiic  acid  crystallizes  from  water 
in  needles.  On  heating  either  of  these  acids  above  200"",  it  is  resolved 
into  water,  carbon  dioxide,  and  tetrahydrophtltalic  anhydride,  which 
readily  combines  with  water,  tetrahydrophthalic  add  CgH8(C02H)2 
being  formed,  crystallizing  from  water  in  large  plates,  melting  at  100^ 

When  this  compound  is  heated  with  concentrated  hydriodic  acid  to 
230°,  it  is  converted  into  hexahydrophthalic  add  C-Hi^(C02H)2,  which 
has  also  been  obtained  from  phthalic  acid.  By  adding  bromine  to  an 
aqueous  solution  of  tetrahydrophthalic  acid,  it  yields  bromomalo- 
phthalic  add  CgHgBr(OH)(C02'H)2,  which  by  the  action  of  baryta- 
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water  is  converted  into  tartrophtlialic  acid  CgH8(OH)2(C02H)2,  crystal- 
lizing from  water  in  large  prisms.  By  lieating  it  witli  liydriodic  acid, 
it  yields  hexahydroplitlialic  acid. 

These  acids  show  in  their  reactions,  as  well  as  in  their  constitution, 
great  resemblance  to  succinic  acid  and  its  oxy-acids : — 


Hexahydrophthalic  Acid. 

CH, 


H,C 


0H.COjH 


Succinic  Acid. 


CHj.CO,H 


H,C 


CH< 


CH.CO4H 


Tartrophtlialic  Acid. 
2 


opiiti 

CH. 


HjC        C(0II)C02H 


H,i 


C(OH)COgH 


\  / 

Tetrahydrophthalic  Acid. 

CHj 


H,C 


O.CO^H 


CH2.CO2H 


Tartaric  Acid. 

CH(OH)CO.H 

I 
CH(OH)COjH 

Maleic  Acid. 


CH.COgH 


H^C 


\  / 

CIL 


C.COgll 


CH.CO2H 


On  heating  hydromellitic  acid  or  isohydromellitic  acid  with  concen- 
trated sulphuric  acid,  two  isomerides  of  pyromellitic  acid  are  formed 
together  with  trimesitic  acid  Q^age  389) : — 

(1)  CflHe(CO,n)«  +  3SO,H2  =  C«H2(C02H),  +  2CO2  +  SSOg  +  GHgO 

(2)  CeH,(C02H)e  +  SSO.Hg  =  C«H3(C02H)3  +  SCOg  +  3SO2  +  GHgO 

Frehnitic  Acid  C^HgCCOgH)^  +  2H2O  crystallizes  from  water  in 
large  prisms,  resembling  the  mineral  Prehnite.  On  heating,  it  loses 
water,  and  melts  above  237''  with  the  formation  of  the  anhydride 

CgH2(C02H)2 -j  nQ/O-      N"ascent  hydrogen  converts  it  into  hydro- 

prehnitic  acid,  which  yields  isophthalic  acid  by  heating  it  with  sul- 
phuric acid. 

Melloplianic  Acid  G^^{CO<^)^  is  readily  soluble  in  water,  and 
forms  crystalline  crusts.  Its  barium  salt  is  much  more  soluble  than 
that  of  prehnitic  acid. 

Trimellitic  Acid  CqH3(C02H)3. — By  heating  the  hydropyromellitic 
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acids  with  sulphuric  acid,  they  are  decomposed  into  pyromellitic  anhy- 
dride, isophthalic  acid,  and  trimellitic  acid,  crystallizing  from  water  in 
warty  masses,  melting  at  216**.  The  same  acid  has  also  been  obtained, 
together  with  isophthalic  acid,  by  oxidizing  colophony  with  nitric 
acid. 

Hemwidlitic  Add  0^113(00211)3. — This  isomeride  of  trimellitic 
acid  and  trimesitic  acid  is  produced,  together  with  phthalic  acid,  by 
heating  hydromellophaiyc  acid  with  sulphuric  acid.  It  crystallizes 
in  colourless  needles,  melting  at  185^  and  being  resolved  into  carbon 
dioxide,  water,  phthalic  anhydride,  and  benzoic  acid. 

Mellitic  acid  is,  as  we  have  seen,  benzo-hexacarbonic  acid  ;  by 
taking  out  one  molecule  of  carbon  dioxide  after  the  other,  all  other 
benzo-carbonic  acids  have  been  obtained,  with  the  exception  of  the 
pentacarbonic  acid.     These  acids  may  be  arranged  as  follows : — 


Mellitic  Acid. 

1.  2.  3.  4.  5.  6. 

Pyromellitic  Acid. 

1. 2. 4. 5. 

Prehnitic  Acid. 

1.  2.  3.  5. 

Mellophanic  Acid. 

1. 2. 3. 4. 

TrimcUitic  Acid. 

1.  2.  4. 

Tnmesitic  Acid. 

1. 3. 5. 

Hemimellitic  Acid. 

1. 2. 3. 

Tcrephthalic  Acid. 

1.4. 

Isophthalic  Acid. 

1.3. 

Benzoic  Acid. 
1. 

Phthalic  Acid. 

1.2. 

ANILINE-COLOURS. 

Aniline,  toluidine,  and  pseudotoluidine  are  largely  employed  in  the 
manufacture  of  a  series  of  brilliant  colours,  which  are  used  for  dyeing 
wool  and  silk,  and  in  calico-printing. 

Mauveine  CgyHj^N^. — Aniline-purple,  or  mauve,  consists  of  the  sul- 
phate of  this  base ;  it  is  obtained  by  mixing  cold  dilute  solutions  of 
potassium  dichromate  and  aniline  sulphate,  and  leaving  the  mixture 
to  stand  for  some  hours.  A  black  precipitate  is  formed,  containing 
only  a  few  per  cent,  of  mauve,  which  is  extracted  by  alcohol  The 
same  black  precipitate  is  produced  by  boiling  aniline  sulphate  with  a 
solution  of  cupric  chloride,  and  keeping  the  solution  neutral  by 
adding  caustic  soda.  The  reaction  by  which  mauveine  is  formed  is 
not  understood,  as  the  bye-products  have  not  been  analysed. 

The  blue  colour  which  is  produced  by  the  action  of  bleaching* 
powder  on  aniline  has  been  called  Runge's  blue;  it  consists  of  the 
salt  of  a  base  which  is  not  mauveine,  but  is  changed  into  it  by  boiling 
the  solution. 

Pure  mauveine  is  obtained  by  adding  caustic  potash  to  a  solution 
of  the  sulphate,  the  base  separating  out  as  a  crystalline,  almost  black 
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powder,  which  is  almost  insoluble  in  water,  and  dissolves  in  alcohol 
with  a  bluish-purple  colour.  It  is  a  powerful  base,  decomposing 
ammonium  salts,  and  absorbing  readily  carbon  dioxide ;  its  crystalline 
salts  exhibit  a  golden  metallic  lustre,  and  dissolve  in  water,  and  more 
freely  in  alcohol,  with  a  beautiful  purple  colour. 

Mauveine  Hydrochloride  Cg^Hjj^N^.ClH  crystallizes  in  small  prisms, 
and  forms  crystalline  double  salts  with  the  chlorides  of  gold  and 
platinum.  , 

When  mauve  is  heated  with  aniline,  ammonia  is  given  ofiP,  and  a 
blue  colouring  matter  is  formed,  the  composition  of  which  is  not 
known. 

By  oxidizing  a  hot  solution  of  mauve  with  sulphuric  acid  and  man- 
ganese dioxide,  a  beautiful  red  colouring-matter  is  produced,  which  is 
very  soluble  in  water,  and  forms  small  crystals  having  a  fine  beetle- 
green  lustre.  In  concentrated,  sulphuric  acid  it  dissolves  with  a 
dark-green  colour,  which,  on  adding  gradually  water  in  small  quan- 
tities, changes  into  bluish-green,  pure  blue,  violet,  purple,  and  at  last  into 
pure  Ted.  To  this  beautiful  substance  the  name  *'  safranine "  was 
originally  given,  but  the  colour  occurring  now  in  commerce  under 
that  name  appears  to  be  a  different  body. 

Safranine  C^^H^lf^. — This  base  is  a  derivative  of  pseudotoluidine, 
and  obtained  by  treating  high-boiling  commercial  aniline  with 
nitrous  acid  and  oxidizing  agents.  The  free  base  is  readily  soluble  in 
water,  and  forms  reddish-brown  crystals,  which,  when  heated  to  100°, 
assume  a  faint  beetle-green  lustre. 

Safranine  Hydrochloride  CjiHgoN^.ClH  occurs  in  the  forms  of  a 
paste  in  commerce,  and  is  largely  used  in  dyeing  silk,  as  a  substitute 
for  safflower.  It  is  very  soluble  in  water,  and  precipitated  fix)m  this 
solution  by  adding  salt ;  it  has  been  obtained  by  evaporation  in  fine 
reddish  crystals.  The  nitrate  is  but  sparingly  soluble,  and  crystallizes 
in  reddish-brown  needles.  The  picrate  is  insoluble  in  water,  and 
forms  brown  needles. 

Safranine  gives  with  sulphuric  acid  and  water  the  same  reactions  as 
mauve-safranine. 

Azodiphenyl-hliie  CigHigNg  is  obtained  by  heating  amido-azobenzene 
with  aniline  hydrochloride  and  alcohol  to  160° : — 

N*  {  C;h;.NH,  ^  C,H,NH,  =  N,  {  g;g;.N(C,HJH  +  ^«. 

The  free  base  is  a  dark-brown  powder,  which  is  insoluble  in  water. 
The  hydrochloride  is  a  dark-blue,  indistinctly  crystalline  body,  dis- 
solving in  alcohol  with  a  deep  bluish- violet  colour. 


ROSANILINE  CjoHigNj. 

The  salts  of  this  base  are  known  by  the  names,  Aniline-red, 
Magenta,  or  Fuchsine,  and   manufactured  in  considerable  quantity 
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by  heating  a  mixture  of  aniline,  toluidine,  and  pseudotoluidine  (so- 
called  magenta-aniline)  with  arsenic  acid  or  other  oxidizing  agents : — 

CgHyN  +  2C7Hj>N  +  30  =  C^oHi^Ng  +  SH^O 

A  hard  mass  is  thus  obtained,  possessing  the  lustre  of  bronze,  and 
containing  arsenite  and  arsenate  of  rosanUine.  It  is  purified  by  ex- 
hausting the  melt  with  boiling  water,  and  precipitating  the  solution 
with  soda ;  the  precipitate  is,  after  WEishing,  dissolved  in  an  acid,  and 
the  solution  evaporated  to  crystallization. 

Bosaniline  is  also  obtained  by  heating  magenta-aniline  with  nitro- 
benzene : — 

2CjHaN  +  C,H,.NO,  =  C«,Hj,N,  +  2H,0 

To  obtain  the  pure  base,  ammonia  is  added  to  a  hot  aqueous  solu- 
tion of  the  acetate ;  the  deep-red  solution  becomes  almost  colourless, 
and  on  cooling  deposits  the  base  in  small  white  plates,  having  the 
composition  C2,jHjj,N3.H20.  It  is  very  sparingly  soluble  in  water,  and 
assumes  a  reddish  tint  when  exposed  to  the  air.  Bosaniline  neutra- 
lizes acids,  and  forms  a  series  of  beautiful  salts,  exhibiting  a  fine 
beetle-green  lustre,  and  dissolving  in  water,  and  more  freely  in  alcohol, 
with  a  splendid  red  colour. 

RosanUine  Hydrochloride  G^y^^^^.C\BL  crystallizes  from  a  hot  con- 
centrated solution  in  rhombic  prisms.  It  dissolves  in  hot  hydrochloric 
acid  with  a  yellowish-brown  colour;  and  on  cooling  the  acid  salt 
C2QHigN3(ClH)3  crystallizes  out  in  brown  needles,  which,  by  water,  are 
decomposed  into  hydrochloric  acid  and  the  monohydrochloride. 

Both  compounds  form  crystalline  double  salts  with  platinic 
chloride. 

RosanUine  Acetate  CgoHigNyCgH^Og  is  readily  soluble  in  water,  and 
can  easily  be  obtained  in  large  splendid  crystals. 

The  constitution  of  rosaniline  is  not  known;  but  as  it  contains 
three  atoms  of  hydrogen,  which  can  be  replaced  by  alcohol-radicals, 
it  is  probably  constituted  as  follows : — 


HN — VCeH8.CH3 

HN — ^C^H3.CH3 

It  is  hai'dly  doubtful  that  at  least  two  rosanilines  exist,  one  being 
derived  from  toluidine,  and  the  other  from  pseudotoluidine. 

Methyl-rosanUines, — By  heating  rosaniline  or  its  acetate  with  methyl 
iodide  and  methyl-alcohol,  hydrogen  is  replaced  by  methyl,  and  violet 
colours  are  produced,  the  shade  of  which  is  the  bluer  the  more  methyl 
groups  are  introduced.  Trimethyl-rosanUine  combines  with  methyl 
iodide,  forming  rosanUine-tetramethylammonium  iodide  CjoHigNj 
(CHg)^I ;  the  corresponding  hydrochloride  is  obtained  on  the  large 
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scale  by  heating  dimethylaniline  with  potassium  clilorate  and  cupric 
sulphate ; — 

SCgHiiN  +  30  =  Cg^Hg^N^O  +  2Ufi 

The  free  base  is  a  reddish-brown  powder,  dissolving  in  alcohol  with 
a  violet  colour.  Its  salts,  as  well  as  those  of  trimethyl-rosaniline  and 
triethyl-rosaniline,  possess  in  the  dry  state  a  golden-yellow  lustre, 
and  are  found  in  commerce  under  the  name  of  "  Aniline- violets  "  and 
"  Hofmann's  violet" 

In  the  process  of  manufacturinor  these  violets,  by  the  action  of 
methyl  or  ethyl  iodide  on  rosaniline,  there  is  always  produced  a 
quantity  of  a  dark  resinous  body,  which  is  called  "  Hofmann  gum." 
This  bye-product  yields  by  dry  distillation  a  laige  quantity  of  methyl- 
aniline  or  ethylaniline. 

Aniline^ecn  is  obtained  by  heating  rosaniline  with  methyl  alcohol 
and  an  excess  of  methyl  iodide.  The  product  is  exhausted  with 
boiling  water,  which  leaves  the  greater  part  of  the  violet  behind.  To 
the  solution  salt  is  added  to  remove  all  the  violet,  and  then  it  is 
neutralized  with  soda,  and  precipitated  by  picric  acid.  The  salts  of 
aniline-green  contain  the  ammonium-base  .C2oHi-(CH3)3N3(CH30)2, 
which  has  not  been  much  examined.  The  commercial  product  is  a  green 
paste,  consisting  of  the  picrate  Cjj^Hig(CH3)3N3(CH8.0CgH2(N02)3)2, 
which  in  the  pure  state  forms  yellowish-green  prisms,  showing  a 
copper-red  reflection. 

PhenyUrosaniliTus, — When  a  rosaniline-salt  is  heated  with  aniline, 
hydrogen  is  replaced  by  phenyl,  and  ammonia  is  given  off. 

The  salts  of  monophenyl-rosanilint  ^2(^\%{^^h)^z  have  a  reddish- 
violet  colour,  and  those  of  difheiiyl-rosaniline  G2ifi-n{G^^^^  are 
bluish-violet.  The  salts  of  trij^henyl-rosaniline  C2QiiiQ(CQli^)^'^^  have 
a  pure  blue  colour,  and  are  known  by  the  name  of  "  night-blue." 

The  formation  of  these  blues  takes  place  more  readily  in  presence 
of  acetic,  benzoic,  or  other  organic  acids. 

When  triphenyl-rosaniline  is  submitted  to  dry  distillation,  it  yields 
a  considerable  quantity  of  diphenylamine. 

TripJienyl'Tosanilinestilphonic  Acid  C^oH.iQiCQ'R^^i^QH.^.SO^'il)!^^  is 
obtained  by  dissolving  triphenyl-rosaniline  in  concentrated  sulphuric 
acid,  and  adding  water  to  the  solution,  as  a  dark-blue  mass,  which 
dries  up  to  grains  having  a  beautiful  metallic  lustre.  Its  sodium  salt 
is  found  in  commerce  under  the  name  of  "  Nicholson^s  blue,"  or 
*' alkali-blue  ;"  it  is  a  dark-grey,  amorphous  mass,  dissolving  in  water, 
with  a  fine  blue  colour. 

By  the  further  action  of  sulphuric  acid,  other  sulphonic  acids  are 
formed,  which  occur  as  sodium  salts  in  several  "  soluble  aniline 
blues." 

Benzyl-rosaniline, — When  a  mixture  of  rosaniline,  benzyl  chloride, 
methyl  iodide,  and  methyl  alcohol  is  heated  in  a  water-bath,  the  com- 
pound C2jjHig(CgH5.CH2)3N3.CH3l  is  formed,  crystallizing  in  beetle- 
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green  needles.  The  salts  of  this  ammonium-base  dye  on  silk  a  rich 
reddish-violet  shade. 

Leiccaniline  C^^^^y — The  salts  of  this  base  are  formed  by  treat- 
ing rosaniline-salts  with  reducing  agents.  They  are  colourless,  and 
readily  oxidized  to  rosaniline-salts. 

ChrysaniliTie  CgoHi^Nj  is  obtained  as  a  bye-product  in  the  manufac- 
ture of  rosaniline.  It  is  a  yellow  amorphous  powder,  and  forms  two 
series  of  yellow  crystalline  salts,  containing  either  one  or  two  equiva- 
lents of  an  acid. 

Xylidine-red  CggHggNg.— Neither  xylidine  alone  nor  mixed  with 
toluidine  yields  a  colour,  but  when  a  mixture  of  aniline  and  xylidine 
is  heated  with  arsenic  acid,  a  red  compound  is  produced,  having  the 
greatest  resemblance  to  rosaniline. 


PHENOL-COLOURS. 

When  phenols  are  heated  with  polybasic  organic  acids,  either  alone 
or  in  presence  of  sulphuric  acid  or  glycerin,  water  is  eliminated,  and 
a  series  of  peculiar  compounds  is  formed,  some  being  neutral  bodies, 
while  others  dissolve  in  alkalis,  forming  intensely-coloured  solutions, 
which  are  decolourized  by  reducing  agents. 

Some  of  the  coloured  bodies  yield,  when  heated  with  sulphuric 
acid,  new  colours,  which  are  also  readily  reduced  in  an  alkaline  solu- 
tion, but  not  decolourized.  The  number  of  these  compounds  seems 
to  be  unlimited,  but  only  a  few  have  been  more  minutely  studied. 

Aurin  CgoHj^Og. — This  compound  is  found  in  commerce  under  the 
name  of  "  corallin,*'  or  "  rosolic  acid,"  ^  and  is  used  for  dyeing  silk  and 
wooL  It  is  prepared  by  heating  phenol  with  oxalic  acid  and  sul- 
phuric acid.  The  commercial  product  is  a  brittle,  resinous  body, 
having  a  beetle-green  lustre,  and  yielding  a  red  powder.  It  is  a  mix- 
ture of  different  bodies ;  to  obtain  pure  aurin  from  it,  an  alcoholic 
solution  of  ammonia  is  added  to  a  cold  concentrated  alcoholic  solution 
of  the  crude  substance.  A  crystalline  precipitate,  a  compound  of 
aurin  with  ammonia,  separates  out,  whilst  the  other  bodies  remain  in 
solution.  The  ammonia-compound  is  washed  with  cold  alcohol,  and 
boiled  with  dilute  acetic  acid. 

Aurin  is  but  sparingly  soluble  in  water,  and  crystallizes  from 
alcohol  in  dull-red  needles  with  a  green  lustre,  and  from  acetic  acid 
in  rhombic  prisms,  having  either  the  colour  of  chromic  trioxide  and 
a  brilliant  diamond  lustre,  or  of  a  darker  shade,  showing  a  blue  or 
green  reflection.  It  dissolves  readily  in  alkalis,  with  a  magenta-red 
colour,  and  forms  also  with  other  oxides  a  series  of  very  unstable 
salts. 

^  The  name  rosolic  acid  was  first  given  to  a  red  body  existing  in  coal-tar,  and  was 
afterwards  employed  to  designate  aU  red  compounds  which  may  be  obtained  from 
phenol  by  different  reactions. 
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Pure  aurin  is  also  readily  obtained  by  heating  pitre  phenol  .with 
oxalic  acid  and  sulphuric  acid  for  several  days  to  100° — 110**.  The 
product  is  boiled  with  water,  dissolved  in  caustic  soda,  and  precipi- 
tated with  an  acid.  The  crystalline  precipitate  is  then  crystallized 
from  alcohol. 

Aurin  is  also  obtained  by  using  formic  acid  in  the  place  of  oxalic 
acid,  and  its  formation  may  therefore  be  expressed  by  the  equation  : — 

SC^HgO  +  2C0  =.  CjoHj.Oj  +  2HjO 

When  sulphur  dioxide  is  passed  into  a  hot  concentrated  alcoholic 
solution  of  aurin,  the  compound  (C2oHi^03)2S02  +  SH^O  is  formed, 
separating  on  cooling  in  brick-red  crusts,  or  garnet-red  granular 
crystfds, 

Aurin-potassium  Sulphite  G^oH-ifi^  +  KHSOg  is  obtained  by  adding 
a  solution  of  acid  potassium  sulphite  to  a  hot  alcoholic  solution  of 
aurin.  It  is  a  crystalline  white  powder,  resembling  precipitated 
chalk.  The  sodium  and  ammonium-compounds  are  similar  bodies ; 
they  are  easily  decomposed  by  acids  and  alkalis. 

Leucaurin  G^o^^fi^  is  formed  by  heating  an  aqueous  alkaline  or 
acid  alcoholic  solution  of  aurin  with  zinc-dust.  It  crystallizes  in 
thick  colourless  prisms  or  needles.  It  contains  three  hydroxyls, 
yielding  with  acetyl  chloride  tri-acetyUleucaurin  G^^fi^fi^iG^fi)^ 
crystallizing  from  alcohol  in  white  silky  needles. 

Phenol'phtJialein  G^Jl^fi.  is  produced  by  heating  phenol  with 
phthalic  anhydride  ana  sulphuric  acid  to  120°. 

2C«HeO  -h  CgH.Og  =  C^oHj.O,  +  H^O 

It  is  a  colourless  body,  dissolving  in  caustic  potash  with  a  splendid 
red  colour,  which  disappears  on  heating  it  with  zinc-dust.  Hydro- 
chloric acid  precipitates  from  the  colourless  solution  phenol-phthalin 
^20^16^4  ^^  white  granular  crystals. 

Fliwrescein,  or  Resorcin-phthalcin  CgoHigO^,  is  formed  by  heating 
resorcin  with  phthalic  anhydride.  It  forms  small  dark-brown  crystals, 
dissolving  in  ammonia  with  a  red  colour ;  this  solution  exhibits,  even 
when  very  diluted,  a  most  beautiful  green  fluorescence.  Zinc-dust 
reduces  it  to  colourless  fiuoresciUy  and  by  heating  it  with  sulphuric 
acid  it  is  converted  into  a  red  compound,  dissolving  in  alkalis  with  a 
blue  colour,  which,  on  adding  zinc-dust,  changes  into  red. 

Hydroquinone-phthalein  CgoHjgOg  is  obtained  by  heating  hydro- 
quinone  with  phthalic  anhydride  and  sulphuric  acid ;  it  forms  white 
crystals,  melting  at  232°,  and  dissolving  in  alkalis  with  a  violet 
colour. 

GcUlein  C20H12O7  has  been  produced  by  heating  pyrogallol  with 
phthalic  anhydride.  It  forms  granular  crystals,  appearing  brownish- 
red  by  reflected  light,  and  blue  by  transmitted  light.  It  dissolves  in 
alcohol  with  a  dark-red,  and  in  alkalis  with  a  beautiful  blue  colour, 
which  soon  becomes  grey.     On  mordanted  cloth,  it  dyes  shades  re- 
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sembling  those  produced  by  brazil-wood.  Reducing  agents  convei-t  it 
into  colourless  gallin  O^^fi^, 

Coerulein  CgoHj^Oy  is  obtained  by  heating  gallin  with  sulphuric 
acid  to  200°.  It  dissolves  in  aniline  with  a  beautiful  blue  colour,  and 
in  alkalis  with  a  blue  colour ;  alum  precipitates  from  this  solution  a 
green  lake.     By  reduction  it  yields  yellowish-red  coerulin. 

By  using  mellitic  or  pyromellitic  acid  in  place  of  phthalic  acid, 
compounds  resembling  the  different  phthaleins  have  been  obtained. 
The  constitution  of  the  phenol-colours  is  not  exactly  known;  but 
their  constituents  may  be  divided  into  two  groups — the  phenols,  and 
the  bodies  which  keep  them  together ;  the  former  being  the  chromo- 
genous  constituents,  as  the  colour  is  but  little  changed  by  using  dif- 
ferent acids.  A  great  number  of  natural  colours,  and  chiefly  those 
contained  in  the  different  dye-woods,  have  undoubtedly  a  similar 
constitution.  The  nature  of  the  chromogenous  constituents  of  these 
colours  can  in  most  cases  be  found  by  fusing  the  compound  with 
caustic  potash,  or  by  treating  it  with  nitric  acid ;  but  it  will  be  far 
more  ditiicult  to  detect  the  compounds  which  connect  the  chromo- 
genous constituents,  as  in  the  natural  colours  this  part  seems  to  be 
played  by  compounds  belonging  to  the  sugar-group,  or  by  vegetable 
acids  which  are  not  connected  with  the  aromatic  group. 

The  following  compounds  appear  to  be  natural  phenol-colours  :— 

Hoemaioxylin  CigHi^Og-f  SHgO  exists  in  logwood  {Hmmatoxylon 
Campechianum),  and  crystallizes  from  water  in  yellow  prisms,  possess- 
ing a  sweet  taste,  and  turning  the  plane  of  polarization  to  the  right. 
By  fusing  it  with  caustic  potash  it  yields  pyrogallol. 

It  dissolves  with  a  red  colour  in  ammonia,  and  this  solution  absorbs 
readily  oxygen,  hcenicUein  CjgHjgO^  +  HgO  being  formed,  which  is  also 
producd  by  dissolving  haem&toxylin  in  ether,  and  adding  fuming 
nitric  acid.  It  forms  brownish-red  crystals,  which  lose  water  at  130^ 
and  assume  a  green  lustre.  Haematin  is  slightly  soluble  in  cold,  and 
freely  in  boiling  water;  alkalis  dissolve  it  with  a  beautiful  deep- 
purple  colour,  and  reducing  agents  reconvert  it  into  heematoxylin. 

Brasilin  G^^^O^  is  found  in  brazil-wood,  sapan-wood,  peach- wood, 
&c.  It  crystallizes  in  laige  yellow  prisms,  dissolving  in  ammonia 
with  a  crimson,  and  in  potash  or  soda  with  a  purple  colour.  When 
nitric  acid  is  added  to  its  ethereal  solution,  crystalline  brasilein  is 
formed,  an(\  boiling  nitric  acid  converts  it  into  styphnic  acid 
(page  343). 

Carthamin  Cj^Hj^O^  is  the  colouring  matter  of  safllower  (the  petals 
of  Carthamus  tinctorius).  It  is  obtained  by  exhausting  safflower 
with  cold  water,  which  dissolves  a  yellow  colouring-matter ;  the 
residue  is  treated  with  a  dilute  solution  of  sodium  carbonate,  and  the 
solution  precipitated  with  acetic  acid.  Carthamin  separates  out  as  a 
flocculent  precipitate,  drying  up  to  a  beetle-green  mass.  It  dissolves 
in  alcohol  with  a  splendid  red  colour,  and  forms  with  alkalis  a  yel- 
lowish-red solution.  By  fusing  it  with  potash,  it  yields  oxalic  acid 
and  para-oxybenzoic  acid. 
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Bixin  CigHjgO^  is  the  colouring-matter  of  "  anotto"  (from  the  fruit 
of  Bixa  Orellana).  It  is  insohible  in  water,  and  dissolves  in  alcohol 
and  alkalis  with  a  deep-yellow  colour.  When  sulphur  dioxide  is 
passed  into  its  alcoholic  solution  it  becomes  colourless. 

Santalin  CigH^jOg  is  found  in  santal-wood,  and  forms  microscopic 
bright  red  crystals,  which  are  insoluble  in  water,  but  dissolve  in 
alcohol  with  a  red,  and  in  alkalis  with  a  violet  colour.  On  adding 
barium  chloride  to  its  alkaline  solution,  a  violet  precipitate 
{C^^^^O^^di  is  formed. 

Evxcanthic  Acid  G^^M^fi^^, — The  magnesium  salt  of  this  acid  is  the 
chief  constituent  of  LuHan  yellow,  or. Purree,  a  body  of  unknown 
origin,  which  is  imported  from  India  and  China,  and  used  in  the 
painting  of  water-colours.  By  treating  it  with  hydrochloric  acid, 
euxanthic  acid  is  obtained  in  yellow,  silky  needles,  which  have  a 
sweetish  bitter  taste.  On  heating,  it  is  resolved  into  water,  carbon 
dioxide,  euxantJione,  and  other  products. 

Evxanthoiie  CjgH^gO^  is  a  yellow,  crystalline  precipitate,  and  is  also 
formed  by  the  action  of  concentrated  sulphuric  acid  on  euxanthic 
acid.  On  fusing  it  with  potash  it  is  converted  into  euxanthonic  acid 
Ci3HiqO(OH)^  crystallizing  from  water  in  long  yellow  needles.  On 
heating  it  is  resolved  into  water  and  euxanthone.  Euxanthonic  acid 
gives  with  ferric  acid  a  red  colour,  while  euxanthone  is  coloured  green 
by  this  reagent. 

Concentrated  nitric  acid  forms  with  euxanthone  nitro-products, 
which  by  prolonged  action  are  converted  into  styphnic  acid  or  trinitro- 
resorcin. 

When  resorcin  is  heated  with  oxalic  acid  and  sulphuric  acid,  a 
yellow  substance  is  formed,  containing  apparently  euxanthone. 

Gcntianin  Ci^H^qO^  occurs  in  the  root  of  Gcntiana  hitea,  and  crys- 
tallizes in  pale-yellow  needles,  which  ate  tasteless,  and  almost  in- 
soluble in  water.  It  is  soluble  in  water,  and  dissolves  in  alkalis  with 
a  deep-yellow  colour,  forming  crystalline  salts. 


COMPOUNDS    CONTAINING   TWO    OR   MORE    AROMATIC   NUCLEI, 

LINKED    TOGETHER   BY    CARBON. 


DIPHENYL  0^2^10 

Is  obtained  by  the  action  of  sodium  on  bromobenzene,  and  by  passing 
the  vapour  of  benzene  through  a  red-hot  tube  : — 


CoHg  CgHg 


+  H, 


CoHq  ^uHg 
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It  has  also  been  produced  by  heating  a  mixture  of  potassium 
phenate  and  benzoate  : — 

CeHg.OK  4-  CgHg.COgK  =  CgHg.CgHg  +  COgKj 

Diphenyl  crystallizes  from  boiling  alcohol  in  large,  brilliant,  thin 
plates,  melting  at  70°'5.  It  boUs  at  240°,  and  possesses  a  peculiar, 
aromatic  smell.  By  heating  it  with  a  solution  of  chromic  trioxide  in 
glacial  acetic  acid,  it  is  oxidized  to  benzoic  acid. 

Monohroinodiphenyl  CigHgBr  is  obtained  by  adding  bromine  to  a 
solution  of  diphenyl  in  carbon  disulphide.  It  forms  thin,  large 
plates,  melting  at  89°,  and  boiling  at  310°.  Oxidizing  agents  convert 
it  into  parabromobenzoic  acid. 

Dibromodiphenyl  CigHgBrg  is  formed  by  acting  with  bromine  on 
diphenyl  in  the  presence  of  water.  It  crystallizes  from  benzene  in 
lai'ge  colourless  prisms,  melting  at  164°,  and  volatilizing  at  a  high 
temperature.     On  oxidation  it  yields  also  parabromobenzoic  acid. 

JDinitrodiphenyl  G^^^(^0^^, — When  diphenyl  is  dissolved  in  cold 
concentrated  nitric  acid,  two  isomeric  compounds  are  formed.  One 
crystallizes  in  slender,  colourless  needles,  melting  at  213° ;  and  the 
other,  called  isodinitrodiphenyl,  which  is  more  soluble  in  alcohol, 
forms  large  colourless  crystals,  melting  at  93°'5. 

Diamxdophenyly  or  Benzidine,  G^^^^i^H^^,  is  not  only  produced 
by  reducing  the  first  of  the  dinitro-compounds  with  ammonium  sul- 
phide or  tin  and  hydrochloric  acid,  but  also  by  the  action  of  acids  on 
hydrazobenzene  (page  328),  the  following  molecular  change  taking 
place : — 

CgH^.NH  CeH,.NH2 

CeHg.NH  CeH^NHg 

It  is  therefore  conveniently  prepared  by  passing  sulphur  dioxide 
into  an  alcoholic  solution  of  azobenzene : — 

I  +  2H2O  +  SO2  =  +  H.SO, 

C«H,.N  CeH,.NH2 

Benzidine  has  also  been  obtained  by  acting  with  sodium  on  brom- 
aniline. 

It  forms  silvery  scales,  melting  at  118°,  and  subliming,  when  more 
strongly  heated,  with  partial  decomposition. 

Benzidine  Sulphate  C^IiJ'S'H.^)^  is  a  white  powder,  which  is  almost 
insoluble  in  water  and  alcohoL 

Imidodiphenyl,  or  Carbazol  CjjHg.NH. — This  body  was  first  found 
in  crude  anthracene ;  it  is  produced  synthetically  by  passing  phenyl- 
aniline  through  a  red-hot  tube : — 


^NH      =      I       )>NH  +  Hj 
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Carbazol  crystallizes  from  alcohol  in  white  plates,  melting  at  238^ 
and  boiling  at  354°.  Cold  nitric  acid  colours  it  green  in  the  cold,  and 
on  heating  nitro-compounds  are  formed.  It  has  no  basic  properties, 
but  combines  with  picric  acid  like  the  aromatic  hydrocarbons,  forming 
the  compound  CigH^N  +  CgH2(N02)80H,  which  crystallizes  from  coal- 
tar  naphtha  in  large  red  prisms. 

Acetylcarhazol  Ci2H8N(C2H30)  is  obtained  by  heg^ting  carbazol  with 
acetic  anhydride ;  it  crystallizes  from  alcohol  in  flat  prisms,  melting 
at  69",  and  combines  with  picric  acid. 

Carbazoline  Ci2Hj3.NH2. — This  additive  compound  is  formed  by 
heating  carbazol  with  hydriodic  acid  and  phosphorus  to  240°.  It  is  a 
weak  base,  crystallizing  from  alcohol  in  tufts  of  silky  needles,  melting 
at  99°,  and  boiling  at  296°.  By  heating  its  hydrochloride  to  300°  it 
loses  hydrochloric  acid  and  hydrogen,  being  converted  into  hydrocar- 
hazol  C12H13N,  crystallizing  from  alcohol  in  warty  masses  possessing 
an  unpleasant  smell.  It  has  no  basic  properties,  but  combines  with 
picric  acid. 

Acridivs  G^^H^N, — This  isomeride  of  carbazol  has  also  been  found 
in  crude  anthracene.  It  crystallizes  from  dilute  alcohol  in  transparent 
rhombic  prisms,  which  have  generally  a  yellowish-brown  colour.  It 
melts  at  107°,  and  boils  above  360°,  but  sublimes  even  at  as  low 
a  temperature  as  100°  in  large,  broad  needles.  It  has  basic  pro- 
perties, and  forms  well-defined  salts,  which,  as  well  as  the  free 
base,  produce  a  burning  pain  on  the  skin,  and  attack  violently 
the  mucous  membranes,  the  least  quantity  giving  rise  to  violent 
sneezing. 

Dipheni/lene  0,cide  C^oHgO  is  produced  by  distilling  triphenyl  phos- 
phate with  quicklime ;  it  forms  small  plates,  melting  at  SO**,  boiling  at 
273°,  and  possessing  an  agreeable  odour.  It  is  not  changed  by  passing 
it  over  i*ed-hot  zinc-dust,  nor  by  heating  it  with  hydriodic  acid  to 
250°. 

D iphcntj I monosul phonic  Acid  Cj^Hg.SOgH  is  obtained  by  heating 
equal  molecules  of  diphenyl  and  sulphuric  acid  until  water  and  the 
hydrocarbon  begin  to  volatilize.  The  potassium  salt  C^gHjj.SOgK 
crystallizes  from  hot  water  in  very  slender  long  needles,  which 
after  some  time  change  into  a  heavy  powder.  The  barium-  and 
calcium -salts  are  precipitates,  which  can  be  cr}''stallized  from  boiling 
water. 

Diphenj/ldisulphonic  Acid  C^^^^i^O.Ji).^  is  produced  by  heating  the 
hydrocarbon  with  an  excess  of  sulphuric  acid.  The  potassium  salt 
Ci2Hg(S03K)2  +  5H2O  forms  long  thick  prisms.  The  barium-  and 
lead-salts  are  insoluble  in  water.  By  decomposing  the  latter  with 
hydrogen  sulphide  in  the  presence  of  water,  the  free  acid  is  obtained, 
which  on  evaporation  is  left  in  deliiiuesceut  prisms,  melting  at  72°-5, 
and  decomposing  above  200°. 

Dioxydiplicnyl  G^^\\^{0\\)^, — This  phenol  is  prepared  by  acting  with 
nitric  trioxide  on  benzidine  nitrate,  and  boiling  the  diazo-compound 
with  water : — 
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C,  A  {  g=JJzSo;  +  2H,0  =  C,^3  {  Og  +  2N,  +  2HN0, 

It  resembles  common  phenol,  crystallizing  in  needles,  which  dissolve 
sparingly  in  water,  but  freely  in  alcohoL 

Hexoxydiphenyl  Cj2H^(0H)g. — The  tetramethyl-ether  of  this  phenol 
is  formed  by  the  dry  distillation  of  beech-  and  biroh-wood,  and  there- 
fore occurs  in  crude  wood- vinegar,  which  is  purified  by  the  addition 
of  potassium  dichromate.  Blue  films  are  deposited,  consisting  of  the 
cori-esponding  quinone,  or  caerolignone  Cx^iiOGli^fi"^  which  is 
obtained  pure  by  dissolving  the  precipitate  m  cold  phenol,  from  which 
it  is  precipitated  by  alcohol  in  dark  steel-blue  needles.  It  is  in- 
soluble in  all  ordinary  solvents,  and  neither  distils  nor  sublimes 
without  decomposition.  Eeducing  agents  reconvert  it  into  tetra" 
mMyl-hexoxydiphenyl,  or  hydrocaerolignone  Ci2H^(OCH3)^(OH)2,  crys- 
tallizing from  alcohol  in  colourless  monoclinic  prisms,  melting  at 
190°,  and  distilling,  when  carefully  heated,  without  decomposition. 
By  adding  sodium  ethylate  to  its  alcoholic  solution,  the  phenate 
Ci2H^(OCH8)^(ONa)o  is  obtained  as  a  yellow,  neutral  precipitate. 

When  hydrocaerolignone  is  heated  with  hydrochloric  acid  to  200^ 
it  is  resolved  into  methyl  chloride  and  hexoxydiphenyl,  crystallizing 
from  boUing  water  in  beautiful  plates,  grouped  in  rosettes,  and  dis- 
solving in  alkalis  with  a  splendid  purple  colour.  Eed-hot  zinc-dust 
reduces  it  to  diphenyL 


DIPHENYL-METHANE,  OR  BENZYL-BENZENB   CHj-j  q 


6^6 


This  hydrocarbon  was  first  obtained  by  distilling  diphenylacetic 
acid  (CgHJgCH.COgH  with  baryta.  It  is  also  produced  by  heating 
benzyl  chloride  with  benzene  and  zinc-dust  to  150°.  When  the 
action  is  once  started,  the  zinc  may  be  withdrawn,  without  hindering 
the  completion  of  the  reaction,  during  which  currents  of  hydro- 
chloric acid  are  evolved : — 

CeH,.CH2Cl  +  CeH,  =  CeH,.CH2.CeH,  +  HCl 

Besides  benzyl-benzene,  other  products  are  formed,  of  which  two 
isomeric  hydrocarbons  CaoHja  have  been  isolated.  We  cannot,  as  yet, 
explain  why  such  a  stable  body  as  benzene  takes  part  in  this  reaction 
with  such  great  energy. 

Diphenyl-methane  crystallizes  in  monoclinic  prisms,  melting  at 
26°-5,  and  possessing  the  odour  of  oranges. 

Bcmyl-phenol,  or  Benzyl-oxyhenzene,  GJ3.^.QH^,Q^^,0Ti  has  been 
obtained  by  heating  benzyl  chloride  with  phenol  and  zinc-dust.  It 
crystallizes  from  alcohol  in  lustrous  plates,  melting  at  84°,  and  dis- 
solves  in  caustic  alkalis,  but  not  in  ammonia. 

BcnzylphenyUmethyl  Ether,  or  Bcnzyl-anisol  C^^.C^^,C^^,OCR^ 
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is  formed  by  the  action  of  zinc  on  a  mixture  of  anisol  (page  332)  and 
benzyl  chloride.  It  is  a  limpid,  mobile  liquid,  possessing  an  aromatic 
odour,  and  boiling  at  about  305°.  On  heating  it  with  hydriodic  aciu 
to  170'',  it  is  resolved  into  benzyl-phenol  and  methyl  iodide. 

Diphenyl  Ketone,  or  Benzophcno7ie, — The  ketone  of  benzoic  acid  has 
been  produced  by  different  reactions : — 

(1.)  By  the  dry  distillation  of  calcium  benzoate  : — 

(2.)  By  heating  mercury-diphenyl  with  benzoyl  chloride  in  closed 
tubes : — 

(CeHj),Hg  +  2CeH5.COCl  =  2C,Tl,.C0.C,-a,  +  HgCl, 

(3.)  By  heating  a  mixture  of  benzene,  benzoic  acid,  and  phosphorus 
pentoxide  to  200** : — 

CflHj  +  CeH,.CO.OH  =  C^-R^.GO.C^H^  +  H^O 

Benzophenone  crystallizes  from  alcohol  in  rhombic  prisms,  melting 
at  49°,  and  boiling  at  300°.  An  isomeric  modification  is  obtained  by 
oxidizing  diphenyl-methane  with  chromic  acid  solution.  It  forms 
transparent  monoclinic  crystals,  melting  at  26°.  After  some  time 
they  become  opaque,  and  change  into  the  common  rhombic  modi- 
fication. 

MonocMordbenzophenone  CgH^CLCO.CQHg  has  been  prepared  by 
heating  monochlorobenzene  with  benzoic  acid  and  phosphorus  pent- 
oxide.  It  crystallizes  from  a  mixture  of  ether  and  alcohol  in  tufts  of 
brilliant  flat  needles,  melting  at  76°. 

Diphenyl  Carhinol,  or  Benzhydrol  (CgHg)2CH.0H. — This  secondary 
alcohol  is  produced  by  the  action  of  nascent  hydrogen  on  benzo- 
phenone ;  it  crystallizes  in  silky  needles,  melting  at  67°'5. 


PHENYL-TOLYL-METHANE,   OR  BENZYL-TOLUENE  CHo  \  ^^tt^  ^^ 

Is  one  of  the  products  obtained  by  heating  a  mixture  of  toluene  and 
benzyl  chloride  with  zinc-dust.  It  is  a  liquid  boiling  at  277°,  and 
possessing  a  fragrant,  fruity  smell. 

Tolyl-phenol  Ketone  CO  I  ^^^^  qtt     exists  in  two  modifications, 

which  have  been  obtained  by  oxidizing  benzyl-toluene,  and  by  heating 
a  mixture  of  toluene,  benzoic  acid,  and  phosphorus  pentoxide  to  200°. 
One  crystallizes  in  flat  pointed  plates,  melting  at  57°.  On  heating  it 
with  soda-lime  to  270°,  it  is  resolved  into  benzene  and  paratoluic 
acid.     The  other  modification  is  a  liquid. 

Benzoyl'hemoic  Acid  CgHg.CO.CgH^.COgH  is  produced  by  oxidizing 
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benzyl-toluene  or  tolyl^phenyl  ketone  with  potassium  dichromate  and 
dilute  sulphuric  acid.  It  crystallizes  in  thin  needles  or  plates,  melt- 
ing at  194^  and  sublimes  at  a  high  temperature  in  brilliant  needles. 

Benzhydryl-benzoic  Acid  CeH5.0H(OH).aH,.CO2H.— This  glycollic 
acid  is  a  product  of  the  action  of  tin  and  hydrochloric  acid  on  an 
alcoholic  solution  of  benzoyl-benzoic  acid.  It  is  more  freely  soluble 
in  water  than  the  latter,  and  crystallizes  in  needles,  melting  at  165" ; 
it  cannot  be  sublimed,  but  decomposes  when  more  strongly  heated. 

Benzyl'benzoic  Acid  CgH5.CH2.CgH^.C02H. — To  obtain  this  com- 
pound, benzhydryl-benzoic  acid  is  heated  with  concentrated  hydriodic 
acid.  This  reaction  is  perfectly  analogous  to  the  formation  of  acetic 
acid  from  glycollic  acid.  It  crystallizes  from  alcohol  in  glistening 
needles,  melting  at  155°,  and  subliming  without  decomposition.  "When 
heated  with  lime  it  is  resolved  into  carbon  dioxide  and  diphenyl- 
methane. 


BENZYL-ETHYL-BENZENE  CgH5.CH2.CgH4.CjH5 

Is  formed  by  heating  a  mixture  of  benzyl  chloride  and  ethyl-benzene 
with  zinc.  It  is  a  liquid  having  a  faint  aromatic  smell,  and  boiling  at 
294^     On  oxidation,  it  yields  benzoyl-benzoic  acid. 


CgH^.CHg 

DITOLYL 


CgH^.CH 


8 


To  prepare  this  hydrocarbon,  solid  bromotoluene  is  treated  with 
sodium.  It  crystallizes  from  ether  in  splendid  monoclinic  prisms, 
melting  at  121°.  An  isomeride  has  been  obtained  by  the  action  of 
sodium  on  monochlorotoluene ;  it  is  a  liquid  boiling  at  272°. 


CgHyCHj 

DIBENZYL,  OB  DIPHENYL-ETHANE  J        , 

CeHg.CHj 

Is  produced  by  acting  with  sodium  on  benzyl  chloride.  It  crystallizes 
from  ether  in  large  monoclinic  prisms,  melting  at  52'',  and  boiling 
at  284°. 


CgHg.CH 

STILBENE,  TOLUYLENE,  OR  DIPHENYL-ETHENE  ||      . 

CgHg.CH 

This  hydrocarbon  is  formed  by  the  action  of  sodium  on  benzaldehyde 
or  benzylene  dichloride,  as  well  as  by  passing  the  vapour  of  benzyl- 

E  E.  ^ 
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chloride  over  heated  soda-lime,  or  the  vapour  of  dibenzyl  over  hot 
lead  oxide : — 

CgH-.CHj  CgHg.CII 

I        +PbO=  II      +H,OfPb 

CgHg.CHj  CgHg.CH 

It  is,  however,  most  conveniently  prepared  by  submitting  benzyl 
sulphide  to  dry  distillation : — 

>=  II      +H,S 

CflHj.CHj  CgHg.CH 

On  slow  evaporation  of  its  ethereal  solution,  it  is  obtained  in  large 
monoclinic  plates,  melting  at  120°,  and  boiling  at  306°.  By  heating 
it  with  concentrated  hydriodic  acid  it  is  reduced  to  dibenzyl. 

Dinitrostilhcne  G^^l^J^O^^  has  been  produced  synthetically  by 
heating  nitrobenzyl  chloride  with  alcoholic  potash : — 

aH,(N02)CH2Cl  CeH/N02)CH 

+  2K0H  =  II      +  2KC1  +  2RJd 

CoH,(N02)CH2Cl  CeH,(N02)CH 

It  forms  brilliant  yellow  needles,  having  a  green  lustre,  and  sublimes 
in  yellow  plates.  By  heating  it  with  alcoholic  ammonium  sulphide 
in  sealed  tubes  to  100°,  it  is  converted  into  diamidostilhene 
^iJ^ioQ^^i)***  crystallizing  from  alcohol  in  white  plates,  melting  at 
170°.     The  hydrochloride  Ci^IIi^fNlL)^^^  forms  white  plates. 

Toluylciu  or  Stilhcnc  Dihromidc  C\^Hj.,r>r2,  separates  out  in  needles 
when  bromine  is  added  to  a  solution  of  s'tilbene  in  ether.  By  heating 
it  with  alcoholic  potash  it  is  converted  into  vionobroviostilbene 
Ci^HjjBr,  an  oily  liquid,  distilling  with  partial  decomposition. 

Toiiujlene  Glycol  i^^^l^Ji()\\)^  exists  in  several  isomeric  modifica- 
tions. Two  of  them  are  obtained  by  heating  stilbene  dibromide  with 
silver  acetate  and  glacial  acetic  acid,  and  boiling  the  product  with 
alcoholic  potash.  One  crj'stallizes  in  rhombic  prisms,  melting  above 
115°;  ancl  the  other,  called  isotoluyknc  ylycol,  forms  slender  needles, 
melting  at  96''. 

CgllyCII.OII 

Hydrohcnzovi  \  . — This  third  isomeride  is  formed  bv  the 

CJI,.Cn.OH 
action  of  zinc  and  hydrochloric  on  benzaldehyde.      It  forms  large 
rhombic  plates,  melting  at  130°. 
CelI,.CH.OH 

Benzoin  \  is  produced  by  heating  hydrobenzoin,  or  the 

C,H,.CO 

two  toluylene  glycols,  gently  with  nitric  acid,  and  was  first  obtained 

by  adding  benziJdehyde  to  an  alcoholic  solution  of  potassium  cyanide. 

It  is  therefore  also  formed  by  the  action  of  alcoholic  potash  on  crude 
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of  bitter  almonds.  It  forms  colourless  prisms,  melting  at  137**. 
jtyl  chloride  converts  it  into  the  monacetate  Gifiifi^Cfifi,  and 
cent  hydrogen  into  hydrobenzoin. 

^tilbene  Glycol, — This  fourth  isomeric  glycol  is  formed  together,  with 
er  products,  when  benzoin  is  heated  with  alcoholic  potash.  It 
3tallizes  in  four-sided  flat  prisms,  melting  at  132°.  Acetyl  chloride 
verts  it  into  the  diacetate  Cj^HigCOCgHgO)^,  forming  colouriess 
dies  melting  at  135°. 

leoxyhenzoin^  or  Phenyl-benzyl  Ketone   p  tt  Att^  \  CO,  was    first 

ained  by  the  action  of  zinc,  and  hydrochlonc  acid  on  benzoin.  It 
Jso  readily  produced  by  heating  monobromostilbene  with  water  to 
•°,  and,  together  with  other  products,  by  distilling  a  mixture  of 
zoate  and  phenylacetate  of  calcium.  It  crystallizes  from  alcohol 
Dlates,  melting  at  55°. 

CHI 

Uilhyl  Alcolwly  or  Plvenylieiizyl    Carbinol  p„  ,?u-^  j- CH.OH,  is 

duced  by  the  action  of  sodium-amalgam  on  a  hot  alcoholic 
ition  of  deoxybenzoin.  It  forms  glistening,  slender  noodles, 
ting  at  62°.  Nitric  acid  oxidizes  it  to  deoxybenzoin,  and  by  boiling 
h  dilute  sulphuric  acid  it  is  resolved  into  water  and  stilbene. 
jtyl  chloride  converts  it  into  stUhyl  acetate,  a  colourless,  oily 
lid. 

CA-CO 

hn^iil,  or  Dibenzayl  \    is  obtained  by  the  action  of  nitric 

CeH,.CO 
I  or  chlorine  on  benzoin,  or  by  treating  deoxybenzoin  with  bromine, 

heating  the  bromide  CgH3.CBro.CO.CgH5,  thus  formed  with  water, 
zil  crystallizes  from  alcohol  in  large,  hexagonal  prisms,  melting  at 

Nascent  hydrogen  re-converts  it  into  benzoin. 
knzilic  Acid,  or  Dipheny I gly collie  Acid  (CgH5)2C(PH)C02H  is 
aed  when  benzil  is  heated  with  a  little  potash  and  alcohol  to  100°. 
s  readily  soluble  in  alcohol  and  hot  water,  and  crystallizes  in 
U  monoclinic  needles,  melting  at  150",  and  possessing  a  bitter 
e.  Oxidizing  agents  resolve  it  into  water,  carbon  dioxide,  and 
lenyl  ketone,  and  when  its  barium  salt  is  heated  with  a  little 
i-lime,  it  splits  up  into  carbon  dioxide  and  diphenyl  ketone, 
hese  reactions  show  that  this  acid  contains  the  two  phenyl-groups 
ed  to  one  carbon-atom,  and  therefore  in  its  formation  from  benzU 
olecular  change  must  have  taken  place. 

Hjphenylacctic  Acid  {G^^ju\\,CO^  is  produced  by  the  action  of 
jentrated  hydriodic  acid  on  benzilic  acid.  It  crystallizes  from 
ing  water  in  needles,  melting  at  146°,     When  heated  with  baryta 

resolved  into  carbon  dioxide  and  diphenyl-methane. 
i2>hc7iyltrichlorethane  (CgHJgCH.CClg  is  obtained  by  the  action  of 
liuric  acid  on  a  mixture  of  benzene  and  chloral : — 

2Cjrg  +  COH.CClg  =  (CgH,)2CH.CCl3  +  H^O 
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It  crystallizes  from  alcohol  in  sliining  white  plates,  melting  at  64^ 
On  heating  with  alcoholic  potash  it  is  converted  into  IHphenyl' 

dichlorethene  (0^11^^.001^  crystallizing  in  large  flat  prisms,  melting 

at  80^ 

CgHg.CHj 
Diphenylpropionic  Acid,  or  Dibenzylcarbonic  Acid  I 

CqHjj.CIi.C02H 

The  ethyl-ether  of  this  acid  has  been  obtained  by  the  action  of 
sodium-amalgam  on  a  mixture  of  benzyl  chloride  and  ethyl  chloro- 
carbonate.  Diphenylpropionic  acid  crystallizes  from  alcohol  in  thin 
needles,  melting  at  84°.  On  heating  with  lime  it  is  resolved  into 
carbon  dioxide  and  dibenzyl  (or  stilbene  and  hydrogen). 

CgH^.CH.C02H 
Dipheiiylsuccinic  Acid,  or  Dihenzyldicarbonic  Acid  I 

CeH5.CH.CO2H 
is  produced  by  the  action  of  alcoholic  potash  on  phenyl-broraacetic 
acid,  CgHjj.CHBr.COgH.  It  forms  hard  white  prisms,  and  when 
heated  with  lime  yields  dibenzyl  and  stilbene. 


TOIANB,  OR  DIPHENYL-ETHINE 


CgHg.C 


Cells' ^ 


To  prepare  this  body,  stilbene  dibromide  must  be  heated  with 
alcoholic  potash  for  a  long  time.  It  forms  long  prismatic  crystals, 
melting  at  60°.  With  bromine  it  forms  tolane  dibromide  CVH^^Brg, 
which  exists  in  two  isomeric  modifications  ;  one  crystallizing  m  white, 
flat-  sottlesyai^lting  at  200*,  and  the  other  in  loug,  brittle  needles, 
melting  at  64^  "NVhen  either  of  them  is  heated  with  water  to  180°, 
for  some  hours,  a  large  portion  is  always  converted  into  the  other 
modification.  On  heating  them  with  alcoholic  potash,  tolane  is 
regenerated,  and  aldehyde  is  formed,  which  by  the  potash  is  converted 
into  aldehyde-resin : — 

CgHg.CBr  CgH^.C 

II      +  2K0H  +  CjHgO  =  III  +  2KBr  +  GMfi  +  2H„0 

C„II,.CBr  CA-C 

This  example  shows  very  well  the  energetic  resistance  which 
hydrogen,  contained  in  the  aromatic  nucleus,  offers  to  oxidation.  Thus 
while  stilbene  dibromide,  when  acted  on  by  alcoholic  potash,  readily 
loses  the  two  hydrogen-atoms  contained  in  the  side-chain  in  the 
form  of  water,  tolane  dibromide  under  the  same  conditions  parts  only 
with  the  bromine,  and  the  oxygen  of  the  potash  converts  the  alcohol 
into  aldehyde. 
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DIMESITYL-METHANB  CH^ /  ^«^2^^g 3J*8 

This  compound  is  readily  obtained  by  the  action  of  sulphuric  acid 
on  a  solution  of  mesitylene,  and  formaldehyde,  or  methyl  alcohol 
and  chromic  trioxide  in  glacial  acetic  acid : — 

2CeH,(CH3),  +  CH,0  =  CH,[CeH,(CH,)3]j  +  H,0 

It  crystallizes  from  ether  in  large  mouoclinic  prisms,  melting 
at  130^ 


TRIPHENYL-METHANB  €11(0^115)3. 

To  prepare  this  hydrocarbon,  mercury-diphenyl  is  heated  with 
benzylene  dichloride  to  ISO*'. 

CeH^.CHOl,  +  2(CeH5)^g  =  CH(CeH5)3  +  2CeH5HgCl 

On  evaporating  its  alcoholic  solution,  it  separates  out  in  large 
lustrous  crystals,  melting  at  92**-5.  It  combines  with  benzene,  forming 
large  transparent  crystals,  consisting  of  CH(CflH5)3  +  CgHg,  and 
melting  at  76°.  "When  this  compound  is  exposed  to  the  air,  benzene 
volatilizes,  and  the  crystals  become  opaque  and  brittle.  Triphenyl- 
methane  does  not  combine  with  toluene. 


DIPHENYL-DIETHINE  CJiCJtl^^ 

When  copper-ethinyl-benzene  (page  385)  is  shaken  with  concen- 
trated alcoholic  ammonia  in  presence  of  air,  the  following  reaction 
takes  place : — 

^Cu, +  0,  =  I  +2CuO 

CgHyC^C  C^Hg.C^C 

Diphenyl-diethine  crystallizes  from  alcohol  in  long  needles,  melting 
at  94°,  it  combines  with    bromine,  forming  a  viscid  octobromide 


DIPHTHALYL  CeH^<QQ_QQ>CaH^ 

When  phthalic  acid  is  boiled  with  phosphorus  pentachloride,  it  is 
converted  into  phthalyl  chloride  CgH^(C0Cl)2,  which,  when  heated 
with  silver-dust,  yields  diphthalyl,  a  crystalline  solid,  melting  a  little 
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above  300°,  and  subliming  in  soft,  pale-yellow,  interlaced  needles. 
Nitric  acid  oxidizes  it  to  diphthalic  acid  {C^13.J^{C0)^{C0.0Il)j. 
forming  microscopic  needles,  melting  at  265**.  By  heating  this  acid 
above  its  melting-point,  it  yields  diphthalyl,  and  phthalic  anhydride, 
whilst  by  boiling  it  with  nitric  acid  for  some  time  it  is  oxidized  to 
phthalic  acid. 


TETRAPHENYL-ETIIENE  C^{C^U^\. 

By  acting  with  phosphonis  pentachloride  on  diphenyl  ketone  it  is 
converted  into  diphcnyl-dichloronuthane  (G^^J^G]^  and  this  com- 
pound, when  heated  with  silver-dust,  yields  tetraphenyl-ethene, 
crystallizing  from  hot  benzene  in  pointed  prisms,  melting  at  22 1^ 
Hot  concentrated  sulphuric  acid  converts  it  into  tetraphenyl'tetra" 
sulphonic  acid,  which,  when  fused  with  potash,  yields  the  corresponding 
phenol,  or 

Tetroxi/tctraphenyl-ethcne  C2(CeH^.0H).  crystallizing  from  hot 
glacial  acetic  acid  in  very  thin,  small  plates,  which  in  the  air  as- 
sume a  faint  violet  tinge.  On  adding  ferric  chloride  to  a  solution 
of  this  phenol  in  acetic  acid,  a  dark  blood-red  liquid  is  formed, 
from  which  crystals,  having  a  metallic  lustre,  and  consisting  of 
CCeH,.OH 

Cj  <  n^jT^/^i'  separate  out  on  standing.    This  quinone  is  insoluble 

( clntoH. 

in  water,  and  dissolves  sparingly  in  alcohol,  but  freely  in  alkalis,  with 
an  intensely  bluish-green  colour,  which,  by  the  action  of  zinc- dust, 
disappears.  These  properties  show  that  this  compound  is  nearly 
related  to  the  phenol-colours. 

Benzpinacoiw,  or  Tctraphenyl-eihene  Glycol  (CgH^) JC2(0H)2  is  pro- 
duced by  the  action  of  zinc  and  sulphuric  acid  on  diphenyl  ketone  : — 

(CeHJ,CO  (CeH,),C.OH 

(C„H^,CO  (CJI,),C.OH 

It  forms  very  small  prisms,  melting  at  about  180°;  oxidizing  agents 
convert  it  again  into  diphenyl  ketone,  and  with  water  and  sodium 
amalgam  it  yields  diphenyl  carbinoL 


DIPHENYL-BENZENE   CqII^{CqTI^^ 

This  hydrocarbon  is  formed,  together  with  diphenyl,  when  benzene 
is  passed  through  a  red-hot  tube,  and  is  also  produced,  by  the  action 
of  sodium  on  a  mixture  of  monobromobenzene  and  paradibromo- 
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benzene.  It  forms  colourless  crystals  melting  at  205°,  and  boiling 
at  about  400°.  On  oxidizing  it  with  a  solution  of  chromic  trioxide 
in  glacial  acetic  acid  it  yields  paradiphenylcarhonic  or  paraphenyl- 
lenzoic  acid  CgHg.C^H^.COgH,  crystallizing  from  alcohol  in  tufts  of 
needles,  melting  at  216°,  and  subliming  in  long  needle-shaped  crystals. 
By  heating  it  with  lime  it  is  resolved  into  carbon  dioxide  and  di- 
phenyl,  and  by  further  oxidation  it  is  converted  into  terephthalic 
acid. 


TRIPHE^^YL-BENZENE   CgH3(CgHe) 


Is  formed  by  heating  methyl-phenyl  ketone  with  phosphorus  pent- 
oxide  ;  this  reaction  is  perfectly  analogous  to  the  formation  of 
mesitylene  from  dimethyl  ketone : — 

3C0H3.CO.CH3  =  (CeH,)3CeH3  +  SH^O 

It  crystallizes  from  ether  in  short  prisms,  melting  at  167°. 


IN  DIGO-GKOUP. 

Indigotin,  or  Indigo-Uue  CigHj^NgOg,  occurs  as  glucoside,  called 
iTulican,  C^^q^^^u  ^^  different  species  of  Indigqferay  growing  in 
India,  Africa,  and  South  America,  and  in  Isatis  tinctai'ia,  Polygonum 
tinctorium  and  Neriuvi  tinctorium.  It  is  a  brown  syrup,  having  a 
nauseous,  and  bitter  taste.  On  boiling  it  with  a  dilute  mineral  acid, 
it  is  resolved  into  a  kind  of  sugar  and  indigotin  : — 

C^zHe^N^Oj,  +  4H2O  =  CieH^oN.Og  +  fiCeH^^Oo 

Indigo  is  obtained  by  macerating  the  plants  with  water,  exposing 
the  liquid  in  flat  vessels  to  the  air,  and  stirring  it  up  frequently. 
Fermentation  soon  sets  in,  and  indigo  is  deposited  as  a  blue  powder. 
It  comes  into  the  market  in  the  form  of  cubic  cakes,  which,  when 
rubbed  with  a  hard  body,  exhibit  a  copper-red  lustre. 

Indican  sometimes  occurs  in  human  urine  which,  on  standing  or 
by  adding  an  acid,  deposits  indigotin. 

Commercial  indigo  is  a  mixture  of  different  bodies ;  to  obtain  pure 
indigotin,  finely  powdered  indigo,  grape-sugar,  and  strong  soda-lye, 
are  put  in  a  flask,  which  is  filled  with  hot  alcohol  and  corked.  In  the 
place  of  grape-sugar  and  alcohol,  ferrous  sulphate,  and  hot  water  may 
be  used.  After  standing  for  some'  hours,  a  yellow,  clear  solution  is 
obtained,  containing  hydro-indigotin  or  indigo-white  ;  on  exposing  it 
to  the  air  it  absorbs  oxygen,  and  indigotin  is  precipitated  as  a  crystal- 
line powder. 

Indigotin  has  a  deep-blue  colour  with  a  purple  tinge ;  it  is  in- 
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soluble  in  water,  alcohol,  dilute  acidfi,  and  alkalis,  but  dissolves  in 
boiling  aniline,  with  a  fine  blue  colour,  and  in  hot  paraffin  with  a 
purple  colour ;  on  cooling  it  is  deposited  in  crystals.  When  heated 
to  about  300^  it  volatilizes  in  purple  vapours,  condensing  in  prisms, 
having  a  purple  lustre. 

Indigotin  has  also  been  obtained  synthetically  by  heating  the 
syrupy  modification  of  methyl-nitrophenyl  ketone  until  it  is  converted 
into  a  solid  mass,  which,  when  carefully  heated  with  soda-lime  and 
zinc-dust,  yields  a  small  quantity  of  indigotin.  This  reaction  gives 
a  clue  to  the  constitution  of  indigotin : — 

02N.C«H,.CO.CH3      N.C6H,.C0.CH 

=  11  II      +  2H,0  +  0, 

OjjKCeH^.CO.CHg      N.CeH,.CO.CH 

When  indigo  is  boiled  with  caustic  soda  and  mai^nese  dioxide  it 
yields  1*2  amidobenzoic  acid: — 

2(N'.C6H,.CO.CH)  +  6NaOH  +  20,  = 
2(H2KCeH,.C02Na)  +  2Na2C03  -f-  2H2O 

By  distilling  indigo  with  potash,  pure  aniline  is  obtained  :— 

2(N.C«H,.C0.CH)  4-  8K0H  +  2H2O  = 
2(H2N.CeH5)  +  iKgCOg  +4H, 

HN.CeH^.CO.CH 

HydrO'indigotin,  or  Iiidigo-ioliite  Cj^H^jNgOg  =       |  II 

HN.CflH^.CO.CH 
stands  in  the  same  relation  to  indigotin  as  hydrazobenzene  to 
azobenzene.  To  obtain  the  pure  compound,  its  alkaline  solution, 
which  has  been  mentioned  already  under  indigotin,  is  decomposed 
by  hydrochloric  acid  in  an  atmosphere  of  carbon  dioxide ;  the  pre- 
cipitate is  washed  with  water,  which  has  been  freed  from  air  by 
boiling,  and  dried  in  a  current  of  hydrogen. 

Indigo-white  is  a  crystalline  white  powder,  which  in  the  moist  state 
rapidly  absorbs  oxygen,  and  is  oxidized  to  indigotin. 

The  existence  of  this  compound  is  made  use  of  in  the  dyeing  of 
cotton-goods.  An  "  indigo- vat "  is  prepared  by  mixing  one  part  of 
powdered  indigo  with  two  parts  of  ferrous  sulphate,  three  parts  of 
slaked  lime,  and  200  parts  of  water.  After  the  mixture  has  stood 
for  some  time,  the  goods  are  steeped  in  the  liquid  and  then  exposed 
to  the  air,  when  indigotin  is  gradually  deposited  in  the  fibre. 

Indigotinsuljphonic  Acids. — Indigo  or  indigotin  dissolves  in  highly 
concentrated  sulphuric  acid  with  a  deep-blue  colour ;  on  diluting  this 
solution  with  water,  a  blue  precipitnatc  of  tlie  monosul phonic  acid,  or 
svlphopurpuric  acid  G^^^^jd^.^O^,  is  obtained,  which  is  insoluble 
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in  dilute  acids,  but  dissolves  in  water.     Its  purple  salts  dissolve  in 
water  with  a  blue  colour. 

The  filtrate  from  this  acid  contains  indigotindisulphonic  acid 
(indigo-sulphuric  acid)  CigH8N'202(S03H)2,  which  is  separated  from 
the  excess  of  sulphuric  acid,  by  steeping  white  wool  into  the  liquid 
until  it  is  dyed  a  deep  blue.  After  being  washed  with  water,  the 
wool  is  treated  with  ammonium  carbonate,  and  the  blue  solution  pre- 
cipitated with  lead  acetate.  On  decomposing  the  precipitate  with 
hydrogen  sulphide,  a  colourless  solution  of  hydro-indigotindisul- 
phonic  acid  is  obtained,  which  readily  absorbs  oxygen  and  leaves 
on  evaporation  indigotindisulphonic  acid  as  a  blue  amorphous  mass. 
It  forms  blue  amorphous  salts. 

Potassium  and  Sodium  indigotindisulphonaics  are  obtained  as  blue 
precipitates  by  neutralizing  a  solution  of  indigo  in  sulphuric  acid 
with  potassium  or  sodium  carbonate.  They  are  insoluble  in  salt- 
solutions,  but  dissolve  in  water  with  a  fine  blue  colour  and  are  found 
in  commerce  under  the  name  of  "indigo-carmine,"  or  "indigo- 
extract." 

N.CeH,.CO.C.OH 
Isatin  Ci-Hj^NjO.  =  ||  ||         is  conveniently  prepared  by 

N.CeH,.CO.C.OH 
adding  gradually  nitric  acid  to  a  boiling  mixture  of  finely-powdered 
indigo  and  water,  until  the  blue  colour  has  completely  disappeared. 
It  crystallizes  from  hot  water  in  brilliant  yellowish-red  prisms,  dis- 
solving in  water  and  alcohol  with  a  .brown  colour,  and  yielding 
with  alkalis  a  violet  solution.  When  alcoholic  potash  is  carefully 
added  to  an  alcoholic  solution  of  isatin  and  silver  nitrate,  a  wine-red 
precipitate  of  silver  isatite  C^gHgAggNgO^  is  obtained. 

On  heating  isatin  it  melts,  and  sublimes  with  partial  decomposi- 
tion. It  combines  with  the  acid  sulphites  of  the  alkali-metals, 
forming  crystalline  compounds. 

Wlien  heated  with  a  solution  of  phosphorus  in  phosphorus  tri- 
chloride, it  gives  a  green  solution,  from  which,  after  adding  water  and 
exposing  the  liquid  to  the  air,  indigotin  is  gradually  deposited,  which 
is  formed  by  the  reducing  action  of  the  phosphorus. 

Nitrous  acid  converts  it  into  nitrosalicylic  acid,  and  on  distilling 
it  with  potash  it  yields  aniline,  hydrogen  and  potassium  carbonate. 
By  passing  chlorine  into  its  hot  aqueous  solution,  it  is  converted  into 
dicldorisatin  Cj^HgCLNgO^  crystallizing  in  orange-red  prisms,  and 
tetrachlorisatin  (Jj^HgCl^N^O^,  which  forms  reddish  needles.  When 
these  two  compounds  are  distilled  with  potash,  they  yield  monochlor- 
and  dichloraniline,  which  compounds  were  discovered  by  this  reaction. 
Bromine  acts  on  it  in  an  analogous  manner. 

Isatindisulphonic  Acid  G^^^jdJi^^O^)^  has  been  obtained  by 
oxidizing  indigotindisulphonic  acid  with  chromic  acii  It  is  very 
soluble  in  water,  and  does  not  crystallize  well.  Its  salts  have  a  red  or 
orange  colour.  Barium  isathulis^dphonate  C^fi^fiJi^O^^^^di  crystal- 
lizes in  bright-red  scales. 
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Trioxindol  or  Isatic  Acid  G^^^^fi^, — ^When  the  violet  solution  of 
isatin  in  potash  is  heated,  it  becomes  yellow,  and,  on  evaporation, 
yellow  crystals  of  potassium  isolate  C^^^^IL^fi^  are  deposited.  By 
decomposing  it  with  an  acid,  trioxindol  is  ootained  as  a  white 
powder,  which  is  soluble  in  water,  and  is  resolved  by  heat  into 
isatin  and  water. 

HydrO'isatin  or  IsaiydeG^^^^jd^. — ^This  hydrazo-compound  is 
formed  by  the  action  of  hydrochloric  acid  and  zinc,  or  ammonium 
sulphide  on  isatin.  It  is  not  soluble  in  water,  but  dissolves  in  alcohol, 
and  forms  thin,  colourless  crystals. 

HN.CeH,.C(OH)=C.OH 

Dioxindol  Ci-H,  .N„0.  =       |  |  is  produced  by 

HN.CeH,.C(OH)=C.OH 
the  action  of  sodium>amalgam  on  an  alkaline  solution  of  isatin.     On 
evaporation  the  sodium  salt  CigH^gNagNgO^  +  4HjO  is  obtained  in 
silvery  crystals. 

Dioxindol  crystallizes  in  yellow  prisms ;  it  is  soluble  in  water  and 
alcohol,  and  combines  not  only  with  bases  but  forms  also  with  acids 
crystalline  compounds.  When  heated  it  melts,  and  then  decomposes, 
aniline  being  formed.  The  oxygen  of  the  air  oxidizes  it  to  isatin,  and 
on  heating  it  with  silver  oxide  it  yields  benzaldehyde. 

HN.CeH^.CH=C.OH 

Oxindol  CiqHj^NjOj  =      |  |  is  formed  by  treating 

HKCeH,.CH=C.OH 
dioxindol  with  hydrochloric  acid  and  tin  or  sodium-amalgam.  It 
crystallizes  from  hot  water  in  colourless  needles,  melting  at  120°.  It 
volatilizes  without  decomposition,  and  when  its  aqueous  solution  is 
exposed  to  the  air  it  absorbs  oxygen,  and  is  oxidized  to  dioxindol  and 
isatin.     It  combines  with  bases  and  with  acids. 

Imdol  C^gHi^Ng  has  been  obtained  by  heating  oxindol  with  zinc- 
dust,  and  synthetically  by  fusing  metaiiitrocinnamic  acid  with  caustic 
potash  and  iron-filings  : — 

02N.aH,.CH=  CH.CO^H      HKCeH,.CH=CH 

=      I  I      +2C02-f20, 

02N.CcH,.CH=  CH.COjH      HKCell,  CH=CH 

Indol  is  also  one  of  the  products  of  the  pancreatic  digestion,  and 
the  indican  sometimes  occuring  in  urine  is  derived  from  this  source ; 
this  is  shown  by  the  fact  that  after  the  subcutaneous  injection  of 
indol,  a  considerable  quantity  of  indican  constantly  appears  in  the 
urine. 

Indol  is  a  weak  base  crystallizing  from  hot  water  in  large  colour- 
less plates,  melting  at  52°,  and  possessing  a  disagreeable  odour,  wliich 
it  imparts  to  the  feces.  It  readily  volatilizes  with  steam,  and  can 
be  distilled  without  decomposition.  When  veiy  dilute  red  fuming 
nitric  acid  is  added  to  its  aqueous  solution,  a  red  crystalline  precij)itate 
is  formed,  which  by  boiling  with  the  water,  is  reconverted  into  indol. 
A  dillcrcnt  compound,  crystallizing  in  long  red  needles,  is  obtained 
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by  passing  nitrogen  trioxide  into  its  alcoholic  solution.  When  pine- 
wood  is  steeped  in  an  alcoholic  solution  of  indol,  containing  hydro- 
chloric acid,  the  wood  assumes  a  cherry-red  colour,  which  soon 
changes  into  a  brownish-red. 


NAPHTHALENE-GEOUP. 

NAPHTHALENE  Cj^Hg. 

This  hydrocarbon  is  formed  by  the  destructive  distillation  of  many 
carbon-compounds,  a  larger  yield  being  obtained  when  the  products 
are  exposed  to  a  red  heat  It  is,  therefore,  found  in  quantity  in  coal 
and  wood-tar.  But  even  substances  which  are  comparatively  rich  in 
hydrogen  as  alcohol,  ether,  acetic  acid,  -ftc,  yield  some  naphthalene, 
when  their  vapour  is  passed  tlirough  a  red-liot  tube. 

It  occurs  also  in  "  Eangoon  tar,"  or  the  petroleum  from  Burmah, 
and  has  been  produced  synthetically  by  passing  the  vapour  of  phenyl- 
butene  dibromide  (page  (402),  through  a  red-hot  tube  : — 

CeH,.C,HyBr2  -  C,H,.C,H,  -h  2HBr  -h  H^ 

Naphthalene  is  obtained  from  the  portion  of  coal-tar  boiling  between 
180*"  to  220"*  from  which,  on  cooling,  crude  naphthalene  ciystallizes 
out,  which  13  purified  by  pressing  it  to  remove  oily  substances,  and 
then  submitting  it  to  sublimation  or  crystallization  from  alcohol. 

Naphthalene  crystallizes  in  large,  transparent,  brilliant  plates, 
melting  at  80^  and  possessing  a  faint,  peculiar  odour  and  a  burning 
taste.  It  boils  at  217**,  but  sublimes  readily  at  a  much  lower  tempera- 
ture. On  mixing  hot  alcoholic  solutions  of  naphthalene  and  picric  acid, 
the  compound  Cj^Hg  +  CgH2(N02)30H  crystallizes  on  cooling  in 
golden-yellow  needles,  which  are  grouped  in  stars.  This  compound 
is  not  decomposed  by  re-crystallization  from  alcohol  or  benzene,  but 
ammonia  resolves  it  into  its  constitu tents. 

When  naphthalene  is  boiled  with  dilute  nitric  acid,  it  is  oxidized 
to  phthalic  acid  and  oxalic  acid. 

In  its  chemical  character,  naphthalene  bears  a  great  resemblance  to 
benzene,  and  its  constitution  is  best  explained  by  the  following 
graphical  formula  :— 

H       H 


C        C 
H— C        C        C— H 


II—C        C        U— H 
C       C 


u     u 
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Naphthalene,  therefore,  would  consist  of  two  aromatic  nuclei, 
which  have  two  atoms  of  carbon  in  common.  The  correctness  of 
this  hypothesis  has  been  proved  in  the  following  way  : — 

When  naphthalene  is  oxidized,  phthalic  acid  CgH^(C02H)„  is 
formed;  this  acid  can  be  obtained  in  two  different  ways  m>m 
naphthalene ;  viz.,  either  by  destroying  the  one  or  the  other  aromatic 
nucleus.  Such  an  experiment  cannot,  of  course,  be  made  with 
naphthalene  itself,  because  we  have  no  means  of  distinguishing 
between  the  two  groups.  It  appears,  therefore,  necessary,  first,  to 
replace  hydrogen  in  one  of  the  nuclei,  and  then  find  out,  which  is 
attacked  and  which  not. 

On  oxidizing  dichloronaphthaquinone,  C^qK^CI^O''^,  phthalic  acid, 
is  formed,  a  fact  proving  that  in  the  quinone  all  the  oxygen  and 
chlorine  are  combined  with  those  four  atoms  of  carbon  which  are 
oxidized,  the  formula  of  dichloronaphthaquinone  being,  therefore, 
CoR^.C^Clfi'^.  By  acting  with  phosphoinis  pentachloride  on  this 
compound,  the  dyad  group,  Cg*  is  replaced  by  chlorine,  and  at  the 
same  time  one  atom  of  hydrogen  is  substituted,  pentachloronaphtha- 
lene  being  formed  : — 

CioH.ClgO/  +  2PCI5  =  C10H3CI5  +  HCl  +  2POCI3 

Now,  if  by  the  oxidation  of  this  compound  the  same  carbon-atoms 
were  attacked  as  in  the  quinone,  monochlorophthalic  acid  would  be 
formed,  but  the  product  was  found  to  be  tetrachlorophthalic  acid, 
which  proves  that  the  second  aromatic  nucleus  has  now  been 
destroyed,  and  that  naphthalene  has  really  the  constitution  assigned 
to  it.     This  will  be  clearly  seen  by  the  following  formulae  : — 

Naplitlialcno. 

Dicliloronaphthaquinoue.  Pentacliloronaphtlialene. 

C^M^.  Cg.  V  y^C  I.2O2  C/^il  jOl.  Cg.  vy^Cl^ 

Phthalic  Acid.  Tetrachlorophthalic  Acid. 

C,H,.C,(CO,H),  (C0,H),C2.C,C1, 

Whilst  among  the  mono-substituted  benzenes  no  isomeric  forms 
occur,  we  find  that  the  monosubstitution-products  of  naphthalene  can 
exist  in  two  isomeric  modifications.  This  can  also  be  easily  explained 
from  the  constitution  of  this  hydrocarbon.  By 'representing  it  by 
two  hexagons  and  numbering  the  corners, 

1      3 
10  /^y\  4 


9 


V/7\/ 
8        6 


we  find   that    each   of   the    carbon-atoms   occupying  the  positions 
1,  3,  6,  and  8,  is  combined  with  one  other  (2  or  7)  in  which  all  the 
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combining  units  are  saturated  with  carbon,  whilst  the  atoms  4,  5,  9 
and  10,  are  combined  with  carbon-atoms  to  which  hydrogen  is 
attached.  The  functions  of  the  atoms  1,  3,  6  and  8  will,  therefore, 
differ  from  those  of  the  four  latter. 

Naphthalene  forms  additive  compounds  much  more  readily  than 
benzene. 


HYDBONAPHTHALENES. 

IHhydronaphthcdene,  or  Naphtliydrene  Cj^Hi^j. — When  naphthalene 
is  heated  with  potassium  a  black  compound  is  formed,  having  pro- 
bably the  composition  Ci^HgKg,  inasmuch  as  water  decomposes  it 
into  caustic  potash  and  dihydronaphthalene.  The  same  hydrocarbon 
is  produced  when  naphthalene  is  heated  with  20  parts  of  concentrated 
hydriodic  acid  to  280^  It  is  a  colourless,  oily  liquid,  boiling  at  210° 
and  possessing  a  penetrating  smell. 

Tetrahydronaphthulene  C^^jH^g  is  obtained  by  heating  10  parts  of 
naphthalene  with  3  parts  of  amorphous  phosphorus  and  9  parts  of 
hydriodic  acid  to  250°.  It  is  a  liquid,  boiling  at  205°,  and  possesses 
a  peculiar,  but  not  strong  odour. 

Both  hydrides  are  resolved  into  naphthalene  and  hydrogen,  when 
their  vapour  is  passed  through  a  red-hot  tube. 


NAPHTHALENE  CHLORIDES. 

Naphthalene  Dichloride  Ci^HgClg. — When  chlorine  is  passed  over 
naphthalene,  it  melts  and  absorbs  the  chlorine  completely,  the  first 
product  being  naphthalene  dichloride,  a  heavy,  pale-yellow  oil,  which 
by  repeated  distillation,  or  by  the  action  of  alcoholic  potash,  is  resolved 
into  hydrochloric  acid,  and  monochloronaphthalene. 

Naphthalene  Tetrachloride  Cj^jHgCl^  is  produced  by  the  continued 
action  of  chlorine  on  the  dichloride,  and  is  a  solid,  crystallizing  from 
chloroform  in  transparent  rhombic  plates,  melting  at  182°. 

DiMoronaphthydrcne  Glycol  C^^ijulj^OH)^  is  obtained  by  heating 
the  tetrachloride  with  30  paits  of  water  to  190°.  It  is  soluble  in 
water,  and  crystallizes  from  ether  in  large,  hard  prisms.  By  heat- 
ing it  with  acetyl  chloride  it  is  converted  into  the  diacetate 
CioHgClgCOCgHjOjg,  crystallizing  from  ether  in  hard,  short  prisms, 
melting  at  130°. 

fCl         . 
Naphthalene  Dichlorhydrate  Cj^Hg-j  /qjtn   is  obtained  by  dissolving 

naphthalene  in  concentrated  hypochlorous  acid,  and  forms  pale-yellow 
prisms.  Alcoholic  potash  converts  it  into  naphthcne  alcoJtol,  or 
naphthalene  tetrahydroxide  CiQHg(OHJ,  crystallizing  from  alcohol  in 
colourless  prisms. 


432  THE  CHEMISTRY  OF 


SUBSTITUTED   NAPHTHALENES. 

Monocldoronaphtlialene  Ci^HyCl  is  conveniently  prepared  by  boiling 
naphtlmleno  dichloride  witii  alcoholic  potash.  It  is  a  thin^  colour- 
less, strongly  refractive  liquid,  boiling  at  251®,  and  smelling  like 
naphthalene. 

a  DichloronaphtJuilene  Ci^ILClg  is  produced  by  the  action  of  caustic 
potash  on  naphthalene  tetrachloride.  It  is  a  crystalline  mass,  melting 
at  3G^  and  boiling  at  281^ 

fi  DxchloroTutphtlmleiie  is  obtained,  together  with  its  isomeride  as  a 
bye-product  in  the  preparation  of  the  tetrachloride,  and  crystallizes  in 
glistening,  brittle  prisms,  melting  at  68°,  and  boiling  at  282°. 

Tlie  diiferent  chloronaphthalenes  combine  like  naphthalene  with 
chlorine,  whilst  the  naphthalene  chlorides  yield  products  of  substitu- 
tion by  the  further  action  of  chlorine.  By  decomposing  these 
different  additive  products  with  alcoholic  potash,  higher  chlorinated, 
naphthalenes  are  obtained,  which  are  all  crystalline  solids,  and  exist 
in  different  isomeric  forms. 

PerchloroiKtplUhaknc  C^qCI^  is  the  final  product  of  this  reaction, 
and  forms  brilliant  rhombic  crystals,  melting  at  135^  and  boiling 
at  403°. 

Monoh^omorutphtlialcrie  Cj^HyBr. — Bromine  does  not  combine  with 
naphthalene,  but  forms  substitution-products,  the  first  being  mono- 
bromonaphthalene,  a  colourless  liquid  boiling  at  277°. 

Dibrofiwna2)hthalcne  G^qUlqBv^,  crystallizes  in  long  silky  needles, 
melting  at  81°. 

The  higher  brominated  na]>ht]ialencs  are  also  crystalline  solids. 

Moniodonaphthalenc  G^^IA  is  formed  by  the  action  of  iodine  on 
mercury-dinaphthyl ;  it  is  a  thick,  colourless  liquid,  boiling  above  300°. 

Mononitronaphthalcne  CjjjH^.NOo  is  best  prepared  by  dissolving 
naphthalene  in  glacial  acetic  acid,  and  boiling  the  solution  with  com- 
mon nitric  acid  for  half  an  hour.  It  crystallizes  from  alcohol  in  pale- 
yellow  prisms,  melting  at  61°,  and  subliming  when  carefully  heated. 

a  Dinitronaphthalciie  G^^l^i^O.^^^,  ^s  formed,  together  with  the 
following  compound,  by  boiling  naphthalene  with  concentrated  nitric 
acid  until  the  oily  layer  has  completely  disappeared.  It  is  sparingly 
soluble  in  glacial  acetic  acid,  and  forms  colourless  prisms,  melting 
at  211°. 

p  l}initro7iaphthale)ic  is  more  freely  soluble  in  acetic  acid,  and 
crystallizes  in  brilliant,  yellow,  rhombic  plates,  melting  at  170°. 

Both  compounds  are  not  volatile,  but  deflagrate  on  heating. 

a  Trinitroiiaj)hthalcnc  CnjH.j(NOo)2  is  formed  by  boiling,  a  dinitro- 
naphthalene  with  red  fuming  nitric  acid.  It  crystallizes  from  chloro- 
form in  large  monoclinic  jJates,  melting  at  122°,  and  detonating  when 
more  strongly  heated. 

ji  Trinitronai)1ithalcnc  is  formed  by  adding  concentrated  sulphuric 
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acid  to  a  mixture  of  fi  dinitronaphthalene,  and  fuming  nitric  acid. 
It  forms  fine  crystals,  melting  at  213°. 

7  TrinitronapJithalene  has  been  obtained  by  heating  a  dinitro- 
naphthalene  with  a  mixture  of  sulphuric  and  nitric  acids.  It  crystal- 
lizes from  nitric  acid  in  brilliant,  pale-yellow  plates,  melting  at  147^ 

a  Tetranitronaphthaleiie  CioH^(N02)^  is  produced  by  the  continued 
action  of  nitric  acid  on  the  a  nitro-compounds.  It  crystallizes  from 
chloroform  in  light-yellow,  hard,  rhombic  prisms,  melting  at  259^ 

/9  TetranitronapMhaleiie  is  obtained  in  the  same  way  from  the  fi 
compounds^  and  forms  thin  needles,  melting  at  200^ 

Amidonaphthalene,  or  Naphihylamine  Ci^H^-NH-,  is  prepared  from 
nitronaphthalene  by  the  same  reactions  oy  which  nitrobenzene  is 
converted  into  aniline.  It  crystallizes  in  colourless  needles,  melting 
at  SO"",  and  possessing  a  disagreeable  odour  like  indol.  It  boils  at 
300**,  and  is  almost  insoluble  in  water,  but  dissolves  freely  in  alcohol. 
Its  salts  crystallize  well^  and  by  acting  with  an  oxidizing  agent  on 
their  solution^  a  blue  precipitate  is  formed,  which  soon  changes  into  a 
purple  powder  of  oxy-amidonaphthalene  CiqH70(NH2). 

Naphthyl'phenylamine^  or  Phenyl-amidonaphthalene  NH  <  ^^%j  ^,  is 

formed  by  heating  aniline  and  amidouaphthalene  hydrochloride  to 
280°  for  36  hours  :— 

C10H7.NH2.CIH  +  CeHg  NHj  =  NH.Cl  +  NH  j  g^^^ 

v       6      6 

It  forms  small  ciystals,  melting  at  60°,  and  boiling  at  315° ;  its  solu- 
tion exhibits  dichroism. 

a  Di-amidonaphthalerte,  or  Naphthidine  C^^^(Sli^^,  is  obtained  by 
the  action  of  reducing  agents  on  a  dinitronaphthalene,  and  forms 
brilliant  prisms,  melting  at  175°.  Its  sulphate  and  hydrochloride  are 
but  sparingly  soluble  in  water. 

)8  Dinitronaphthalene  forms  an  isomeric  compound. 

f  C  H 

AmtdoazonaphtJialene  Ng  -J  q^^tj^  ^xt  is  produced  by  adding  potas- 
sium nitrite  to  a  solution  of  amidouaphthalene  hydrochloride.  It 
crystallizes  in  orange  needles,  having  a  beetle-green  lustre,  and  forms 
salts,  having  an  intensely  violet  colour,  but  which  are  very  unstable, 
being  decomposed  by  water.  On  silk  it  dyes  a  fine  orange  shade,  which 
on  dipping  it  in  hydrochloric  acid  becomes  purple,  and  on  washing  with 
water  again  yellow. 

{C  H 
o^^xj^  xTTT/n  TT  \  is  obtained  by  heating 

amidoazonaphthalene  with  amidonapnthalene.  The  free  base  is 
hardly  known.  The  hydrochloride  is  used  for  dyeing  silk,  and  found 
in  commerce  under  the  name  "  Magdala-red."  It  dissolves  in  alcohol 
with  a-deep  red  colour,  and  crystallizes  in  needles,  having  a  beetle- 
green  lustre.  Its  dilute  solution  exhibits  a  splendid  bright-red 
C  F  F    "    ' 
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fluorescence.  The  salts  of  this  base  are  not  decomposed  by  alkalis, 
but  only  by  long  digestion  with  water  and  silver-oxide. 

NaphthalovesulpJwnic  Acid  Cj^H^.SOjH  exists  in  two  isomeric 
forms,  which  are  produced  by  dissolving  naphthalene  in  hot,  strong 
sulphuric  acid.  To  separate  them  the  dilute  boiling  solution  is 
neutralized  with  lead  carbonate ;  on  cooling,  the  lead  salt  of  the  /8 
acid  crystallizes  in  thick  scales,  and  by  evaporating  the  inother-liqnor 
the  salt  of  the  a  acid  is  obtained  in  large  thin  plates.  Both  salts  are 
purified  by  crystallization,  and  decomposed  by  hydrogen  sulphide. 

a  Naphthcdeneindphonic  Acid  is  a  crystalline,  deliquescent  mass, 
which,  when  heated  with  dilute  hydrochloric  acid  to  200%  is  resolved 
into  naphthalene  and  sulphuric  acid  : — 

CioH,.S03H  +  H,0  =  CVI3  +  SO.H^ 

/9  Naphthalenesulphonic  Add  is  a  soft,  laminated,  crystalline  mass, 
which  is  not  deliquescent  and  hardly  changed  by  hydrochloric  acid 
at  200%  Its  salts  are  less  soluble  in  water  than  those  of  the  a  acid, 
and  more  stable  at  a  high  temperature. 


OXYNAPHTHALENES. 

MonoxynaplUhaleiu,  or  Naphtlwl  Cj^H^.OH. — Tlie  phenol  of  na])hth- 
alene  exists  in  two  isomeric  modifications,  which  are  obtained  by 
fusing  the  sulphonic  acids  with  potash. 

a  Naphtliol  crystallizes  from  hot  water  in  silky  monoclinic  needles, 
melting  at  94°,  and  boiling  at  280°,  but  subliming  at  a  much  lower 
temperature.  It  has  a  burning  taste  and  a  faint  smell,  resembling 
that  of  common  phenol.  Its  dust  attacks  the  mucous  membranes, 
and  produces  violent  sneezing.  By  adding  a  solution  of  bleaching- 
powder  or  ferric  chloride  to  its  aqueous  solution,  it  assumes  a  deep- 
violet  colour,  and  soon  a  flocculent,  violet  precipitate  makes  its 
appearance. 

/8  Naphthol  forms  small,  brilliant  needles,  melting  at  122%  boiling 
at  290°,  and  subliming  when  gently  heated  without  previously 
melting.  It  has  a  burning  taste,  but  hardly  any  smell ;  its  dust 
produces  sneezing.  With  bleaching-powder  or  ferric  chloride  it  does 
not  yield  a  violet  colouration. 

Both  naphthols  readily  form  metallic  compounds,  like  other 
phenols. 

P  IT  ) 

a  Naphthyl-ethyl  Etlur  AVr  ^  j-  0  is  obtained  by  acting  with  ethyl 

iodide  on  an  alcoholic  solution  of  potassium  a  naphthate.     It  is  a 
colourless  liquid,  boiling  at  280%  and  possessing  a  peculiar  smell. 

fi  Naphthyl-ethyl  Ether  is  produced  by  the  same  reaction  from  /8 
naphthol,  and  forms  a  crystalline  mass,  melting  at  33%  and  smelling 
like  pine-apple. 
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Monochlm^onaphthol  Ci^^HgCLOH  Las  been  obtained  by  distilling 
dichloronaphthydrene  glycol  with  hydrochloric  acid.  It  forms  long, 
thin,  and  exceedingly  Sne  needles,  melting  at  109°,  and  emitting  the 
odour  of  phenol.  On  dissolving  it  at  a  gentle  heat  in  a  little  sulphuric 
acid,  and  adding  a  crystal  of  oxalic  acid,  a  violet  colour  is  produced. 
The  production  of  this  phenol  may  be  explained  by  assuming  that  a 
chlorhydrate  is  formed  as  an  intermediate  product,  which  readily 
loses  hydrochloric  acid,  just  as  naphthalene  tetrachloride  yields  by  dry- 
distillation  dichloronaphthalene : — 

CioHgClj  {  Qg  =  CioH^CLOH  +  2HC1 

Mononitronaphthol  Ci^jH8(N02)OH. — ^When  amidonaphthalene  is 
boiled  with  glacial  acetic  acid,  it  yields  acetyl-amidonaphthalene, 
which  by  adding  fuming  nitric  acid  to  its  solution  in  acetic  acid  is 
converted  into  the  mononitro-compound.  By  boiling  this  body  with 
concentrated .  soda,  it  yields  the  sodium  compound  of  mononitro- 
naphthol : — 

CioHfl(N62)N  I  ^^jj^Q  +  2NaOH  =  CioHe(NO^OH  + 

It  crystallizes  from  boiling  w^ater  in  golden-yellow  needles,  melting 
at  164°,  and  forms  salts  having  an  orange  or  red  colour.  The  same 
compound  is  formed,  but  only  in  a  small  quantity,  by  the  continued 
action  of  potash-lime  on  nitronaphthalene  in  presence  of  air. 

a  Dinitronaphthol  G^^^i^'SO^jd^  is  obtained  on  the  large  scale  by 
adding  sodium  nitrite  to  a  solution  of  amidonaphthalene  and  hydro- 
chloric acid,  and  boiling  the  diazonaphthalene  chloride  thus  formed 
with  nitric  acid.  It  is  also  produced  by  gently  heating  di  solution  of 
a  naphtholsulphonic  acid  with  nitric  acid. 

a  Dinitronaphthol  crystallizes  from  alcohol  in  lemon- yellow  needles, 
melting  at  138°,  and  has  pronounced  acid  properties,  decomposing 
carbonates,  and  forming  salts  having  a  yellow  or  orange  colour.  The 
sodium  and  calcium  salts  are  used  for  dyeing  wool  yellow,  and  known 
by  the  name  "  naphthaUn-yellow.*' 

fi  Dinitronaphthol, — Pure  /8  naphthol  is  not  nitrated  by  nitric  acid, 
but  by  heating  its  alcoholic  solution  with  nitric  acid  the  dinitro- 
compound  is  formed.  It  crystallizes  in  brilliant,  pale-yellow  needles, 
melting  at  195°,  and  forms  salts  having  a  yellow  or  orange  colour. 

Dioocynaphthalene  Cn^Hg(0H)2. — To  prepare  this  body,  naphthalene 
is  heated  for  some  time  with  sulphuric  acid,  in  order  to  convert  it  into 
naphthalenedisulphonic  acid,  which  is  fused  with  potash.  Dioxy- 
naphthalene  is  sparingly  soluble  in  water,  and  freely  in  alcohol,  and 
crystallizes  in  needles,  which  sublime  on  heating.  Its  solution  exhibits" 
a  bluish-green  fluorescence. 

Naphthoquinone  C^^Hfi^  is  formed  by  treating  a  solution  of 
naphthalene  in  waim  glacial  acetic  acid,  with  a  solution  of  chromic 
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trioxide  in  the  same  solvent.  It  readily  sublimes  in  bright-yellow 
crystals,  melting  at  125^  and  is  volatile  in  the  vapour  of  water 
at  100°,  communicating  to  it  a  pungent  odour,  resembling  that  of 
ordinary  quinone. 

Naplithokydroqimi/ync  CioHg(OH)2  is  prepared  by  boiling  the  quinone 
with  strong  hydriodic  acid  and  amorphous  phosphorus ;  on  cooling, 
the  hydi-oquinone  is  deposited  in  long  colourless  needles,  melting  at 
176^  Oxidizing  agents  reconvert  it  into  the  quinone.  It  differs 
from  the  isomeric  dioxynaphthalene  by  being  more  readily  soluble  in 
water. 

NapliiJioquinhydroTie  C^^Iq  \  o  qV'^^h*  OH* — This  body  is  obtained 

by  boiling  an  aqueous  solution  of  napthohydroquinone  with  naphtho- 
quinone, or  by  boiling  the  latter  with  weak  hydriodic  acid,  and 
amorphous  phosphorus  ;  it  forms  dark-purple  crystals. 

Dichloro7iaphthoquinone  CgH^ClgOj  is  produced  by  the  action  of 
potassium  chlorate  and  hydrochloric  acid  on  a  dinitronaphthoL  It 
crystallizes  from  hot  alcohol  in  yellow  needles. 

Dichluronaphihohydroqninone  CgH^ClgCOH)*  is  obtained  by  boiling 
the  preceding  compounds  with  liydriodic  acid  and  phosphorus,  and 
crystallizes  in  colourless  prisms. 

OxychloroimiMhoquinone,  or  Chloroxynaphthalic  Acid  Cj^jH^(OH) 
ClOj,  is  formed  by  treating  chloronaphthalene  dichloride  with  nitric 
acid ;  it  forms  yellow  crystals,  melting  above  200®,  and  forms  salts 
having  a  yellow  or  red  colour.  By  dissolving  dichloronaphthoquinone 
in  hot  soda-solution  a  crimson  liquid  is  obtained,  containing  the 
sodium-salt : — 

CioH.Cl./)^  +  2NaOH  =  CioH,(0]Sra)C10i'  +  NaCl  +  H^O 

Dioxi/naphthoquinone,  or  NajMhazarin  G^^JiO^)fi^, — This  com- 
pound is  prepared  by  heating  sulphuric?  acid  to  200°,  and  adding  one- 
tenth  of  its  weight  of  a  dinitronaphthalene,  and  then  gradually  zinc. 
After  cooling  the  solution  is  diluted  with  10  parts  of  water,  boiled 
and  filtered.  The  gelatinous  mass  which  separates  out  on  cooling  is 
ciystallized  from  alcohol,  and  thus  the  compound  is  obtained  in  brown 
needles  having  a  green  lustre.  On  heating  it  sublimes  in  feathery 
tufts  with  a  brilliant  beetle-green  reflection.  In  alkalis  it  dissolves 
with  a  beautiful  blue  colour;  this  solution  yields  blue  precipitates 
with  the  salts  of  barium,  calcium,  and  lead ;  alum  produces  a  red  lake 
and  ferric  salts  a  bluish-grey  precipitate.  Eed-hot  zinc-dust  reduces 
it  to  naphthalene,  and  when  sodium-amalgam  is  added  to  its  aqueous 
solution  it  becomes  colourless,  showing  that  this  body  is  a  quinone, 
whilst  its  metallic  compounds  prove  that  it  is  also  a  phenol. 

Naphthylpxirpiiric  Acid  CjiH^NgO^. — By  acting  with  potassium 
cyanide  on  an  alcoholic  solution  of  a  dinitronaphthol  a  deep-red 
solution  containing  the  potassium  salt  of  this  acid  is  obtained.  The 
free  acid  has  not  yet  been  obtained,  but  a  series  of  salts  has  been 
prepared,  resembling  the  isopurpurates,  but  crystallizing  not  so  well 
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(see  page  336).     On  fusing  them  with  potash,  they  yield  hemimellitic 
acid  CeH3(COJI)3. 

Indophane  CgjHi^lSr^O^  is  produced  together  with  naphthylpurpuric 
acid  by  adding  a  hot  concentrated  solution  of  potassium  cyanide  to  a 
solution  of  a  dinitronaphthol  in  ammonia.  A  violet  precipitate,  having 
a  brilliant  beetle-green  lustre,  is  obtained,  and  purified  by  washing  it 
with  hydrochloric  acid ;  this  compound  is  only  soluble  in  acetic  acid 
and  sulphuric  acid,  forming  a  beautifully  coloured  solution.  The 
potassium  salt  CjjHgKN^O^  is  produced  by  heating  indophane  with 
solution  of  potash  as  a  blue  powder  having  a  copper-red  lustre. 


MEKCDRY-DINAPHTHYL   Hg  ■[  r^^O. 

This  compound  is  formed  by  boiling  a  solution  of  bromonaphthalene 
in  benzene  with  sodium-amalgam.  It  crystallizes  in  colourless  prisms, 
melting  at  243**.  Hydrochloric  acid  resolves  it  into  mercuric  chloride 
and  naphthalene. 


METHYL-NAPHTHALENE   CioHy.Clij. 

This  hydrocarbon  is  produced,  but  not  readily,  by  action  of  sodium 
on  a  mixture  of  bromonaphthalene  and  methyl  iodide.  It  is  a  limpid 
liquid  boiling  at  232**,  and  not  solidifying  even  at  —  18**. 

Ethyl-Tiapfuhalene  Ci^H^.C^H,  is  a  similar  liquid,  boQing  at  252**. 

Mcnwphthylamine  CiJH-.CHj.NHj. — This  powerful  base  is  obtained 
by  converting  a  cyanonapnthalene  by  means  of  hydrogen  sulphide  into 
menaphthothiamide  Ci^H^.CS.NH,,  and  treating  an  alcoholic  solution 
of  this  compound  with  zinc  and  hydrochloric  acid. 

Menaphthylamine  is  a  very  caustic  liquid,  boiling  at  290*;  it 
readily  absorbs  carbon  dioxide  and  forms,  with  acids,  salts  crystal- 
lizing very  readily. 


ACENAPHTHENE,  OR  ETHENE-NAPHTHALENE   Ci^jHj.C2H4. 

This  compound  exists  in  coal-tar,  and  is  deposited  in  crystals  by 
leaving  the  portion  boiling  at  265''  to  280**,  to  stand  in  a  cold  place. 
It  crystallizes  from  hot  alcohol  in  long  needles,  melting  at  95^  and 
boiling  at  268**.  By  boiling  it  with  dilute  siilphuric  acid  and 
potassium  dichromate,  it  is  oxidized  to  bibasic  naphthalie  acid 
CiQHg(C02H)2,  which  sublimes  in  long  serrated  plates,  melting  at 
266**;  by  heating  it  for  some  time  to  140''  to  150**,  it  is  converted 
into  the  anhydride  Ci^Hj(C0)20,  and  by  distilling  the  calcium  salt 
with  slaked  Ume,  pure  naphthalene  is  obtained.     Acenaphthene  has 
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also  been  produced  synthetically  by  passing  ethyl-naphthalene 
through  a  red-hot  tube  : — 

CVI,.CH3-CH3  =  C,oH/  I       +  H, 

The  two  side-chains  are  probably  linked  to  two  adjoining  carbon- 
atoms  of  the  naphthalene-nucleus,  because  naphthalic  acid  has  so 
great  a  resemblance  to  phthalic  acid. 

CH 

Ethine-iiaphthalene  Ci^Hg/  ||     is  obtained  by  passing  the  vapour  of 

acenaphthene  over  heated  lead  oxide.  It  crystallizes  from  alcohol  in 
large,  lustrous,  golden-yellow  plates,  melting  at  93"*.  On  oxidation  it 
yields  naphthalic  acid. 


NAPIITIIONITIIILES. 

a  Napthonitrile  Cj^H^.CN  is  formed  by  distilling  a  mixture  of 
potassium  cyanide  and  potassium,  a  naphthalenesulphonate.  It  has 
also  been  prepared  by  heating  amidonaphthalene  oxalate,  whereby 
it  is  resolved  into  water,  carbon  dioxide,  and  naphthyl-farmamide 
Ci^jHyNCCOH)!!,  which,  when  heated  with  concentrated  hydrochloric 
acid,  loses  water,  and  is  converted  into  the  nitrile. 

It  crystallizes  from  petroleum-naphtha  in  broad  silky  needles, 
melting  at  37°*5,  and  boiling  at  298°. 

0  Naphtkonitrile  is  obtained  from  /3  naphthalenesulphonic  acid, 
and  forms  crystalline  scales,  melting  at  ^^''b,  and  boiling  at  305**. 


NA.PHTHALEXECARBONIC  ACIDS. 

By  heating  the  nitriles  with  alcoholic  potash  the  corresponding 
acids  are  formed. 

a  Naphtlwic  Acidy  or  Naphthyl-formic  Acid  CjoHy.COgH,  is  sparingly 
soluble  in  boiling  water,  and  freely  in  hot  alcohol.  It  crystallizes  in 
needles,  melting  at  160°. 

p  Naphthoic  Acid  crystallizes  in  needles,  melting  at  182'' ;  its  salts 
are  less  soluble  than  the  a  naphthoates.  By  distilling  a  mixture 
of  calcium  /3  naphthoate,  and  formate,  some  naphthalene  is  formed 
and  /3  naphthoic  aldehyde,  crystallizing  from  boiling- water  in  thin 
glistening  plates,  melting  at  59°r). 

Both  acids  are,  when  heated  with  baryta,  resolved  into  carbon 
dioxide  and   naphtlialene.     A  mixture  of  them  is  prepared  on  the 
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large  scale,  and  used  in  the  place  of  benzoic  acid  in  the  manufacture 
of  aniline-blue. 

a  Oxynaphthoic  Acid  0^^^^(011)00^  is  formed  by  action  with 
sodium  and  carbon  dioxide  on  a  naphthol.  It  is  sparingly  soluble 
in  water,  and  crystallizes  in  needles  which  are  grouped  in  stars, 
and  melt  at  186^  Its  solution  is  coloured  pure-blue  by  ferric 
chloride. 

/3  OxynajphtJioic  Acid  is  not  so  readily  formed;  it  crystallizes  like 
the  a  acid,  and  gives  with  ferric  chloride  a  blackish-violet  colour. 

Naphthalene-hicarhonic  Acids  Ci^jHg(C02H)2. — Tlie  nitriles  of  these 
acids,  which  are  isomeric  witli  naphthalic  acid  (page  437),  are  pro- 
duced by  distilling  the  potassium  salts  of  the  different  modifications 
of  naphthalene-bromosulphonic,  and  disulphonic  acids  with  potassium 
cyanide.  The  nitrile  fi-om  bromonaphthalenesulphonic  acid  yields  a 
naphthalene-bicarbonic  acid,  which  is  almost  insoluble  in  water,  and 
crystallizes  in  microscopic  needles,  melting  at  240**. 

The  other  modifications  have  been  but  little  studied. 


NAPHTHYL-PHENYL-METMANE    CH,  \  )^^  ^' 

Tliis  hydrocarbon  has  been  prepared  by  heating  a  mixture  of 
benzyl  chloride  and  naphthalene  with  zinc ;  it  forms  brilliant  needles, 
melting  at  64"*. 

f  C  H 

a  Naphthyl'phenyl  Ketoiu  CO  -J  n®  t|  is  produced  by  heating  a 

mixture  of  benzene,  a  naphthoic  acid,  and  phosphorus  pentoxide.  It 
crystallizes  in  short  prisms,  melting  at  75°'5. 

fi  NapJUhyl-phenyl  Ketone  has  been  obtained  by  the  same  reaction 
from  fi  naphthoic  acid.  It  forms  tuftg  of  white  needles,  melting 
at  82^ 

A  mixture  of  these  two  ketones  is  also  formed  by  heating 
naphthalene  with  benzoic  acid  and  phosphorus  pentoxide. 


DINAPHTHYLS   CgoHi^. 

Dinaphthyl  is  obtained  by  the  action  of  sodium  on  bromonaphtha- 
lene,  and  together  with  phthalic  acid  by  oxidizing  naphthalene  with 
manganese  dioxide  and  dilute  sulphuric  acid.  It  crystallizes  in  pearly 
scales,  melting  at  154*. 

Isodinap/Uhyl — ^This  isomeride  is  produced  together  with  hydrogen, 
by  passing  naphthalene  repeatedly  through  a  red-hot  tube.  It  forms 
brilliant  plates,  melting  at  200'',  and  boiling  above  SOU"* ;  its  alcoholic 
solution  exhibits  a  fine  blue  fluorescence. 
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a  Dinaphthyl  Ketone  CO  \  i^^^  is  obtained  by  heating  a  naphthoic 

acid  with  naphthalene  and  phosphorus  pentoxide.  It  crystallizes 
from  boiling  alcohol  in  pointed  needles,  and  from  a  mixture  of  ether 
and  alcohol  in  thick  prisms,  melting  at  135**. 

fi  Dinaphthyl  Ketone  forms  smfSl  needles  melting  at  135"^ ;  it  is 
much  less  soluble  in  alcohol  than  the  a  compound. 


PHENANTHEENE-GROUP. 


PHENANTHRENE    C^^Hj^ 


Exists  in  coal-tar,  from  which  it  is  obtained  by  boiling  the  portion 
between  320°  to  360°  with  alcohol.  The  cold  solution  is  filtered, 
the  alcohol  distilled  off,  and  the  residue  subjected  to  the  same 
treatment  until  the  hydrocarbon  melts  at  about  100°.  It  is  purified 
by  converting  it  into  the  picric  acid  compound,  which  is  recrystal- 
lized  from  hot  alcohol  and  decomposed  with  ammonia. 

Phenanthrene  forms  rather  large  plates,  exhibiting  a  faint  blue 
fluorescence.  It  melts  at  100°,  and  begins  to  sublime,  but  boils  only 
at  340'';  it  is  readily  soluble  in  alcohol,  ether,  acetic  acid,  and 
benzene. 

Phenanthrene  has  been  obtained  synthetically  together  with  toluene 
by  passing  stilbene  through  a  red-hoi  tube  : — 

CgHg.CH      CgH^ — CH 

(1)  II      =1  II      +  H, 
CgHj.UH      CjH^ — CH 

CeHj.CH 

(2)  II      +  2H,  =  2C,H,.CH., 
C.Hj.CH 

This  synthesis,  as  well  as  the  whole  chemical  character  of  phe- 
nanthrene, shows  that  its  stands  in  the  same  relation  to  naphthaieue 
as  the  latter  to  benzene,  and  its  constitution  may  therefore  be  expressed 
by  the  following  graphical  formula : — 

HC=CH   HC=CH 

/   \   /   \ 
HC     C-C     C 

HC— C     C— CH 

\   / 
HC=CH 
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When  phenanthrene  and  picric  acid  are  dissolved  in  hot  alcohol, 
the  compound  Cj^Hj^j  +  CgHgCNOg)^©!!  crystallizes  on  cooling  in 
long  golden-yellow  prisms,  melting  at  145®. 

Tetrahj/dropfienanthrene  Ci^Hj^  is  obtained  by  heating  phenanthrene 
with  concentrated  hydriodic  acid,  and  amorphous  phosphorus  to 
240^  It  is  a  liquid,  having  a  faint  but  peculiar  smell,  and  boiling 
between  300°  to  310^ 

OctohydrophenaifUhrene  C^^i<^  is  formed  by  using  an  excess  of 
phosphorus,  and  heating  above  240**;  it  is  a  liquid,  boiling  below 
300\ 

Plunanthrene  Dibromide  C^^Hj^Brg  is  obtained  by  mixing  well- 
cooled  solutions  of  the  hydrocarbon  and  bromine  in  carbon  disulphide. 
It  forms  well-defined  four-sided  prisms,  which,  even  in  closed  vessels, 
gradually  undergo  spontaneous  decomposition. 

Atonobromophenanthrene  Cj.HgBr  is  produced  by  heating  the 
dibromide,  or  by  boiling  it  with  alcohoL  It  forms  thin  white  prisms, 
melting  at  63** ;  on  adding  bromine  to  its  solution  in  carbon  sulphide 
it  is  converted  into  : — 

IHbromophenanihrene  G.JS^Bt^,  crystallizing  in  white  warty  needles. 

Tribromophenanthrene  Cj^HyBrg  is  produced  by  heating  the  solu- 
tion with  bromine  ;  it  forms  silky  needles,  melting  at  126°. 

Mononitrophenanthrene  Cj^Hg-NOg  is  formed  by  dissolving  phenan- 
threne in  cold  concentrated  nitric  acid ;  on  adding  water,  it  is  obtained 
as  a  yellow  crystalline  precipitate,  melting  between  70°  and  80°. 

DinitrophenanthreTie  C^^^i^O^^  is  produced  when  the  nitric  acid 
is  heated  to  100°;  it  separates  from  glacial  acetic  acid  in  yellow 
crystals,  melting  between  150°  to  160°. 

Phenanthrenesulphonic  Acid  C14H9.SO3H  is  prepared  by  heating 
phenanthrene  with  sulphuric  acid  to  100°.  Its  lead-salt  is  soluble  in 
water ;  by  decomposing  it  with  hydrogen  sulphide,  the  pure  acid  is 
obtained.  It  is  more  freely  soluble  in  hot  than  in  cold  water,  and 
forms  a  crystalliae  mass. 

Phenanthrene-quinone  Cj^HgOj'  is  produced  by  heating  the  hydro- 
carbon with  glacial  acetic  acid  and  chromic  trioxide.  It  crystallizes 
from  acetic  acid  in  orange-red,  long  prisms,  melting  at  205°,  and 
boiling  above  360°.  By  heating  it  with  zinc-dust  it  is  reduced  to 
phenanthrene,  and  by  passing  it  over  red-hot  soda-lime  it  is  converted 
into  diphenyl : — 

I        II      I  -I-  4NaOH  =  I         +  2NaC0,  +  H. 
CeH,.C-0  C^H, 

I>ihromopJienanthrene--quino7ie  Gnfi^Brfi'^, — On  heating  the  quinone 
with  bromine  and  water  to  180°,  this  compound  is  obtained  in  yellow, 
warty  crystals,  melting  at  230°. 

Dtnitrophenanthrene-quinone  C^4^f^(N02)fiii  is  produced  by  boiling 
the  quinone  with  a  mixture  of  concentrated  nitric  and  sulphuric 
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acids.  It  crj^stallizes  from  acetic  acid  in  yellow  silky  plates,  melting 
above  280^ 

Phenanthrene-Jiydroqxdnont  0^^118(011)2  is  readily  obtained  in 
colourless  crystals  by  heating  the  quinone  with  aqueous  sulphurous 
acid.  It  is  very  readily  oxidized,  being  first  converted  into  a  dark- 
brown  quinhydrone,  and  then  into  the  quinone.  By  heating  it  with 
acetic  anhydride  it  yields  the  compound  (Ji4H8(OC2H30)2,  crystallizing 
from  benzene  in  colourless  plates,  melting  at  202**. 

Phenanthrene-qmnone-sodium  Sulphite  Cj^Hg  •»  rvqr)  -m-    +  2H2O. — 

The  quinone  dissolves  readily  in  a  warm  solution  of  acid  sodium  sul- 
phite, and,  on  cooling,  this  compound  crystallizes  out  in  colourless 
plates ;  it  is  easily  decomposed  by  alkalis  and  acids. 

By  means  of  this  reaction  the  crude  quinone  can  be  easily  puri- 
fied, and  it  may  also  be  used  for  detecting  the  presence  of  phenan- 
threne  in  coal-tar.  This  is  done  by  oxidizing  the  portion  boiling 
between  310°  to  350°  with  glacial  acetic  acid  and  chromic  trioxide, 
and  treating  the  product,  first  with  soda  to  remove  acids,  and  then 
with  a  solution  of  acid  sodium  sulphite,  which  dissolves  only  phen- 
anthrene-quinone ;  on  adding  hydrochloric  acid  to  the  solution,  the 
quinone  is  re-precipitated,and  can  be  recognized  by  its  properties. 

Biphenic  Acid  Ci2H8(002E[)2  is  formed  by  boiling  the  quinone  for 
some  time  with  dilute  sulphuric  acid  and  potassium  dichromate.  It 
crystallizes  from  hot  water  in  transparent  compact  prisms,  melting  at 
226°,  and  subliming  in  long  transparent  needles.  By  heating  it  with 
lime  it  is  resolved  into  water,  carbon  dioxide,  and  diphenylene 
ketone  : — 

CeH,.C0.01I      CJI, 
I  =  I       >C0  +  CO2  +  HgO 

OclI,.CO.OH      CgH/ 

This  reaction  corresponds  to  the  formation  of  dimethyl  ketone  from 
acetic  acid. 

Diphenyl  Ketone  crystallizes  from  alcohol  in  large,  pale-yellow, 
transparent  plates,  melting  at  84°,  and  boiling  above  300°.  By 
adding  it  gradually  to  fused  potash,  it  combines  with  it,  forming  the 
potassium  salt  of  a  phenyl-benzoic  acid : — 

OgH,  OoH,.CO.OK 

I       ^00  +  HOK  =  i 

Phenylbenzoic  Acid  is  isomeric,  with  paraphenylbenzoic  acid  (page 
425),  and  crystallizes  from  boiling  water  in  small  ramified  needles, 
resembling  hoar-frost,  and  melting  at  110°.  On  cooling  the  fused 
acid  quickly,  it  is  obtained  as  a  viscid,  transparent  mass,  which 
remains  in  that  state  for  days,  but  becomes  crystalline  again  by  stir- 
ring it  up  with  a  platinum-wire.  By  heating  the  acid  with  lime, 
diphenylene  ketone  is  regenerated,  while,  by  distilling  the  calcium- 
salt,  diphenyl  is  formed. 
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ANTHRACENE-GEOUP. 


ANTHRACENE  G^fiiQ. 


This  isomeride  of  phenanthrene  is  obtained  on  the  large  scale  by 
the  fractional  distillation  of  the  higher-boiling  portion  of  coal-tar, 
collecting  that  boiling  at  about  360° ;  a  semi-solid  mass  is  thus 
obtained,  which  is  well  pressed  to  remove  oily  substances.  Crude 
anthracene  is  further  purified  by  washing  with  carbon  disulphide  and 
re- crystallization  from  alcohol  or  benzene,  or  by  sublimation. 

It  crystallizes  in  monoclinic  plates,  exhibiting,  when  quite  pure,  a 
fine  blue  fluorescence ;  it  is  not  very  soluble  in  alcohol,  more  freely 
in  benzene,  melts,  at  213*',  and  boils  a  little  above  360°.  With 
picric  acid  it  forms  the  compound  C\^Hj^  -f  CgH2(N02)30H,  crystal- 
lizing in  beautiful  red  needles. 

Anthracene  has  been  obtained  synthetically  by  three  reactions : — 

(1.)  It  is  formed  together  with  benzyl-toluene  when  benzyl  chloride 
is  heated  with  water  in  sealed  tubes  to  180°. 

(2.)  By  passing  benzyl-toluene  through  a  red-hot  tube,  it  is  resolved 
into  anthracene  and  hydrogen ;  this  reaction  takes  place  at  a  lower 
temperature  if  lead  oxide  be  present. 

(3.)  By  passing  the  liquid  tolyl- phenyl  ketone  over  red-hot  zinc- 
dust. 

These  syntheses  are  explained  by  the  following  equations : — 

Anthraceue.  Beuzyl-toluenc. 

(1)  4CeH5.CH2Cl  =  CeH/|     >CeH,  -h  CeH,.CH2.CeH,.CH3  -f  4HC1 

H3C  CH^ 

(2)  CeH  /       >C,H,  =  CeH/ 1     >CeH,  -f  2H, 

Paranthracene  is  formed  by  exposing  a  cold  saturated  solution  of 
anthracene  to  the  sunshine ;  it  separates  out  in  plates,  which  are  very 
sparingly  soluble  in  alcohol  and  benzene.  It  is  not  acted  upon  by 
nitric  acid  or  bromine,  and  melts  only  at  244°,  being  at  the  same  time 
reconverted  into  anthracene. 

Iso-anthracene. — ^This  second  isomeride  of  anthracene  has  been 
obtained  together  with  amido-anthracene  by  the  action  of  tin  and 
hydrochloric  acid  on  red  nitro-anthracene.  It  is  almost  insoluble  in 
cold  alcohol,  a  little  more  freely  in  hot  alcohol,  and  readily  in  ben- 
zene, and  crystallizes  in  small  silky  plates,  melting  at  247°,  and  ex- 
hibiting a  blue  fluorescence.  It  differs  from  paranthracene  by  not 
being  reconverted  into  anthracene,  even  if  heated  to  300°,  and  by 
yielding  substitution-products  with  nitric  acid. 
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HYDRO-ANTHRACENES. 

Dihydro-anthracene  Cj^Hij. — Whilst  phenanthrene  and  naphthalene 
are  not  changed  by  boiling  their  alcoholic  solutions  with  sodium- 
amalgam,  anthracene  is,  under  these  conditions,  converted  into 
dihydro-anthracene.  It  is  readily  soluble  in  alcohol,  and  crystallizes 
in  monoclinic  plates,  melting  at  106°,  and  boiling  at  305^  but  sub- 
liming at  a  lower  temperature  in  brilliant  needles.  When  heated  to 
a  dull-red  heat,  it  is  resolved  into  anthracene  and  hydrogen. 

ffexahydro-anthracene  Cj^H^g  is  obtained  by  heating  dihydro- 
anthracene  with  fuming  hyariodic  acid  and  amorphous  phosphorus  to 
200^  It  dissolves  freely  in  alcohol,  and  crystallizes  in  small  plates, 
melting  at  63^  and  boiling  at  290^  At  a  red-heat  it  is  decomposed 
into  hydrogen  and  anthracene. 

The  constitution  of  these  hydrides  is  explained  by  the  following 
graphical  formula : — 

Dihvdro-anthracene.  Hexahydro-autlirarenA. 

CH  CHg  CH  CH  CH-  CH 

HC   C   C   CH       HC   CH  CH  CH 


HC        C      C       CH  HC        CH   CH    CH 

X/\/\/  \  /  \/\^ 

CH    CHg  CH  CH    C&2  CH 


CHLORINE   AND   BROMINE   DERIVATIVES. 

Anthracene  Dichloride  C^^K^qCI^  is  obtained  by  passing  chlorine 
slowly  over  anthracene  ;  it  crystallizes  from  alcohol  in  long  needles. 

Manocldoranthracene  C^^HgCl  is  produced  at  the  same  time,  and 
readily  obtained  by  heating  the  dichloride  with  alcoholic  potash ;  it 
crystallizes  in  hard  scales. 

Dichloranthracene  Cj^HgClg. — By  passing  chlorine  over  heated 
anthracene,  higher  chlorinated  products  are  formed.  Dichloranthra- 
cene is  sparingly  soluble  in  alcohol,  but  freely  in  benzene.  It  crys- 
tallizes in  long  yellow  needles,  melting  at  209" ;  its  solutions  exhibit 
a  splendid  blue  fluorescence. 

Tetrachloranthracene  Cj^HgCl^  is  but  sparingly  soluble  in  alcohol, 
and  crystallizes  from  benzene  in  yellow  needles. 

Dihromanthraceru  C^^HoBrg  is  the  only  compound  formed  when 
bromine  is  added  to  a  solution  of  anthracene  in  carbon  disulphide. 
It  crystallizes  from  petroleum-naphtha  in  golden-yellow  needles,  and 
can  be  sublimed. 

Dihromanthracene  Teirahromide  Cj^HgEr^  is  formed  when  the  pre- 
ceding compound  is  exposed  to  gaseous  bromine,  and  crystallizes 
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from  hot  benzene  in  hard,  colourless  needles.     By  the  action  of  heat 
it  is  resolved  into  bromine,  hydrobromic  acid,  and  tribromanthracene 

Tdrahromanthracene  Cj^HgBr^  is  a  body  resembling  the  di-  and 
tri-bromo-compound,  and  obtained  by  the  action  of  hot  alcoholic 
pibtash  on  dibromanthracene  tetrabromide. 

NITRO-  AND  AMIDO-COMPOUNDS. 

These  compounds  are  but  little  known ;  dilute,  as  well  as  concen- 
trated nitric  acid,  converts  anthracene  into  anthraquinone,  but  by  the 
action  of  nitric  acid  on  an  alcoholic  solution  of  anthracene  the  fol- 
lowing nitro-compounds  have  been  obtained. 

Bed  Nitro-arUhracene  Oj.HgNOg  is  insoluble  in  cold  alcohol,  and 
crystallizes  from  hot  alcohol  in  red  needles.  When  treated  with  tin 
and  hydrochloric  acid,  it  yields  iso-anthracene  and  amido-anthracene 
Cj^Hg-NHg,  which  is  precipitated  by  alkdis  in  yellow  flakes ;  it  is  a 
very  unstable  body,  turning  rapidly  brown  in  the  air.     It  dissolves 

acids,  but  does  not  form  definite  salts. 

White  Nitro-anthracene  is  more  freely  soluble  in  alcohol  than  the 
red  compound,  and  readily  in  benzene,  from  which  it  crystallizes  in 
colourless  needles. 

Dinitro-anthracene  G-^fi^CSO^)  is  readily  soluble  in  hot  alcohol 
and  benzene,  and  sublimes  in  small  colourless  plates. 

Isonitro-anthracene  G^Ji^.^0^  has  been  obtained  by  boiling  iso- 
anthracene  with  nitric  acid ;  it  is  sparingly  soluble  in  alcohol,  freely 
in  benzene,  and  sublimes  in  pale-yellow  needles,  melting  at  209°. 


AXTHRACENESULPHONIC  ACIDS. 

Anthracenenumosulphonic  Acid  Ci4Hg.S03H  is  formed  by  dissolving 
anthracene  in  concentrated  sulphuric  acid  at  100°;  its  lead  salt 
crystallizes  in  yellowish-white  prisms,  having  the  composition 
(Ci^Hg.S0«)2Pb.  By  heating  anthracene  with  sulphuric  acid  to  150°, 
the  disulpnonic  acid  is  produced. 

Dichloranihracenedisulphanic  Acid  Cj^HgCljCSOgH)^  is  obtained  by 
heating  dichloranthracene  with  fuming  sulphuric  acid  on  a  water- 
bath.  It  forms  orange-yellow  crystals,  which  are  soluble  in  water, 
but  not  in  dilute  acids. 


ANTHRAQUINONE,  OR  OXYANTHRACENE  C^^Ufi'^, 

This  compound  Ls  readily  obtained  by  boiling  anthracene  with 
dilute  sulphuric  acid  and  potassium  dichromate,  or  with  nitric  acid. 
It  crystallizes  from  hot  nitric  acid  in  pale-yellow  needles,  melting  at 
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273",  and  subliming,  when  more  strongly  heated,  in  large  yellowish 
needles  or  prisms.  It  is  a  very  stable  body,  resisting  energetically 
the  action  of  oxidizing  agents.  It  differs  from  the  isomeric  phenan- 
threne-quinone  by  not  being  reduced  by  sulphurous  acid,  and  not 
combining  with  acid  sodium  sulphite.  When  heated  with  a  solution  of 
soda  and  zinc-dust  it  dissolves ;  on  adding  an  acid  to  the  solution, 
anthrahydroquinone  Ci4H8(OH)2  is  precipitated  in  yellow  flakes ;  it 
is  a  very  unstable  compound,  and,  even  in  the  dry  state,  readily 
oxidized  to  the  quinone.  When  anthraquinone  is  heated  with 
hydriodic  acid  and  phosphorus  to  150°,  or  when  its  vapour  is  passed 
over  red-hot  zinc-dust,  it  is  reduced  to  anthracene. 

Anthraquinone  has  been  obtained  synthetically  by  passing  the 
liquid  modification  of  tolyl-phenyl  ketone  over  heated  lead-oxide : — 

CgH/       XHj  +  3PbO  =  C,H/  I  I  >C,H,  +  3Pb  +  2H,0 

It  is  also  formed  as  a  bye-product  in  preparing  benzophenone  from 
calcium-benzoate :— 

2C,H,.C0.0H  =  CeH  /  |  |  >C,H,  +  2H2O 

On  the  other  hand,  when  anthraquinone  is  fused  with  caustic 
potash,  it  is  resolved  into  two  molecules  of  benzoic  acid,  and  by 
heating  it  with  soda-lime  it  yields  benzene : — 

CO 
C.H/  I  l-^CeH,  +  4NaOH  =  2CeH,  +  2Na,C03 
CO^ 

Paranthraquinone  Cj^HgO.^  has  been  obtained  by  oxidizing  chlo- 
rinated anthracene ;  it  sublimes  in  brilliant  red  needles,  and  is  con- 
verted into  common  anthraquinone  by  heating  its  vapour  to  300°. 

Iso-anihraquinone  C^Jlfi^  is  formed  by  the  oxidation  of  iso- 
anthracene,  and  crystallizes  in  beautiful  red  needles,  melting  at  235°, 
and  dissolving  in  concentrated  sulphuric  acid  with  a  pure  indigo-blue 
colour. 

Dichlorajithra quinone  C^JIgClgOs  has  been  prepared  by  the  action 
of  chromic  acid  on  tetrachloranthracene ;  it  forms  yellow  needles. 

Dibrmnanthraquinon^i  Cj^HgBrgO.^  is  produced  by  the  action  of 
bromine  on  the  quinone,  as  well  as  by  oxidizing  tetrabromanthracene. 
It  forms  yellow  needles,  subliming  without  decomposition. 

Mononitro-anthraqmnone  C\4H7(N02)0.2  is  formed  by  boiling 
anthraquinone  wiih  ten  parts  of  concentrated  nitric  acid  for  half  an 
hour.  It  is  a  pale-yellow  powder,  subliming  in  delicate  needles, 
melting  at  230°. 
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a  Dinitro-anthraquinone  Ci^Hq(N02)0^  is  obtained  by  boiling 
anthraquinone  with  concentrated  nitric  acid  or  a  mixture  of  sulphuric 
and  nitric  acids  for  some  hours.  It  is  a  pale-yellow  substance,  sub- 
liming above  250°  in  yellow  needles. 

/9  Dinitro-anthraqitinone. — This  body  is  obtained,  but  only  in  a 
small  quantity,  together  with  anthraquinone,  when  anthracene  is 
boiled  with  common  nitric  acid.  It  crystallizes  in  yellow  needles, 
and  forms  with  anthracene  a  compound,  crystallizing  from  benzene  in 
splendid  violet  plates.  It  also  combines  with  other  hydrocarbons; 
all  these  compounds  crystallize  well,  and  are  distinguished  by  their 
brilliant  colours. 

Amido-anthraqui'iwne  G^firjQm^O'^  has  been  prepared  by  heating 
nitro-anthraquinone  with  a  solution  of  sodium  hydrosulphide.  It  is 
a  bright  brick-red  powder,  melting  at  256"*,  and  subliming  in  small 
needles.     It  does  not  appear  to  combine  with  acids. 

Diazo-anthraquinone  Nitrate  G^fi^0'4N^,'N0^  is  thrown  down  as  a 
pale-red  powder  when  nitrogen  trioxide  is  passed  into  a  solution  of 
the  amide  in  ether-alcohoL 

Diamido-anthraquinone  G^J^Qi^^^zOii, — By  heating  a  dinitro- 
anthraquinone  with  an  alkaline  solution  of  stannous  chloride  or 
sodium  hydrosulphide,  it  dissolves  with  a  green  colour,  and  soon  tho 
diamido-compound  separates  out  as  a  vermilion-red  colour,  subliming 
in  beautiful  garnet-red  needles  having  a  beetle-green  lustre. 

Ayithra^uinoTie-vionosulpJionic ,  Acid  Cj^H7(S03lI)0.^  is  formed  by 
heating  anthraquinone  with  concentrated  sulphuric  acid  to  250°.  It 
is  more  freely  soluble  in  water  than  in  dilute  acids,  and  crystallizes 
in  yellow  plates.  The  barium  salt  (Ci^H^Oi'SOgJgBa  -f  Kfi  is  not 
very  soluble  in  water,  and  forms  indistinct  plates.  The  calcium  salt 
(Ci4H703S03)2Ca  is  much  more  freely  soluble,  and  does  not  crystal- 
lize well. 

Anthraquinone'disulphonic  Acid  G^fi.fi''{^0^)o  is  obtained  by 
dissolving  anthracene  in  five  parts  of  sulphuric  acid  at  280°.  It  is 
more  soluble  than  the  mouosulphonic  acid,  and  forms  yellow  crystals. 
Its  salts  do  not  crystallize  well. 

This  acid  is  also  obtained  by  oxidizing  dichlor-  or  dibromanthra- 
cene-disulphonic  acids : — 

Ci,HeClj(S03H),  +  0,  =  C,,H„Oj(SO,H),  +  CI, 

or  by  heating  dichlor-  or  dibromanthracene  with  sulphuric  acid  : — 

CuHeCl^CSOsH)^  +  S0^2  =  CuHe(05)(S03H),  +  SO,  +  2HC1 

The  same  acid  has  been  produced  by  heating  anthracene-disulphonic 
acid  with  manganese  dioxide  and  dilute  sulphuric  acid. 
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OXYANTHRAQUINONES. 

The  following  phenols  of  anthraquinone  are  known,  and  although 
they  have  not  all  been  obtained  from  anthraquinone,  they  are  deri- 
vatives of  this  body ;  this  is  shown  by  the  fact  that  red-hot  zinc- 
dust  reduces  them  to  anthracene. 

Monoocyanthraquiiiom  Cj^H705(OH)  is  produced  by  fusing  the 
monosulphonic  acid  with  caustic  potash.  It  is  sparingly  soluble  in 
water,  and  readily  in  alcohol,  and  sublimes  in  lemon-yellow  plates. 
It  dissolves  in  alkalis  with  a  reddish-yellow  colour ;  the  barium  salt 
crystallizes  from  hot  water  in  microscopic  yellow  needles,  consisting 
of  Ci,H7(02)0)2Ba  +  HjO. 

Monoxi/anthraquinoTusulphonic  Acid  C,^Hg05(OH)S03H  is  formed 
when  anthraquinonedisulphonic  acid  is  fused  with  potash  until  the 
blue  mass  which  is  first  formed  assumes  a  violet  tinge.  The  free 
acid  forms  yellow  crystals,  and  forms  two  series  of  salts  ;  those  con- 
taining one  equivalent  of  a  metal  have  a  yellowish-red  colour,  and 
those  with  two  equivalents  are  blue. 


{OH 
OH* 

Alizarin. — This  interesting  and  important  compound  exists  in 
madder-root  {Ruhia  tinctoria)  as  glucoside,  called  ruhianic,  or  ruhery- 
thric  acid;  on  boiling  it  with  alkalis  or  acids  it  is  resolved  into 
glucose  and  alizarin.  The  same  decomposition  is  produced  by  the 
action  of  a  ferment  contained  in  the  root,  and  therefore  ground 
madder,  which  has  been  exposed  to  the  air  for  some  years,  contains 
free  alizarin,  which  may  be  extracted  with  ether  or  petroleum-spirit. 

Alizarin  is  j)roduced  artificially  by  fusing  dibromanthraquinone, 
anthraquinonedisulphonic  acid,  dinitro-  or  diamidoquinone  with 
potash  until  the  mass  has  assumed  a  fine  violet  colour : — 

CuHoO-i  I  ]]J  +  2K0H  =  C.fifii  |  ^g  +  2KBr 

On  dissolving  the  product  in  water,  and  adding  an  acid,  impure 
alizarin  is  obtained  as  a  yellow  precipitate. 

It  is  also  obtained  by  the  same  reaction,  together  with  anthra- 
quinone, by  using  anthraquinone-monosulphonic  acid. 

Artificial  alizarin  is  now  manufactured  in  considerable  quantity. 

Alizarin  crystallizes  from  alcohol  in  yellowish-red  needles,  contain- 
ing three  molecules  of  water,  which  escape  at  100°.     By  heating  it 
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strongly  it  sublimes  in  brilliant  red   needles.       It  is   but  slightly 
soluble  in  water,  but  freely  in  alcohol  and  ether. 

It  dissolves  in  ammonia  with  a  purple  colour,  and  in  potash  or 
soda  it  yields  a  solution  which,  in  transmitted  light,  appears  bluish- 
purple,  and,  in  reflected  light,  pure  blue.  This  solution  gives  a  very 
characteristic  absorption  spectrum  (see  Fig,  14,  No.  4), 


AlluriB  Id  potuh 


By  adding  barium  chloride  to  the  ammoniacal  solution,  a  blue  pre- 
cipitate, consisting  of  C,jHg(0'j)OgBa,  is  obtained ;  calcium  chloride 
yields  a  similar  compound.  Alum  and  stannic  salts  produce  red 
precipitates  in  the  alkaline  solution,  and  ferric  salts  a  blackish-violet 
one. 

The  property  of  alizarin  to  form  insoluble  coloured  metallic  com- 
pounds is  made  use  of  in  dyeing  and  printing.  To  produce  madder- 
colours  on  calico,  the  desired  pattern  is  printed  on  the  cloth  as 
mordant.  For  pinks  and  reds,  a  solution  of  aluminium  acetate  (red 
liquor),  which  is  thickened  with  gum  or  starch,  is  used ;  and  for 
puvples  and  blacks,  ferrous  acetate  (iron-liquor)  is  employed,  whilst  a 
mixture  of  the  two  salts  produces  brown  or  chocolate  shades.  The 
mordanted  cloth  is  next  "  aged,"  or  hung  up  in  a  Trarm  airy  room, 
whereby  the  acetic  acid  is  expelled,  and  the  oxides  are  fixed  in  the 
fibre.  The  cloth  is  now  brought  into  the  dye-batli,  consisting  ot 
boiling  water  and  old  groiind  madder-root ;  the  alizarin  is  gradually 
dissolved  and  absorbed  by  the  oxides. 

Artificial  alizarin  is  chiefly  used  for  "  topical "  printing ;  for  this 
purpose  it  is  printed  together  with  the  mordant  on  the  cloth,  which  is 
then  "  steamed  "  or  heated  to  100° ;  the  alizarin  dissolves  in  the  free 
acetic  acid,  which  soon  volatilizes,  whilst  the  alizarin  combines  with 
the  oxides.  The  colours  thus  produced  are  more  brilliant  than  those 
obtained  by  dyeing  with  madder. 

To  dye  "  Turkey-red "  on  cotton,  the  goods  are  mordanted  with 
oxidised  olive-oil  and  alum,  and  then  brought  into  the  dye-batli 
containing  madder-root  or  alizarin;  the  colour  thus  produced  contains 
fatty  acids  combined  with  alumina  and  alizarin. 

When  an  alkaline  solution  of  alizarin  is  heated  with  tin,  it  becomes 
yellowish-red,  and  contains  Utroxyanlkraccne  Ci4H,(0H)^  which  is 

C  G  ck 


450  THE  CEEMISTMY  OF 

precipitated  by  acids  in  yellow  flakes ;  it  readily  absorbs  oxygen,  «nd 
is  reconverted  into  alizarin. 

(  OH 

Methyl-alizarin  Cj^^qO'^A  onrr    is  obtained  by  heating  alizarin 

with  methyl  iodide,  potash,  and  methyl  alcohoL  It  forms  long  yellow 
needles,  having  a  reddish  tinge,  and  subliming  in  lustrous  scales. 
It  does  not  dissolve  in  cold  alkalis,  but  hot  potash  dissolves  it  with  a 
bright  cherry-red  colour,  the  compound  Ci4HgO%(OCH3)OK  being 
formed,  which  is  also  obtained  in  dark-red  needles  by  adding  alcoholic 
potash  to  an  alcoholic  solution  of  methyl-alizarin. 

JDiacetyl-alizarin  Cj^JlJO'^^(pCfifi\  is  prepared  by  heating  aliza- 
rine with  acetic  anhyariae  to  160^  it  crystallizes  from  alcohol  in 
pale-yellow  flat  needles  or  plates,  melting  at  160",  and  is  rapidly  de- 
composed by  hot  alcoholic  potash. 

Anthrajlavin,  or  Anthrajlavic  Acid, — ^This  isomeride  of  alizarin 
occurs  together  with  oxyanthraquinone  and  other  products  in  com- 
mercial artificial  alizarin.  It  sublimes  in  golden-yellow  needles  or 
plates.  The  barium  salt  2Ci^HoO''2(02Ba)  +  ISHgO  crystallizes  from 
hot  water  in  reddish-brown  needles. 

Diacetyl-anthrafiavin  C^fifi^^OCfifi)^  is  obtained  by  the  action 
of  acetic  anhydride  on  anthraflavin  at  160^  It  crystallizes  from 
glacial  acetic  acid  in  beautiful  pale  yellow  plates  or  needles,  melt- 
ing at  228",  and  is  easily  decomposed  by  alcoholic  potash. 

Quinizarin  C^^I[fi"^{0'BL\  is  formed  together  with  hydroquinone- 
phthalein  (page  412),  when  a  mixture  of  hydroquinone  and  phthalic 
acid  is  heated  with  sulphuric  acid : — 

( CO.OH  CO 

C^H J  +  CeH,(OH),  =  CeH ,<  |  |  >CeH,(0H)2  +  2H,0 

( CO.OH  ^CO^ 

It  crystallizes  from  ether  in  yellowish-red  plates,  and  from  alcohol 
in  deep-red  needles.  It  dissolves  in  alkalis  with  a  blue  colour ;  and 
this  solution  gives  with  barium  chloride  a  blue,  and  with  ferric 
chloride  a  brownish-red  precipitate,  and  with  alumina  it  forms  a  red 
lake.  Quinizarin  has  the  greatest  resemblance  to  alizarin,  but  diflfers 
from  it  by  its  absorption-spectrum,  and  by  the  strong  greenish-yellow 
fluorescence  which  its  solution  in  ether  or  sulphuric  acid  exhibits. 

Chnjsophanic  Add  0^fl,fi'\{OH\  occurs  in  the  oflBcinal  Ehubarb- 
root  (from  one  or  several  undefined  species  of  Rheum  growing  in 
China  and  Central  Asia),  and  exists  also  in  the  root  of  Rumex  obtusi' 
folitcs,  in  the  lichen  Pamielia  parietina,  and  in  the  bark  of  Cassia 
hijtLga.  It  is  obtained  by  extracting  rhubarb-root  with  ether,  and 
crystallizes  in  tasteless  golden-yellow  needles,  dissolving  in  alkalis 
with  a  deep-red  colour ;  by  the  action  of  sodium-amalgam  this  solu- 
tion becomes  colourless,  but  assumes  again  the  original  colour  in 
contact  with  air.  It  forms,  like  the  other  dioxy-anthraquinones,  a 
diacetyl-compound. 

Tetraniirochrysoplianic  Add  G^fifi'\(^0^^{O¥L)^y  or   Chrysamie 
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Add  is  obtained  by  the  action  of  nitric  acid  on  chrysophanic  acid 
and  on  aloin  (the  bitter  principle  of  aloes).  It  forms  thin,  yellow, 
fern-shaped  crystals,  resembling  lead  iodide,  and  dissolving  sparingly 
in  water  with  a  purple  colour.  Barium  chri/$amate  C^Jl20"^(S02)^ 
OgBa  +  2H2O  is  obtained  in  red  crystals  by  adding  barium  acetate 
and  acetic  acid  to  a  solution  of  the  potassium  salt.  Lead  chrysamate 
Ci4H20''2(N02)^0„Pb  +  4H2O  is  produced  in  a  similar  way,  by  using 
lead  acetate,  and  forms  crystals  exhibiting  a  magnificent  bronze 
reflection. 

Hydrochrysamide  G^^fi\(^^^^0^{OR)^ — ^When  chrysamic  acid 
is  boiled  with  a  solution  01  potassium  sulphide,  it  dissolves  with  a 
deep-blue  colour,  and,  on  cooling,  hydrochrysamide  separates  out  in 
crystals,  having  a  blue  colour  and  copper-red  reflection. 

Frangulic  Add  G^fifi'\{QiR)^  occurs  as  glucoside,  called /ra^w/wZw, 
in  the  bark  of  Rhamnus  frangula  ;  on  boiling  it  with  hydrochloric 
acid,  it  splits  up  into  glucose  and  frangulic  acid,  which  crystallizes 
from  alcohol  in  orange-yellow  needles  or  quadratic  plates,  containing 
one  and  a-half  molecules  of  water.  It  dissolves  in  potash  with  a 
cherry-red  colour,  which  disappears  on  boiling  it  with  zinc-dust,  but 
comes  back  again  in  contact  with  the  air.  Barium  chloride  gives, 
with  the  red  solution,  a  red  precipitate. 

Diacetyl-frangulic  Add  G^^Kfi'' JOG JELjd)^  is  formed  by  heating 
frangulic  acid  with  acetyl  chloride.  It  crystallizes  from  boiling 
alcohol  in  small,  yellow,  lustrous  plates,  melting  at  184**. 


fOH 

THIOXYAKTHRAQUINONES  G^fip'A  OH 

Purpurin  exists  in  the  free  state,  and  as  glucoside,  in  madder-root, 
and  may  be  extracted  by  a  solution  of  alum,  in  which  alizarin  is  in- 
soluble. It  crystallizes  in  yellow  needles,  with  one  molecule  of 
water ;  on  heating,  the  water  is  given  off,  and  purpurin  sublimes  in 
red  needles.  It  dissolves  sparingly  in  water,  and  more  freely  in 
alcohol,  with  a  red  colour,  which  on  adding  an  alkali  becomes  darker, 
but  not  purple.  The  calcium  and  barium  salts  are  purple  precipi- 
tates. The  solutions  of  purpurin  give  different  absorption-spectra 
(Fig.  14),  which  enable  us  not  only  to  detect  the  merest  trace  of  pur- 
purin present  in  the  midst  of  a  quantity  of  impurities,  but  also  to 
distinguish  it  from  alizarin,  which  gives  a  totally  different  spectrum. 

Nitric  acid  oxidizes  purpurin  to  oxalic  acid  and  phthalic  acid. 

Munjistin  is  found  together  with  purpurin  in  Munjeet,  or  the 
Indian  madder  {Rvhia  Munjistd).  It  is  soluble  in  hot  water,  in 
alcohol,  and  ether ;  its  ethereal  solution  exhibits  a  fine  fluorescence, 
resembling  that  of  a  solution  of  quinizarin. 

Munjistin  crystallizes  in  yellow  plates,  and  dissolves  in  alkalis 

G  a  2. 
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with  a  crimson  colour;  it  dyes  on  alum-mordant  a  light  orange,  and 

r  OH 

on  iron-mordant  a  brownish-purple.     The  lead  salt  Ci^HjCj  *!  o  Ph 

is  an  orange  precipitate. 

Anthrapurp^irin  has  been  found  in  commercial  artificial  alizarin, 
and  is  isolated  by  dissolving  the  crude  colouring  matter  in  dilute 
sodium  carbonate,  and  agitating  the  liquid  with  precipitated  alumina, 
which  combines  with  the  alizarin.  On  adding  hydrochloric  acid  to 
the  filtrate,  anthrapurpurin,  mixed  with  anthraflavic  acid,  and  other 
bodies  is  precipitated,  from  which  it  is  separated  by  boiling  with 
alcoholic  soda ;  anthrapurpurin  forming  a  soda-compound,  which  is 
with  difficulty  soluble  in  alcohol.  This  is  then  dissolved  in  water, 
and  barium  chloride  added;  a  purple  precipitate  is  formed,  which 
is  washed  and  decomposed  by  an  acid.  It  is  deposited  from  boiling 
acetic  acid  in  sm«dl  groups  of  minute  orange-coloured  needles. 

Anthrapurpurin  dissolves  in  alkalis  with  a  bluish- violet  colour,  and 
forms  with  alumina  a  red  lake.  It  has  about  the  same  affinity  for 
mordants  as  dizarin,  giving  similar  shades,  but  the  reds  are  much 
purer,  the  purples  more  blue,  and  the  blacks  more  intense.  When 
used  to  dye  Turkey-red,  it  produces  a  brilliant  scarlet,  which  is  of  a 
remarkable  permanence.  Its  alkaline  solution  gives  a  spectrum  re- 
sembling that  of  alizarin. 

Diaceiylanthrapurjmrin  Ci^HgO^gCOCgHjO),  is  formed  by  heating 
anthmpurpurin  with  acetic  anhydride  to  160°.  It  crystallizes  from 
glacial  acetic  acid  in  beautiful  pale-yellow  glistening  scales,  melting 
at  221°. 


COH 

I  QTT 

TETROXYANTHRAQUINONES  G^fifi\  <  qtt 

(oh 

Anthrachri/sone  is  a  derivative  of  a  dioxybenzoic  acid,  and  obtained 
by  heating  this  compound  with  sulphuric  acid  to  140°: — 

2CeH3(OH)2CO.OH  =  2Ufi  +  CeH2(0H) /(  J  >C«H2(0H), 

^00 

It  is  a  golden-yellow  crystalline  powder,  which  is  almost  insoluble 
in  water ;  when  heated  it  gives  oflf  a  quinone-like  smell,  but  does  not 
melt  at  320°.  On  adding  barium  chloride  to  its  ammoniacal  solution, 
the  salt  Ci^H^O"2(OH)202Ba  crystallizes  out  in  dark-red  needles. 
The  magnesium  and  aluminum  salts  are  amorphous  red  precipitates. 

Anthrachrysone  dyes  on  iron-mordants  a  brown  colour,  and  on 
alumina-mordants  a  colour  like  that  of  alizarin,  but  duller. 

Rufiopin. — When  narcotine  (see  Opium-alkaloids)  is  oxidized,  it. 
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yields  oj)ianic  acid,  and  this  body  is  converted  into  rufiopine  by 
heating  it  with  concentrated  sulphuric  acid  to  180° : — 

( OCH3  CO^ 

2CeH3^  COH      +  5H,S0,  =  CeH,(OH)/ 1  |  >CeH,(OH),  + 
( CO.OH  TO'^ 

3CO2  +  5SO2  +  9H2O 

Eufiopin  is  sparingly  soluble  in  hot  water,  and  separates  from  it  in 
small  yellow  needles,  and  from  alcohol  in  indistinct  yellowish-red 
crystals.  In  alkalis  it  dissolves  with  a  red  colour,  and  with  ammonia 
it  forms  a  reddish-brown  solution.  Calcium  chloride  gives  with 
these  solutions  a  reddish-violet,  and  barium  chloride  a  violet  precipi- 
tate. On  mordanted  cloth  it  dyes  colours  resembling  those  produced 
by  alizarin. 


HEXOXYANTHKAQUINONE,   OR   RUFIGALLIC   ACID,   CgH^O^COHV 

When  gallic  acid  is  heated  with  sulphuric  acid  in  a  water-bath,  the 
liquid  assumes  a  dark  purple  colour,  and  on  adding  water,  a  red  crys- 
talline precipitate  of  rufigallic  acid  is  obtained,  which  on  heating  sub- 
limes in  yellowish-red  needles.  Concentrated  potash  colours  it  blue, 
and  on  addition  of  water  it  dissolves  with  a  violet  colour.  It  dyes 
mordanted  cloth  like  alizarin,  but  the  colours  are  not  very  brilliant. 
By  fusing  it  with  potash  it  is  resolved  into  oxyquinone  and  formic 
acid : — 

CeH(0H)3/  I  |^CeH(0H)3  +  2K0H  =  2CeH8(OH)02"  +  2C0H.0K 
^CO^ 

Oxyquinoiie  forms  microscopic,  pale  yellow  needles ;  on  adding 
ferric  chloride.to  its  aqueous  solution,  it  colours  first  violet  and  then 
bluish-green. 


DIMETHYL-ANTHRACENE   Ci4H8(CH8)2. 

When   xylyl  chloride   is   heated   with  water  to   210°,   it  yields 

r  G  H  CH 

dimethyl-anthracene  and  the  hydrocarbon  CHg  \  CW(C^  ^  '  ^°^  ^^® 

latter^  when  passed  through  a  red-hot  tube,  is  also  converted  into 
dimethyl-anthracene.  These  reactions  are  perfectly  analogous  to  the 
syntheses  of  anthracene  (page  443) : — 
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CH 


(1)4C«H,  {  gg3(5i  =  (CH3)C,H3<|  ">CoH3(CH3)  + 

0x1 


:,(CHo 


''■i.{cfe^,  +  «'« 


H3C' 

(2)  (CH3)C<,H  /   •   >C„H3(0H3)  = 

CHo 

CH 
(CH3)C,H3<  I     >CeH3(CH3)  +  2H, 

Dimethyl -anthracene  has  the  greatest  resemblance  to  anthracene; 
it  melts  at  200°,  and  sublimes  in  white  plates,  exhibiting  a  bluish- 
violet  fluorescence. 

Anthracenecarbonic  Acid  Cj^Hg-COgH. — ^This  compound  stands  in 
the  same  relation  to  anthracene  as  benzoic  acid  to  benzsene ;  it  is  pro- 
duced by  heating  anthracene  with  carbonyl  chloride  to  200**  for  ten 
hours,  and  digesting  the  product  with  dilute  sodium  carbonate.  It 
crystallizes  from  alcohol  or  hot  water  in  needles,  melting  at  206**,  but 
being  slowly  resolved  at  the  same  time  into  anthracene  and  carbon 
dioxide ;  this  decomposition  takes  place  quickly  by  heating  it  with 
soda-lime.  A  solution  of  chromic  trioxide  in  acetic  acid  oxidizes  it  to 
anthraquinone : — 

Ci,H,.C02H  +  30  =  C^Jlfi^'  +  CO2  +  HoO 


PYRENE   CHio-  - 


10' 


When  coal-tar  is  distilled  until  only  coke  is  left  in  the  retort,  a 
yellow  greasy  substance  passes  over  towards  the  end.  By  treating  it 
with  carbon  disulphide,  pyrene  is  dissolved.  It  is  purified  by  recrys- 
tallizing  repeatedly  from  alcohol,  and  then  mixing  its  cold  alcoholic 
solution  with  a  solution  of  picric  acid.  The  red  crystalline  precipitate 
^10^10  +  CflH2(N02)30H  thus  obtained  is  decomposed  with  ammonia, 
and  the  hydrocarbon  crystallized  from  alcohol. 

Pyrene  is  obtained  by  the  slow  evaporation  of  its  solution  in 
rhombic  plates  melting  at  142°. 

Hcxahydropyrcnc  Cj^Hjg  is  produced  by  heating  pyrene  with  strong 
hydriodic  acid  and  amorphous  phosphorus  to  150°.  It  crystallizes 
from  alcohol  in  noodles  or  prisms,  melting  at  127°,  and  does  not  com- 
bine with  picric  acid.  At  a  red  heat  it  decomposes  into  pyrene  and 
hydrogen. 

Nitroirijrcne  C^^^i]SO.^  is  readily  formed  by  heating  pyrene  with 
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weak  nitric  acid.  It  separates  from  an  alcoholic  solution  in  yellow 
needles  or  prisms,  melting  at  142**. 

Dinitropi/rene  C^fi^QSiO^^  ^  obtained  when  pyrene  is  boiled  with 
nitric  acid  of  spec.  grav.  1.45.  It  is  insoluble  in  alcohol,  and  crystal- 
lizes from  acetic  acid  in  slender  yellow  needles. 

Tetranitropyrene  C^^^(SO^^  is  formed  by  the  action  of  boiling 
concentrated  nitric  acid  on  dinitropyrene,  and  crystallizes  from  acetic 
acid  in  glistening  plates  or  needles. 

Bromine'derivatives, — When  pyrene  comes  in  contact  with  cold 
bromine-vapour,  it  is  converted  into  dibromopyrene  dibromide 
CigHgBr^,  which  crystallizes  from  nitrobenzene  in  pale  yellow  needles. 
Trhromopyrenc  CjgHyBrg  is  formed  by  the  action  of  bromine  on  a 
solution  of  pyrene  in  carbon  disulphide ;  it  is  almost  insoluble  in 
alcohol,  ether,  and  carbon  disulphide ;  from  boiling  nitrobenzene  it 
crystallizes  in  colourless  needles. 

Pyroquinone  G^^jd"^, — To  prepare  this  compound,  pyrene  is  dis- 
solved in  glacial  acetic  acid,  and  solid  chromic  trioxide  is  added  to 
the  solution.  .It  crystallizes  in  red  needles  or  prisms,  dissolving  in 
concentrated  sulphuric  acid  with  a  brown  colour.  Eed-hot  zinc-dust 
reduces  it  like  other  quinones ;  the  hydrogen  required  for  this  reduc- 
tion being  furnished  by  zinc  hydroxide,  which  is  always  present : — 

CioHgOj  +  3Zn  +  Zn(0H)2  =  C^^^^  +  4ZnO 


CHRYSENE   CsH 


18U.12* 


On  exhausting  the  yellow  body,  which  has  been  mentioned  under 
pyrene,  with  carbon  disulphide,  a  granular  powder,  resembling  flowers 
of  sulphur,  and  consisting  of  impure  chrysene,  is  left  behind.  It  is 
but  sparingly  soluble  in  the  common  solvents,  and  crystallizes  from 
boiling  alcohol  in  rhombic  plates,  melting  at  250^  With  picric  acid 
it  forms  a  compoimd,  crystallizing  from  benzene  in  brownish-orange 
needles. 

Mtrochrysene  CigH^i-NOg  is  slowly  formed  when  chrysene  is  boiled 
with  absolute  alcohol  and  nitric  acid ;  it  forms  orange  crystals. 

Tetranitrochrysene  C^JB^^i^O^^  is  obtained  by  dissolving  the  hydro- 
carbon in  fuming  nitric  acid  as  a  yellow  powder,  which  is  only 
sparingly  soluble  in  most  solvents. 

Chrysoquinone  G^^iqO'\  is  produced  by  the  action  of  chromic  tri- 
oxide on  a  solution  of  chrysene  in  acetic  acid.  It  crystallizes  from 
hot  alcohol  in  red  rhombic  prisms  or  plates,  dissolving  in  strong  sul- 
phuric acid  with  a  splendid  blue  colour.  On  boiling  it  with  potash 
and  zinc-dust,  a  yellow  solution  is  formed,  from  which  acids  precipi- 
tate chrysohydroquinone  C^fi^Q{0'H)2  in  nearly  colourless  flakes ;  it  is 
easily  oxidized  again  to  the  quinone. 


45(5  THE  CHEMISTRY  OF 


RETENE  CjgH^g. 

This  hydrocarbon  has  been  found  in  wood-tar  from  Finland  ;  it 
forms  colourless  crystals,  melting  at  99*".  Chromic  acid  oxidizes  it  to 
acetic  acid,  phthalic  acid,  and  dioxyresisteiie  Cj^Hj^Og,  a  brick-red 
powder,  possessing  the  properties  of  a  quinone. 


IDRIALENE  0^^^. 

The  mineral  Idrialite,  occurring  in  the  mercury-mines  of  Idria,  is  a 
substance  resembling  coal,  and  contains  idrialene,  which  may  be  ex- 
tracted by  benzene,  Idrialene  forms  small  colourless  plates,  melting 
above  285°,  and  dissolving  in  concentrated  sulphuric  acid  with  a  blue 
colour.  Chromic  acid  converts  it  into  Idriaquinone  CggHigO^,  a  red 
crystalline  solid,  dissolving  in  sulphuric  acid  with  a  brown  colour. 

Idrialene  is  the  last  member  of  a  series  of  hydrocarbons,  which  are 
derived  from  benzene  by  the  successive  addition  of  C^H^.  Their 
chemical  properties  show  that  they  must  have  a  very  similar  consti- 
tution, and  consist  of  closed  chains  of  carbon-atoms;  for  oxidizing 
agents  do  not  convert  them  into  acids,  like  the  homologues  of  benzene, 
but  into  quinones.     The  following  belong  to  this  series : — 

Benzene    .     .     C^Hg 


8 


Naphthalene .     C^qH 

Phenanthrene  )  ^   tt 
Anthracene      j    ^*    ^^ 

Chrysene  .     .     C\gHj2 

Idrialene   .     .     C2.,Hi^ 

Pyrene  does  not  belong  to  this  group,  but  it  also  contains  a  closed 
chain  of  carbon-atoms.  It  is  isomeric  with  diphenyl-diethine  ;  both 
hydrocarbons  contain,  of  all  known  definite  carbon-compounds,  rela- 
tively the  largest  amount  of  carbon,  viz.,  95  per  cent.,  or  even  more 
than  anthracite. 


ON    THE    CONNECTION    EXISTING    BETWEEN   THE   COLOUR   AND 
MOLECULAR   CONSTITUTION   OF    CARBON-COMPOUNDS. 

The  great  majority  of  carbon-compounds  is  colourless  ;  among  the 
aromatic  compounds,  however,  a  number  of  bodies  is  found,  having 
the  characteristic  colours,  or  possessing  the  property  of  reflecting  only 
certain  rays  of  light. 
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These  coloured  compounds  have  one  property  in  common  :  they  all 
combine  with  nascent  hydrogen,  whereby  colourless  bodies  are  pro- 
duced.  This  proves  that  they  contain  certain  atoms  more  closely 
combined  than  is  necessary  for  keeping  the  molecule  together,  and 
therefore  this  closer  combination  must  be  the  cause  of  the  colouration. 

Thus  the  quinones  of  benzene  and  naphthalene  have  either  a  yellow 
or  green  colour,  while  the  oxyquinones  of  anthracene  (alizarin,  &c.) 
are  mostly  red.  They  combine  with  hydrogen,  forming  colourless 
hydroquinones,  and  colourless  compounds  are  also  produced  by  com- 
bining the  two  atoms  of  oxygen  with  acid  or  alcohol-radicals.  From 
this  it  appears  that  the  combination  of  the  oxygen-atoms  is  the  cause 
of  the  colour  : —    . 


Quinone 
(yellow). 


Quinhydronc 
(gi-ecii). 


ClI  i^->  CH  |0-OCeH,.OH 


Hydroquinoiie 
(colourless). 

^«tl4 1^  OH 


Azo-compounds  have  either  a  red  or  blue  colour,  and  yield,  by 
reductiou,  colourless  hydrazo-compounds ;  their  colour  is,  therefore, 
due  to  the  double  linking  of  the  nitrogen-atoms  : — 


Azobenzene 
(red). 

N-C„H, 

ii 

Iudi>rotin 
(blue). 

N— CgH..CO.CH 

II  Ii 

X— C6H^.C0.CII 

Maj^dala-red. 

N-OioH, 

II 
N-Ci,H,.NH(C„H,) 


Uydrazobcnzene 
(colourless). 

HN-CeH, 


HN — CgHg 


Hydro-indigotin 
(colourless). 

HN— CjH^.CO.CH 


HN— C6H^.C0.CH 

Azodiphenyl-blue. 


N-CeH,.NH(CeH^ 


Similar  relations  exist  undoubtedly  between  rosaniline  and  leucani- 
ne,  and  between  the  phenol-colours  and  their  products  of  reduction. 


DESTRUCTIVE   DISTILLATION. 


When  non-volatile  carbon-compounds  are  heated,  they  undergo  de- 
composition, and  are  resolved  into  different  products,  varying  with  the 
nature  of  the  substance  as  well  as  with  the  mode  of  heating. 

The  destructive  or  dry  distillation  of  coal,  bituminous  shale,  wood, 
peat,  &c.,  is  carried  on  for  the  purpose  of  obtaining  illuminating  gas, 
as  well  as  the  liquid  and  solid  products. 
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Crude  coal-gas  contains  hydrogen,  marsh-gas,  and  other  paraffins, 
olefines,  acetylene,  vapour  of  benzene,  and  other  volatile  hydro- 
carbons, carbon  monoxide  and  dioxide,  carbon  disulphide,  hydrogen 
sulphide,  &c. 

The  liquid  products  separate,  on  standing,  into  two  layers.  The 
aqueous  solution  obtained  from  coal  contains  chiefly  ammonia,  whilst 
that  from  wood  contains  methyl  alcohol,  acetic  acid,  and  other  fatty 
acids,  methyl  acetate,  dimethyl  ketone,  dimethylacetal,  &c. 

The  composition  of  the  dark  oily  layer,  or  tar,  is  very  varying  and 
complicated.  The  following  bodies  have  been  found  in  diflferent  kinds 
of  tar: — 

(1.)  Paraffins  occur  chiefly  in  tar  which  has  been  obtained  from 
bodies  containing  a  relatively  large  quantity  of  hydrogen,  such  as 
cannel  and  boghead-coal. 

(2.)  Olefines  exist  also  principally  in  the  same  kinds  of  tar. 

(3.)  Hydrocarbon  of  the  acetylene-series. 

(4.)  Benzene  and  methylated  benzenes. 

(5.)  Naphthalene,  acenaphthene,  phenanthrene,  anthracene,  pyrene, 
chrysene,  retene. 

(6.)  Phenol,  cresol,  and  homologues. 

Wood-tar  contains  also  pyrocatechin  and  homologues,  as  well  as 
their  methyl-ethers  (creosote). 

(7.)  Aniline,  toluidine,  and  homologous  bases. 

(8.)  Picoline  and  leucoline-bases. 

The  formation  of  these  different  bodies  is  partly  explained  by  the 
following  observations. 

When  a  carbon-compound  burns  in  a  limited  supply  of  air,  there  is 
always  some  acetylene  formed,  and  such  an  incomplete  combustion 
takes  place  at  the  beginning  of  the  dry  distillation.  On  exposing 
acetylene  to  a  dull-red  heat  it  undergoes  polymerization,  and  yields 
benzene,  styrolene,  and  other  products,  among  which  hydrogen  and 
naphthalene  have  been  observed. 

At  a  bright-red  heat,  acetylene  is  resolved  into  hydrogen  and  car- 
bon, but  at  the  time  some  marsli-gas,  ethene  and  naphthalene  are 
produced. 

Acetylene  and  hydrogen  combine  at  a  dull-red  heat  with  the  forma- 
tion of  ethane  and  ethene. 

When  benzene  is  exposed  to  a  bright-red  heat  it  yields  diphenyl, 
diphenyl-benzene,  and  other  hydrocarbons. 

Toluene  produces,  under  the  same  conditions,  marsh-gas,  benzene, 
naphthalene,  anthracene,  &c. 

The  xylenes  and  pscudocumene  yield  similar  products,  and  the 
different  hydrocarbons  thus  formed  undergo  further  transformations 
by  acting  on  each  other  at  a  high  temperature. 
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GLUCOSIDES. 

Nearly  all  plants  contain  peculiar  compounds,  which  have  the  pro- 
perty in  common  to  be  resolved  into  a  sugar,  and  other  compounds,  by 
the  action  of  acids,  alkalis,  or  ferments.  Some  of  these  glucosides 
occur  also  in  the  animal  kingdom. 

The  chemical  character  of  these  bodies  shows  that  they  are  com- 
pound ethers  of  sugar  or  of  bodies  nearly  related  to  them,  such  as 
gum,  starch,  &c. 

The  number  of  glucosides  known  is  very  large,  and  most  of  them 
yield  products  of  decomposition  belonging  to  the  aromatic  group. 
We  can  describe  here  only  those  of  more  importance. 

Myronic  Acid  C^oEJNSfi^Q, — ^The  potassium-salt  of  this  acid  exists 
in  the  seed  of  the  black  mustard,  and  is  obtained  by  boiling  the 
crushed  seeds  with  alcohol,  and  exhausting  the  residue  with  water. 
It  crystallizes  in  silky  needles ;  on  boiling  it  with  baryta-water,  or  by 
the  action  of  a  ferment  called  myrosin,  which  is  contained  in  the 
seed,  it  splits  up  into  mustard-oil,  glucose,  and  acid  potassium  sul- 
phate : — 

C.oH^eKNSAo  =  C  ^NS  +  C.H^^Oe  +  HKSO, 

The  free  mjnronic  acid,  which  has  been  prepared  by  decomposing 
the  potassium-salt  with  tartaric  acid,  is  a  very  unstable  compound. 

When  silver  nitrate  is  add^d  to  a  solution  of  the  potassium-salt,  a 
white  precipitate  consisting  of  C^H^NAggSjO^  is  formed,  and  glucose 
remains  in  solution.  Hydrogen  sulphide  decomposes  this  salt  into 
sulphur,  silver  sulphide,  sulphuric  acid,  and  crotonitrile : — 

C^H^NAggSgO^  +  HgS  =.  S  +  Ag2S  +  H^SO,  -f  C,H,N 


GLUCOSIDES  OF  THE  AROMATIC   GROUP. 

Amygdalin  C^^'SO^y^  occurs  in  the  kernels  of  cherries,  plums, 
apricots,  &c.,  and  in  large  quantity  in  bitter  almonds  and  the  leaves 
of  the  common  laurel ;  it  exists  siso  in  the  leaves  of  the  bird-cherry 
{Prunua  Padus)  and  the  sprouts  and  bark  of  the  mountain-ash,  and 
in  other  plants  belonging  to  the  family  of  Drupacece  and  Aniygdakce. 

To  prepare  it,  the  paste  of  bitter  almonds,  from  which  the  oil  has 
been  expressed,  is  exhausted  with  boiling  alcohol,  the  solution  con- 
centrated, and  the  amygdalin  precipitated  by  adding  ether.  It  is 
thus  obtained  in  pearly  scales,  crystallizing  from  water  in  transparent 
prisms  with  three  molecules  of  water. 

When  amygdalin  is  treated  with  dilute  acids,  or  when  ermdsin  (tha 
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ferment  of  bitter  almonds)  is  added  to  the  aqueous  solution,  it  splits 
up  into  prussic  acid,  benzaldehyde,  and  glucose : — 

C«H,.CO  I 

0  I  g«2;;o;  {     +  ^^^0  =  CNH  +  CeH,.COH  +  2CeH,,0^ 

"^    CN  J 

Emulsin  loses  its  active  properties  when  heated  to  lOO"* ;  therefore 
in  preparing  oil  of  bitter  almonds  the  paste  must  be  mixed  with  cold 
water,  and  allow^ed  to  stand  for  some  time  befol^  it  is  distilled. 

Salicin  Ci3Hjg07  is  found  in  the  young  bark  of  several  species  of 
willow  and  poplar^  and  in  castoreum  (the  preputial  follicles  of  the 
beaver).  It  is  obtained  by  exhausting  the  bark  with  boiling  water, 
and  digesting  the  concentrated  solution  with  lead  oxide,  to  remove 
gum,  tannic  acid,  &c.  After  filtering,  the  liquid  is  treated  with 
hydrogen  sulphide,  and  the  clear  solution  evaporated  to  the  con- 
sistency of  a  syrup.  On  standing,  salicin  crystallizes  out  in  colour- 
less prisms,  melting  at  198°,  and  possessing  a  bitter  taste. 

By  the  action  of  emulsin  or  saliva  on  its  aqueous  solution  it  is  re- 
solved into  glucose  and  saligenin,  or  salicyl  alcohol : — 

CeH/ok^GH^  }  ^  +  "»^  =  ^«^«^«  +  C,H,(OH)CH^OH 

Chromic  acid-solution  oxidizes  it  to  salicylaldehyde,  formic  acid 
and  carbon  dioxide. 

Populin  C^oHogOg  4-  SH.p  occurs  with  salicin  in  the  barks  and 
leaves  of  the  aspen,  and  is  separated  from  salicin  by  precipitating  it 
with  potassium  carbonate  from  the  aqueous  solution.  It  crystallizes 
in  small  prisms  having  a  sweet  taste.  Boiling  baryta-water  resolves 
it  into  salicin  and  benzoic  acid  : — 

C,H,(0C,H,0)CH2  j  ^  ^  ^^'^      CeH,(0H)CH2  j  ^  ^  ^7^6^2 

Topulin  has  been  produced  artificially  by  the  action  of  benzoyl 
hloride  on  salicin. 

Helicin  Cj^HigO^  is  obtained  by  oxidizing  salicin  with  dilute  nitric 
icid.  It  is  a  crystalline  substance,  having  a  slightly  bitter  taste.  By 
treating  it  with  emulsin  or  dilute  acids  it  yields  glucose  and  salicyl- 
jaldehyde : — 


c« 


H,(0H>1?)  }  ^  +  "^0  =  C,H,,(\  +  C.H,(OH)COH 


Arhutin  C^gH^gO^  exists  in  the  leaves  of  the  bearberry  (Arbuhis 
Vra-urst),  from  which  it  is  obtained  in  the  same  way  as  salicin  from 
willow-bark.  It  is  freely  soluble  in  water,  and  crystallizes  in  needles 
having  a  bitter  taste.  Emulsin  or  dilute  acids  decompose  it  into 
glucose  and  hydroquinone  : — 
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C,&J6h)  }  0  +  H2O  =  C.Hj,0,  +  C,H,(OH), 

Concentrated  nitric  acid  converts  it  into  diuitro-arbutin,  which  by- 
boiling  dilute  sulphuric  acid  is  resolved  into  glucose  and  dinitrohydro- 
quinone. 

Phlorizin  G^^ofi^^  +  2H2O  occurs  in  the  root-bark  of  the  apple, 
pear,  plum,  and  cherry-tree,  and  is  obtained  by  exhausting  the  bark 
with  hot  dilute  alcohol  It  crystallizes  from  boiling  water  in  silky 
needles,  possessing  a  bitter  taste.  On  heating  it  loses  water  and  melt« 
at  lOS**.  On  boiling  it  with  dilute  acids  it  splits  up  into  glucose  and 
phloretin : — 

C21H24O10  +  2H2O  =  CgHijOg  +  CuH^gOe 

Phloretin  G^^nO^  forms  crystalline  scales  ;  boiling  alkalis  decom- 
pose it  into  phloretic  acid  CgH^(OH)C3H502  (page  395)  and  phloro- 
glucin  CeH3(0H),  (page  344). 

Phlorizin  has  therefore  the  following  constitution  : — 

CeH,A|0 
CeH3(0H) 

CeH,(0H)C2H^.C0  {  ^ 

JEsculin  C21H24O13  exists  in  the  bark  of  the  horse-chestnut  and 
other  trees  of  the  genera  JSsculus  and  Pavia,  It  is  sparingly  soluble 
in  cold  and  more  freely  in  hot  water,  and  crystallizes  in  colourless 
needles  having  a  bitter  taste.  Its  aqueous  solution,  even  if  very 
dilute,  exhibits  a  beautiful  sky-blue  fluorescence.  By  boiling  dilute 
acids  or  emulsin  it  is  decomposed  into  glucose  and  sesculetin : — 

C21H24O13  +  3H2O  =  2CgHi20g  +  CgHgO^ 

jEsctdetin  CgH-O^  is  also  found  in  the  free  state  in  the  bark  of  the 
horse-chestnut.  It  is  sparingly  soluble  in  water,  and  forms  needles 
having  a  bitter  taste.  Boiling  potash  decomposes  it  into  formic  acid, 
oxalic  acid,  and  protocatechuic  acid  CgH3(OH)2C02H. 

Quercitrin  C33H30O7  is  the  colouring  matter  of  "  quercitron  "  (the 
bark  of  Queries  tinctoria),  and  occurs  also  in  the  flowers  of  the  horse- 
chestnut.  It  is  sparingly  soluble  in  water,  and  fonns  small  yellow 
crystals.  By  boiling  it  with  dilute  sulphuric  acid  it  yields  isodulcite 
(page  280)  and  quercetin, 

Quercetin,  or  Flavin  C27H20O12,  exists  also  in  the  free  state  in  the 
common  heather,  in  tea,  ana  the  root-bark  of  several  trees.  It  is 
sparingly  soluble  in  water,  and  sublimes  in  yellow  needles.  When  it 
is  heated  with  caustic  potash  different  products  are  formed,  among 
which  have  been  found  phloroglucin,  protocatechuic  acid,  and  qtcerci- 
meric  acid  CH3(OH)(C02H)2,  which  crystallizes  in  thick  prisms,  and 
gives  with  ferric  chloride  a  bluish-black  colour. 

The  following  compounds  have  great  resemblance  to  quercitrin; 
they  yield  as  products   of   decomposition   quercetin  and  peculiar 
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sugars,  which  are  different  from  isodulcite.  Rutin  exists  in  capers 
and  the  common  rue ;  Melin  is  the  colouring  matter  of  Persian  berries, 
and  Rohinin  occurs  in  Robinia  pseud-acacia, 

Carminic  Acid  G^^'R^Jiy^  is  found  in  cochineal  and  in  the  flowers 
of  Monarda  didyma.  It  is  prepared  by  exhausting  cochineal  with 
boiling  water,  and  precipitating  the  solution  with  lead  acetate.  The 
precipitate  is  well  washed,  and  decomposed  by  hydrogen  sulphide; 
on  evaporating  the  filtrate  at  a  low  temperature,  carminic  acid  is  ob- 
tained as  an  amorphous  brownish-purple  mass.  Its  salts  are  purple 
or  red;  the  splendid  pigment  "carmine"  is  the  aluminium-com- 
pound. 

When  carminic  acid  is  boiled  with  dilute  sulphuric  acid  it  is  re- 
solved into  a  non-fermentable  sugar  and  carmin-red  C^^H^fi^,  which 
is  a  weak  acid,  and  diss9lves  in  water  with  a  red  colour. 

When  heated  with  strong  nitric  acid,  carminic  acid  yields  oxalic 

acid  and  nitrococcusic,  or  trinitrocrcsotic  acid  Cg(N02)30H-j  p/^Vr 

+  HgO,  crystallizing  in  large  silvery  plates,  and  forming  very  explo- 
sive salts.  On  heating  it  with  water  to  ISO"*  it  is  resolved  into  carbon 
dioxide  and  trinitrocresol,  which  is  identical  with  that  obtained  from 
coal  tar-cresol. 

By  fusing  carminic  acid  with  potjtsh  it  yields  acetic,  oxalic,  and 
succinic  acids  and  coccinin  C^^Hj^Og,  a  yellow  crystalline  body. 

Rujicocdn  CigHj^Og  is  obtained  Dy  heating  carminic  acid  (or  car- 
mine) with  sulphuric  acid  to  140°.  It  is  a  red  crystalline  powder, 
wliich,  when  heated  with  water  under  pressure,  is  converted  into 
orange-red  needles,  and  dissolves  in  alkalis  with  a  red  colour.  By 
heating  it  with  zinc-dust  the  hydrocarbon  CigH,,  is  obtained,  sub- 
liming in  white  plates,  melting  at  188'',  and  yielding  by  oxidation  a 
yellowish-white  quinone.     This  hydrocaibon  is  probably  a  derivative 

of  anthracene,  having  the  constitution  C^^Hg^  | 

Ruficarmin  CigH^gOg  has  been  produced  by  heating  carmine  with 

water  to  200°.  It  is  a  carmine-red  powder,  which  is  insoluble  in 
water  but  dissolves  freely  in  alcohol. 

Indican  G^^^^fi^  occurs  in  all  the  plants  yielding  indigo,  and 
sometimes  in  urine,  and  forms  a  pale-brown  syrupy  liquid,  having  a 
bitter  taste.  By  the  action  of  ferments  or  dilute  acids  it  is  decom- 
posed into  indigotin,  a  kind  of  sugar,  and  other  products. 

Frangulin  G^^Oy^  is  prepared  by  exhausting  the  bark  of 
Rhamnus  frangula  with  alcohol.  It  is  a  lemon-yeUow  crystalline 
powder,  which  dissolves  in  alkalis  with  an  intense  cherry-red  colour, 
and  is  by  boiling  hydrochloric  acid  resolved  into  glucose  and  frangulic 
acid  0?age  451)  :— 

Rubianic  Add,  or  Ricbcrythric  Acid  C^qR^O^^,  exists  in  the  fresh 
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madder-root  and  in  Morinda  citrifolia.  It  is  obtained  by  exhausting 
the  root  with  water,  and  adding  lead  acetate  to  the  solution  to  pre- 
cipitate several  acids  and  other  bodies.  The  filtrate  gives  with  basic 
lead  acetate  a  precipitate  of  lead  rubianate,  which  is  decomposed  by 
hydrogen  sulphide.  It  crystallizes  in  silky  yellow  needles  ;  by  boil- 
ing it  with  dilute  alkalis  or  acids  it  is  resolved  into  alizarin  and 
glucose.  The  same  decomposition  is  caused  by  the  action  of  a 
ferment,  which  is  contained  in  the  root,  and  has  been  called  eryth- 
Tozyme : — 


TANNIC   ACIDS. 

These  compounds  form  a  group  of  bodies  which  are  widely  diffused 
through  the  vegetable  kingdom.  They  are  soluble  in  water,  and  have 
an  acid  reaction  and  a  very  astringent  taste.  With  ferric  chloride 
they  yield  bluish-black  or  green  precipitates,  and  with  gelatin  they 
form  an  insoluble  compound.  They  also  combine  with  animal  skin, 
which  thereby  acquires  the  property  of  resisting  putrefaction.  For 
these  reasons  tannic  acids  or  the  materials  in  which  they  occur  are 
largely  employed  in  the  preparation  of  leather,  ink,  in  dyeing  and 
printing,  &c. 

Tannin,  or  Oallotannic  Add,  occurs  in  quantity  in  nutgalls,  and 
exists  also  in  sumach  {Ehus  coriaria)  and  some  other  plants.  To  pre- 
pare it,  powdered  nutgalls  are  exhausted  with  conmiercial  ether ;  the 
solution  soon  separates  into  two  layers,  the  upper  one  consisting 
chiefly  of  ether,  and  the  lower  one  of  a  syrupy  solution  of  tannin  in 
water,  containing  some  ether.  On  evaporation,  tannin  is  left  behind 
as  an  amorphous,  porous,  and^friable  mass.  It  is  freely  soluble  in 
water,  less  in  alcohol,  and  only  sparingly  in  ether.  With  ferric  salts 
it  gives  a  bluish-black  precipitate,  and  with  tartar-emetic  a  white  one. 
It  precipitates  also  the  solutions  of  most  alkaloids,  of  starch,  gelatin, 
albumen,  &c. 

When  tannin  is  boiled  with  a  dilute  mineral  acid  it  assimilates 
water,  and  yields  gallic  acid  and  glucose.  The  same  decomposition 
takes  place  when  powdered  nutgalls  are  moistened  with  water  and 
exposed  to  the  air. 

The  formation  of  gallic  acid  is  generally  explained  by  the  equa- 
tion : — 

CarHjaOn  +  4H,0  =  G,R,fi,  +  SC^Rfi, 

Eecent  researches  have  however  shown  that  commercial  tannin  con- 
tains a  large  quantity  of  digallic  acid  (page  373),  which  by  the  as- 
similation of  water  is  also  converted  into  gallic  acid.  On  the  other 
hand,  there  cannot  be  any  doubt  that  tannin  contains  a  glucoside  of 
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gallic  acid  or  digallic  acid,  because  sugar  has  been  obtained  from  it, 
and  alcohol  is  formed  by  the  fermentation  of  nutgalls. 

Caffectannic  Acid  Ci^H^gOg  exists  in  coffee  and  Paraguay  tea  ;  it  is 
a  yellow  brittle  mass,  which  does  not  precipitate  a  solution  of  gelatin, 
and  gives  with  ferric  chloride  a  green  precipitate.  On  boiling  it  with 
potash  it  yields  a  sugar  and  caffeic  acid  CgH3(OH)2C2H2.COjH 
(page  397). 

Quinotannic  Acid  is  a  substance  resembling  tannin,  and  exists  in 
combination  with  quinine  and  other  alkaloids  in  Cinchona-barks.  It 
gives  with  ferric  chloride  a  green  precipitate,  and  on  boiling  it  with 
an  acid  it  yields  a  sugar  and  cinchona-red  CggH^gO^^,  which  also 
occurs  in  the  free  state  in  the  barks ;  it  is  a  brownish-red  amorphous 
body,  having  acid  properties.  By  fusing  it  with  potash  it  yields 
acetic  acid  and  protocatechuic  acid. 

Quercotannic  Acid  is  found  in  the  bark  of  the  oak,  and  forms  a 
yellowish-brown  mass,  which  precipitates  ferric  salts  deep-blue,  and  is 
resolved  by  boiling  dilute  acids  into  a  sugar  and  amorphous  qttercus- 
red ;  on  fusing  this  body  with  potash,  phloroglucin  and  protocatechuic 
acid  are  produced. 

Similar  tannic  acids  occur  in  the  roots  of  Tornuntilla  officinalis^ 
Kranieria  triandra,  and  Aspidiuin  Filix-mas,  They  are  resolved  by 
dilute  acids  into  sugars  and  red  amorphous  bodies,  yielding,  by  fusing 
with  potash,  phloroglucin  and  protocatechuic  acid. 

Catechutannic  Acid  is  a  body  resembling  tannin,  and  is  contained 
in  "  catechu,"  a  brown  extract  which  is  prepared  in  India  from  Acacia 
Catechu  and  other  trees.  It  precipitates  gelatin  and  yields  a  dirty- 
green  precipitate  with  ferric  chloride.  Catechu  contains,  besides-4his 
acid,  a  crystalline  body  called  catechin  C^^H^gOg,  which  exists  in 
larger  quantity  in  the  catechu  from  Nauclea  Gamhir,  It  colours  ferric 
salts  green,  and  reduces  the  solutions  of  the  noble  metals.  When 
heated  it  yields  pyrocatechin,  and  when  fused  with  potash  it  is  de- 
composed into  phloroglucin  and  pyrocatexjhuic  acid. 

Kinotannic  Acid  forms  the  principal  constituent  of  "  kino,"  a  red- 
dish-brown extract,  which  is  prepared  from  the  juice  of  Pterocarpus 
erinaccus  and  Coccoloba  uvifera.  It  gives  with  ferric  salts  a  green 
precipitate,  and  yields  phloroglucin  when  it  is  fused  with  potash. 

Moritannic  Acid,  or  Maclurin  C^gH^gO^  +  HgO,  is  the  colouring 
matter  of  "  fustic,"  or  the  wood  of  Moras  tinctoria,  and  separates  from 
a  hot  aqueous  solution  as  a  yellow  crystalline  powder.  It  colours 
ferric  salts  green,  and  is  resolved  by  potash  into  phloroglucin  and 
protocatechuic  acid. 

Fustic  contains  also  morin  C^gHgOj^,  which  is  sparingly  soluble  in 
water,  and  crystallizes  in  pale  yellow  needles.  By  the  action  of 
sodium-amalgam  and  water  it  is  converted  into  phloroglucin. 

C.^HgO,  -h  H,0  +  H^  =  2C,H,03 

Scoparin  G^-^^fiio  exists  in  the  common  broom  {Spartium  sco- 
parium),  and  separates  from  alcphol  in  small   colourless   crystals. 
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which  dissolve  in  alkalis  with  a  greenish-yellow  colour,  and  on 
boiling  this  solution  down,  phloroglucin  and  protocatechuic  acid  are 
produced. 


GLUCOSIDES  YIELDING  PRODUCTS  OF  UNKNOWN  CONSTITUTION. 

Fraxin  Cg^Hg^O^  is  found  in  the  bark  of  the  ash  and  horse  chest- 
nut-tree, and  forms  colourless  needles,  which  are  sparingly  soluble  in 
water,  and  jrield  a  fluorescent  solution.  Dilute  acids  resolve  it  into 
sugar  and  crystalline  Fraxeiin  Cj^HgOg. 

Pinipicrin  CggHj^Ou  is  contained  in  the  bark  and  needles  of  Pimis 
sylvestris  and  of  Thuja  occidentalis.  It  is  a  yellow,  amorphous,  bitter 
powder,  which  by  dilute  boiling  sulphuric  acid  is  resolved  into  sugar 
and  ericinol  C^oS^fi,  a  pale  yellow  oil  possessing  a  strong  aromatic 
smell,  and  which  is  also  obtained  by  distilling  the  leaves  of  Ledum 
palustre,  Bhododendran  f&rruffineum,  Calluna  vulgaris,  and  other 
Ericacece  with  water. 

Convolvulin  CgiBL^Ojg  is  the  active  principle  of  jalap,  and  forms  a 
resinous  mass,  whicn  is  soluble  in  alcohol  and  in  alkalis;  the  lattei- 
solution  contains  bibasic  convolvulic  acid  G^^H^fi^^,  an  amorphous, 
sour  substance,  which  is  soluble  in  water.  These  two  .compounds  are 
converted  by  the  action  of  acids  or  emulsin  into  sugar  and  convol- 
vulinol  CigHg^Og,  which  combines  with  alkalis,  forming  monobasic 
convolvulinolic  acid  CigHj-O^  which  is  sparingly  soluble  in  water,  and 
crystallizes  in  small  needles.     Nitric  acid  oxidizes  it  to  ipomic  acid 

Jalapin  C^TI^O^q  is  a  homologue  of  convolvulin,  and  exists  in  the 
jalap  from  Convolvulus  orizabensis.  It  has  great  resemblance  to  con- 
volvulin, yielding  sugar  and  jalapinol  C^gHj^jOj,  which  by  alkalis  is 
converted  into  jalapinolic  acid  C^gllgjO^  and  by  nitric  acid  into 
ipomic  acid. 

Similar  resinous  glucosides  exist  in  other  plants  of  the  same 
order ;  the  root  of  Ipomosa  Turpethum  contains  tuipethin,  and  that  of 
Convolvulus  Scammonia  a  compound  called  scammonin, 

Helleborein  Cj^H^Oig  is  contained  in  the  root  of  the  Christmas-rose 
{Hclleborus  niger).  It  crystallizes  from  water  in  small  needles,  and  is 
a  narcotic  poison.  With  dilute  acids  it  yields  sugar  and  amorphous 
hellehoretin  Ci^EL^Oj. 

Helleborin  CggH^gO^  is  found  together  with  some  helleborein  in  the 
root  of  Hellehoi^us  viridis.  It  is  insoluble  in  water,  and  forms  glisten- 
ing needles.  It  is  a  powerful  poison,  and  by  boiling  it  with  an  acid 
is  resolved  into  sugar  and  amorphous  helleboresin  C^'Bi^O^, 

Saponin  C^^^bfiis  is  contained  in  the  root  of  Saponaria.  ojicinalisy 

Gypsophila  Struthium,  Agrostema  Githago,  and  different  species  of 

Lychnis,  in  Polygala  Senega,  in  the  seeds  of  the  horse-chestnut,  and 

many  other  plants.      It  is  a  white  amorphous  powder,  having  a 

C  H  a 
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sweetish  astringent  taste.  Its  dust  produces  violent  sneezing,  and  its 
aqueous  solution,  when  shaken,  froths  like  a  soap- solution.  Fuming 
hydrochloric  acid  resolves  it  into  an  amorphous  sugar  and  sapogenin 

^14^2204* 

Calncin  C^H^Oig  is  found  in  the  cainca-root  {Ghiococcu  racemosa), 

and  ciystallizes  in  slender  prisms.     Hydrochloric  acid  decomposes  it 

into  sugar  and  caxncetin  C22H3^03,  which  when  fused  with  potash  is 

resolved  into  butyric  acid  and  caincigenin  Cj^Hj^Og. 

Chinovin  Cj^H^Og  has  been  found  in  China  nova  and  other  cin- 
chona-barks. It  is  an  amorphous  powder,  which  is  insoluble  in 
water,  and  by  boiling  it  with  an  acid  yields  mannitane  and  chinovic 
acid  CgiHsftO^,  which  is  insoluble  in  water,  sparingly  soluble  in  boil- 
ing alcohol,  and  forms  a  white  crystalline  powder.  It  is  a  bibasic 
acid,  and  apparently  homologous  with  the  phthalic  acids. 

Glycyrrhicin,  or  Liqiuyrice-sugar  C24^86^9>  ^^  ^^®  sweet  principle 
contained  in  the  root  of  the  common  liquorice,  and  is  prepared  by 
precipitating  an  aqueous  infusion  of  the  root  with  basic  lead  acetate, 
and  decomposing  the  washed  precipitate  with  hydrogen  sulphida  It 
is  a  yellowish  amorphous  powder,  having  a  sweet  and  acrid  taste. 
When  boiled  with  a  dilute  acid,  it  is  resolved  into  sugar  and  resinous 
glyeyrretin, 

Dajyhnin  CgiHj^Oig  +  4H2O  is  found  in  the  bark  of  the  mezereon 
and  other  species  of  Daphne.  It  is  almost  insoluble  in  cold  water, 
and  crystallizes  from  a  boiling  solution  in  colourless  prisms.  Dilute 
acids  decompose  it  into  sugar  and  daphnetin  G^gH^fig, 

Digitali7i  is  a  most  violent  poison,  existing  in  the  common  foxglove, 
and  forms  an  amorphous  powder  liaving  an  intensely  bitter  taste.  Its 
composition  is  not  known  ;  acids  resolve  it  into  sugar  and  amorphous 
digiialretin.  • 

Anliariii  is  the  active  principle  of  the  arrow-poison  of  Java,  which 
is  prepared  from  the  milky  juice  of  Antiaris  toxicaria.  It  forms 
colourless  crystals,  and  is  soluble  in  water  and  alcohol.  It  has  not 
been  analyzed  ;  acids  convert  it  into  sugar  and  a  resinous  substance. 

Cyclaviin  Gof^i^fiio  occurs  in  the  tubers  of  Cyclamen  curopceum, 
and  is  resolved  into  sugar  and  cyclamiretin  G^^H^qOq. 

Ononin  G<^^0^^  is  contained  in  the  root  of  Ononis  spinosa,  and  is 
decomposed  by  boiling  hydrochloric  acid  into  sugar  and  foT7)ionatin 
C24H22O7,  which  by  alkalis  is  resolved  into  ononctin  G^Jd^  and 
formic  acid. 

Conifcrin  occurs  in  the  cambial  liquid  of  the  Coniferm,  and  has 
been  resolved  into  sugar  and  a  resin. 

Menyanthin,  which  is  found  in  Menyanthcs  trifoliata,  yields  with 
acids  sugar  and  inenyanthol  CgHgO,  which  is  a  liquid  resembling  oil 
of  bitter  almonds,  and  when  exposed  to  the  air  is  oxidized  to  an  acid 
of  unknown  composition. 

Polychr(nt€  C^H^j^Oig  is  the  colouring  matter  of  saffron,  and  forms 
an  amorphous,  deliquescent,  ruby-red  mass.  Wlien  boiled  with  a 
dilute  acid  it  yields  sugar,  crocin,  and  a  volatile  oiL    Crocin  CjgHjgO^ 
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is  a  red  powder,  which  is  insoluble  in  water,  but  dissolves  in  alcohol 
and  alkalis.  The  volatile  yellow  oil  has  the  composition  Ci^HigO, 
and  smells  strongly  like  saffron. 


ANIMAL  GLUCOSIDES. 

Chitin  CgHj^NOg  is  the  principal  constituent  of  the  homy  cover  of 
beetles  and  crustaceans.  To  prepare  it,  the  wing-cases  of  the  cock- 
chafer are  exhausted  successively  with  boiling  water,  dilute  potash, 
dilute  hydrochloric  acid,  alcohol,  and  ether.  Chitin  is  left  behind  as 
a  colourless,  translucent  mass.  With  concentrated  sulphuric  acid  it 
forms  a  colourless  solution,  which,  when  diluted  with  water  and 
boiled,  contains  ammonia,  a  fermentable  sugar,  and  other  products. 

Cerebrin  CiynggNOg  is  a  constituent  of  the  brain,  and  prepared  by 
exhausting  brain  with  boiling  water,  which  removes  inosite,  volatile 
fatty  acids,  lactic  acids,  creatine,  uric  acid,  and  other  bodies.  The 
residue  is  then  treated  with  boiling  ether,  which  dissolves  cholesterin, 
lecithin,  and  cerebrin,  which  latter,  being  insoluble  in  cold  ether, 
separates  out  on  cooling.  It  is  a  light,  amorphous  powder,  without 
taste  or  smell ;  with  boiling  water  it  forms  a  gelatinous  mass,  and 
boiling  dilute  acids  convert  it  into  sugar  and  other  unknown  bodies. 


ARTIFICIAL  BASES  FROM   VARIOUS   SOURCES. 


BASES   FROM  ANIMAL  OIL. 


Pyridine 
ricoline 
Lutidine 
CoUidine 


.  C5  Hg  N 
.  Cg  Hy  N 


Parvoline . 
Coridine  . 
Bubidine  . 
Viiidine    . 


C9  HjjN 
CuH„N 


These  bases  occur  in  "Dippel's  oil"  (Oleum  animale  Dippelii), 
which  is  produced  by  the  dry  distillation  of  bones  and  other  animal 
matter,  and  occur  also  in  coal-tar.  They  differ  from  the  isomeric 
aromatic  amido-compounds  by  being  tertiary  bases,  which  combine 
with  the  iodides  of  the  alcohol-radicals  to  form  compound  ammonium 
iodides.  Their  hydrochlorides  yield  with  the  chloride  of  gold  and 
platinum  double  salts  which  readily  crystallize. 

Pyridine  CgHgN  exists  also  in  the  products  of  combustion  of 
tobacco  ;  it  is  a  limpid  liquid,  which  is  soluble  in  water,  possesses  a 
strong  and  persistent  odour,  and  boils  at  117°.  It  is  also  produced, 
but  in  a  small  quantity  only,  by  treating  an  alcoholic  solution 
of  amido-azonaphthalene  with  hydrochloric  acid  and  tin  and  by  the 
action  of  phosphorus  pentoxide  on  amyl  nitrate : — 

C^HiiNO,  =  3H2O  +  C^H^N 

H  H  2 
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It  forms  a  sulphonic  acid  with  fuming  sulphuric  acid,  and  by  add- 
ing potash  to  a  solution  of  pyridine-ethylammonium  hydroxide  a  red 
body  is  gradually  formed,  dyeing  a  beautiful  red  shade  on  silk. 

Sodium  converts  p)rridine  into  bases  which  are  richer  in  hydrogen, 
and  into  dipyridine  C^qHi^Nj,  which  forms  colourless  crystals  melting 
at  108°.  It  yields  crystallizable  salts,  and  is  not  acted  on  by  concen- 
trated nitric  acid. 

Picoline  CgHyN  is  a  liquid  resembling  pyridine,  and  boiling  at  135°. 
It  has  been  obtained  artificially  by  the  dry  distillation  of  acrolein- 
ammonia : — 

CeH^NO  =  CeHyN  +  H^O 

and  by  heating  propenyl  tribromide  with  alcoholic  ammonia ;  first 
dimonobromallylamine  is  formed,  which  by  the  further  action  of  am- 
monia is  converted  into  picoline  : — 

CeH^BrgN  =  CflH^N  +  2HBr 

Zuttdine  CyHjjN  is  a  liquid  resembling  picoline,  and  boils  at  154*. 

Collidine  CgH^iNj  is  an  oily  liquid  boiling  at  176°,  and  possessing 
a  powerful  odour,  it  has  been  produced  artificially  by  heating  alde- 
hyde-ammonia with  absolute  alcohol  to  130°.  In  this  reaction  the 
acetaldehyde  is  probably  first  converted  into  crotonaldehyde,  which  is 
then  transformed  into  collidine : — 

2C^HgO,  +  NH3  =  CgHjiN  +  2H2O 

The  same  base  has  been  obtained  by  heating  ethidene  dibromide 
with  aqueous  ammonia  to  160°. 

The  other  bases  belonging  to  this  group  are  also  liquids  possessing 
a  strong  odour ;  their  constitution  is  not  definitely  known,  but  they 
contain  the  nitrogen  only  combined  with  carbon,  and  the  carbon- 
atoms  probably  linked  together  in  a  closed  chain ;  this  appears  the 
more  probable  as  pyridine  has  been  obtained  from  naphthalene,  and 
the  constitution  of  the  first  member  appears  to  be  the  following  : — 

CH 

/X 
HC      CH 


HC      CH 

\  ^ 

N 


BASES  CONTAINED  IN  COAL-TAR. 

Leucoline  .     .     .  C^  H^N  Cryptidine     •     .  CnH^N 

Iridoline     .     .     .  Ci^H^N 
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BASES  FORMED  BY  THE  DESTRUCTIVE   DISTILLATION   OP   ALKALOIDS. 

ChinoliDe .     .  .  Cq  H^  N  Pentahiroline     .  C13H15N 

Lepidine  .     .  .  CjoHq  N  Isoline  ....  Ci^HiyN 

Dispoline  .     .  .  C^iH^N  Ettidine    .     .     .  CigH^gN" 

Tetrahiroline .  .  CigH^gN  Validine    .     .     .  Ci^Hg^N 

Chinoline  CgH^N  has  been  produced  by  distilling  quinine,  cin- 
chonine,  strychnine,  and  other  alkaloids  with  potash.  It  is  a  colour- 
less liquid,  possessing  a  strong  aromatic  odour,  and  boiling  at  220**. 
Its  salts  are  soluble  in  water,  and  crystallize  well.  Fuming  sulphuric 
acid  converts  it  into  chinoliTiesulphonic  acid  CgHgN.SOjH,  forming 
hard,  shining  crystals,  and  yielding  an  amorphous  barium  salt,  which 
is  sparingly  soluble  in  water.  When  bromine-vapour  comes  in  con- 
tact with  chinoline  it  is  converted  into  tribromochinoline  C^H^BrgN, 
crystallizing  in  soft  silky  needles. 

Cyanine  CjgHggNgl. — This  beautiful  compound  is  produced  by 
treating  chinoline-amylammonium  iodide  (CQH^.CgHiJNI  with  caustic 
potash.  It  crystallizes  in  brilliant  plates  having  a  beetle-green  lustre, 
and  dissolving  in  alcohol  with  a  magnificent  blue  colour.  On  dissolv- 
ing it  in  hot  hydriodic  acid  a  colburless  solution  is  obtained,  which  on 
cooling  deposits  yellow  needles,  containing  CjgHj^NjI  +  IH.  With 
other  acids  it  forms  similar  compounds,  which  are  decomposed  by 
boiling  water  into  free  acid  and  the  coloured  salt. 

The  homologues  of  chinoline  are  capable  of  producing  similar  blue 
compounds.  A  mixture  of  the  chinoline  and  lepidine-compound  was 
some  time  ago  used  for  dyeing  on  sillc  a  pure  and  rich  blue,  but  its 
use  has  been  abandoned,  on  account  of  it  being  rapidly  acted  upon  by 
light  and  destroyed. 

Leucoline  was  formerly  believed  to  be  identical  with  chinoline,  from 
which  it  differs  by  boiling  at  238°,  and  not  yielding  a  blue  colour 
with  amyl  iodide  and  potash. 

Chinoline  has  a  great  resemblance  with  pyridine,  and  stands  pro- 
bably in  the  same  relation  to  this  base  as  naphthalene  to  benzene, 
and  its  constitution  would  therefore  be : — 

HC        CH 

/  X/  X 
HC        C        CH 

HC        C        CH 
N        CH 


470  THE  CHEMISTRY  OF 


NATURAL   BASES    OR   ALKALOIDS. 

Many  plants,  and  principally  those  of  medical  or  poisonous  pro- 
perties, contain  basic  compounds  which  are  called  alkaloids.  They 
contain  nitrogen,  and  a  few  of  them  are  volatile,  and  have  great 
resemblance  with  compound  ammonias ;  the  majority,  however,  have 
a  more  complicated  constitution,  and  are  decomposed  by  heat. 

Most  of  them  are  sparingly  soluble  in  water,  more  freely  in  alcohol ; 
the  solutions  have  an  alkaline  reaction,  and  usually  an  intensely 
bitter  taste.  They  combine,  like  ammonia,  with  acids,  forming  crys- 
tallizable  salts,  which  are  more  freely  soluble  than  the  bases.  Their 
hydrochlorides  form,  with  the  chlorides  of  gold,  platinum,  mercury, 
&c.,  crysttilline  double  salts. 

Most  alkaloids  are  precipitated  from  their  solutions  by  tannin,  the 
double  iodides  of  potassium,  and  mercury,  cadmium  and  bismuth, 
phosphomolybdic  acid,  phosphoantimonic  acid,  metatungstic  acid, 
picric  acid,  and  a  solution  of  iodine  in  potassium  iodide.  By  treating 
these  precipitates  with  an  alkali,  the  bases  are  set  free,  and  the  above 
reactions  are  therefore  frequently  made  use  of  in  the  preparation  or 
detection  of  alkaloids. 


VOLATILE   ALKALOIDS. 

Conine  CgHj^N  exists  in  all  parts  of  the  true  hemlock  {Conium. 
riiaculatum),  principally  in  the  seeds,  from  which  it  is  obtained  by 
distilling  them  with  dilute  soda-solution.  The  distillate  is  neutralized 
with  sulphuric  acid,  evaporated  to  the  consistency  of  a  syrup,  and 
then  distilled  with  concentrated  soda. 

Conine  is  an  oily  liquid  having  the  specific  gravity  0*89,  boiling  at 
163°"5,  and  turning  the  plane  of  polarization  to  the  right.  It  pos- 
sesses a  nauseous  and  sharp  taste  and  disagreeable  smell;  it  dis- 
solves to  some  extent  in  cold  water,  and  this  solution  becomes  turbid 
on  heating  it  gently,  conine  being  more  soluble  in  cold  than  in  warm 
water.  When  in  contact  with  air,  it  colours  brown,  and  is  slowly  de- 
composed with  the  formation  of  ammonia ;  the  solutions  of  its  salts 
undergo  a  similar  change.  On  oxidation  it  yields  butyric  acid,  and 
when  nitrogen  trioxide  is  passed  into  it,  a  yellow  thick  liquid  is 
formed,  which  by  water  is  decomposed  into  nitric  acid  and  azocony- 
drine  C8Hjg(N0)N",  a  pale  yellow  oil,  which  is  reconverted  into  conino 
by  the  action  of  nascent  hydrogen  : — 

C8Hie(N0)N  +  2H2  =  CgHi^N  -h  H2O  -h  NH3 

When  azocony drine  is  heated  with  phosphorus  pentoxide,  it  is  re- 
solved into  water,  nitrogen,  and  conylene  CgH^^,  which  is  a  homologue 
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of  acetylene ;  it  is  a  very  refractive  liquid,  boiling  at  126^  and  form- 
ing with  brt)mine  conylene  dihromide  CgHj^Br^,  a  heavy  oil,  possessing 
a  disagreeable,  pungent  smell.  Conylene  is  the  dyad  radical  of 
Conine  C'gHi^.NH. 

Methylconine  CgHj^.NCHg  occurs  sometimes  in  hemlock,  and  is 
readily  prepared  by  the  action  of  methyl  iodide  on  conine.  It  has 
great  resemblance  to  conine,  and  combines  with  methyl  iodide,  form- 
ing crystalline  canine-methi/lammonium  iodide  J^^CoH^^lCH^A, 
which  by  the  action  of  moist  silver  oxide  is  converted  into  the 
caustic  and  alkaline  hydroxide. 

Conydrine  CgHj^ON  exists  also  in  hemlock,  and  forms  colourless, 
iridescent  plates.  It  melts  at  120*'*6,  boils  at  225"*,  and  sublimes 
readily  at  a  lower  temperature.  When  heated  with  phosphorus 
pentoxide  it  is  resolved  into  water  and  conine.  It  forms  crystalline 
salts,  and  is  not  acted  upon  by  nitrogen  trioxide.  By  treating  it  with 
ethyl  iodide  it  forms  conydrine-diethylamine  hydriodide  lS[0^^fi) 
(C2H5VIH. 

Paraconine  CgHigN. — This  isomeride  of  conine  has  been  produced 
synthetically  by  the  action  of  alcoholic  ammonia  on  butyraldehyde, 
which  thereby  is  converted  into  dibtUyraldine  CigH^^ON,  which  is 
isomeric  with  conydrine,  and  is  by  distillation  resolved  into  water 
and  paraconine. 

Paraconine  is  a  liquid  boiling  at  160°  to  170° ;  its  odour  and  taste 
resembling  those  of  conine,  and  its  aqueous  solution  becomes  turbid 
on  heating.  like  conine,  it  is  a  powerful  narcotic  poison,  but  differs 
from  it  by  being  a  tertiary  base  and  possessing  no  rotatory  power. 

The  constitution  of  these  different  compounds  may  be  explained  by 
the  following  formulae  : — 

Conine.  Paraconine. 

CH-CHj-CB^CHg  CH.CHj.CH55.CH8 

II  II 

CH.CH2.CHj.CH=NH  N.CH=CH.CHj.CH8 

Conydrine.  Dibutjrraldin. 

CH.CH2.CH2.CH,  HO.CH.CH2.CHj,CH3 

CH.CH2.CH2.CH<(^5  HN.CH=CH.CH.2CH3 

Nicotine  C^o^^^i^^  occurs  in  the  seeds  and  leaves  of  different  kinds 
of  tobacco.  The  common  sorts  contain  about  8  per  cent,  and 
Havanna  tobacco  only  2  per  cent.  To  prepare  nicotine,  the  leaves 
are  exhausted  with  very  dilute,  warm  sulphuric  acid,  and  the  concen- 
trated solution  distUled  with  potash.  The  distiUate  is  shaken  ^with 
ether,  which  dissolves  the  nicotine ;  on  evaporation  it  is  obtained  as 
an  oil,  which  is  purified  by  distilling  it  over  lime  in  a  current  of 
hydrogen. 

Nicotine  is  a  colourless  oil,  possessing  a  faint  smell  of  tobacco  in 
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the  cold,  but  on  heating  it  becomes  nauseous  and  pungent  It  has 
the  specific  gravity  10+8  at  0°,  and  boils  under  decomposition  at 
250°,  but  volatilizes  without  change  in  a  current  of  hydrogen  at  about 
180°.   It  is  a  bi-acid  base,  forming  salts  which  do  not  crystallize  welL 

Nicotine  is  a  tertiary  amine,  and  forma  with  ethyl  iodide  the  crys- 
talline nicotine-etkylammonium  di-u>dide  N,(CioHn)(C,Hj)jIj,  which 
with  moist  silver  oxide  yields  the  caustic  and  strongly  alkaline 
hydroxide. 

It  combines  with  bromine,  forming  the  compound  CidH-jBr^N^BrH, 
which  crystalliz(?8  in  light-red  prisma,  and  is  convertea  by  boiling 
water  into  dibromonicoti'oe  hydrobromide  CjoH^jBrgNyBrH ;  by  de- 
composing this  compound  with  ammonia,  dioromonieotint  is  obtained, 
crystallizing  from  hot  water  in  long  colourless  needles. 

Nicotinic  Acid  C^oHgNjOj  is  obtained  by  oxidizing  nicotine  with 
faming  nitric  acid  or  chromic  acid  solution.  It  forms  colourless 
crystals,  which  can  be  sublimed,  and  possesses  a.  strongly  acid  tasta 
It  forms  not  only  metallic  salts,  but  combines,  like  an  amido-com- 
pound,  with  strong  acids.  The  hjrdrochloride  2Ci<,HgNj03  +  3HC1 
forms  colourless  prisma,  and  gives  with  platinic  chloride  a  double  salt 
iCioHgNjOj  +  6HC1  +  3Pt01.  +  8H,0,  crystallizing  in  beautiful 
orange-r^,  oblique  prisms.  On  distuling  the  calcium  salt  with  lime, 
nitrogen  is  given  off  Bk^A  pyridine  distils  over. 


ALKALUlDS  OCCURRING   IN   OriUJt, 

Opium  is  the  inspissated  juice  of  the  capsulae  of  the  poppy 
{Papa^er  samni/erum),  and  prepared  in  large  quantity  in  Asia  Minor, 
Turkey,  Egypt,  India,  and  Southern  Germany.  It  is  a  very  compli- 
cated substance,  containing  a  number  of  alkaloids  in  combination  witli 
meconic  and  sulphuric  acids,  and  gummy  and  reainoua  matters,  caout- 
chouc, &c, 

The  beat  opium  from  Smyrna  contains  about  10  per  cent,  of  mor- 
phine.    The  following  opium-alkaloids  are  known : — 

Moiphine  .  .  C,;H,oNOj  Meconidine  .  .  CjjHjsNOj 

Oxymorphine  .  C,JH,dKOj  Laudanoaine  .  .  Cj-II-NO. 

Codeine     .  .  .  Ci^HjiNOj  Ehceadine  .  .  OidH^iNOB 

Thebaine  .  .  .  C^^HjiNOa  Cryptopine  .  .  Cj^H^NOs 

Codamine  .  .  C^H^jNO,  Narcotine .  .  .  C^jH^jNOj 

Laudanine  .  .  Cj^Hj^NO^  Lanthopine  .  .  Cj^Hg^NO^ 

Protopine .  .  .  CboHu,NOj  Narceine   .  .  .  CjjHjsNOb 

Papaverine  .  .  CjiHg^NO, 

Of  these  cnmpouuds  only  morpliine  and  narcotine  exist  in  larger 
quantities  Opium  ia  a  most  valuable  medicine  ;  when  given  in  n 
email  doae  it  acts  aa  a  sedative  and  anodyne,  and  produces  a  quiet 
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sleep,  although  it  increases  the  rapidity  and  fulness  of  the  pulse,  lu 
larger  doses  it  acts  as  a  narcotic  poison,  producing  intense  sleepiness, 
stupefaction,  and  death. 

The  most  violent  poison  is  thebaine ;  then  in  succession  less,  nar- 
ceine,  papaverine,  codeine,  morphine,  and  narcotina 

Morphine  is  prepared  on  the  large  scale  by  exhausting  opium  with 
a  small  quantity  of  warm  water,  and  adding  calcium  chloride  to  the 
solution ;  a  precipitate  of  calcium  meconate  and  sulphate  is  obtained, 
and  the  solution  contains  the  hydrochlorides  of  the  bases.  On  leav- 
ing the  concentrated  solution  to  stand,  the  salts  of  morphine,  codeine, 
and  oxymorphine  crystallize  out,  and  are  separated  by  adding  ammonia 
to  their  aqueous  solution,  by  which  only  morphine  is  precipitated. 

Morphine  Cj-H^gNOg  +  H^O  crystallizes  from  alcohol  in  shining 
prisms,  dissolvmg  in  1000  parts  of  cold  and  500  parts  of  boiling 
water ;  it  is  almost  insoluble  in  ether  and  chloroform,  but  dissolves  in 
caustic  alkalis.  When  heated,  it  loses  the  water  of  crystallization 
and  melts,  forming  a  colourless  liquid,  which  on  cooling  solidifies  to  a 
crystalline  mass. 

Morphine  Hydrochloride  CiyHi^Og-ClH  +  3HjO  dissolves  freely  in 
alcohol  and  boiling  water,  and  crystallizes  in  thin  prisms. 

Morphine  Svlphate  2{G^*j'VL^^0^&0fi^  +  SH^O  is  a  similar  body. 
Morphine  Acetate  is  very  soluble  in  water,  and  does  not  crystallize 
well. 

When  morphine  is  heated  with  potash,  it  yields  methylamine.  By 
adding  ferric  chloride  a  solution  of  a  neutral  salt  of  morphine  of  a 
deep-blue  colour  is  produced,  and  a  solution  of  molybdic  acid  in  con- 
centrated sulphuric  acid  gives  with  dry  morphine,  or  one  of  its  salts, 
a  magnificent  violet  colour,  which  in  the  air  first  turns  into  a  greenish- 
brown,  and  then  becomes  deep-blue.  Morphine  decomposes  iodic 
acid,  iodine  being  set  free,  which  can  easily  be  recognised  by  starch - 
paste.  When  morphine  is  heated  with  strong  sulphmic  acid  to  100°, 
and  a  drop  of  nitric  acid  is  added,  the  liquid  assumes  a  deep  blood- 
red  colour. 

Morphine  and  its  salts  are  much  used  in  medicine ;  they  act  more 
agreeably  than  opium,  and  are  less  exciting,  and  less  liable  to  produce 
nausea  or  headache. 

Apomorphine  CjyHiyNOj  is  produced  by  heating  morphine  with  a 
large  excess  of  hydrochloric  acid  for  some  houra  to  150** : — 

C,,H,,N03  =  C,,Hi,NO,  -h  H,0 

By  decomposing  its  hydrochloride  with  acid  sodium  carbonate,  the 
free  base  is  obtained  as  a  white  amorphous  powder,  which  in  the  air 
rapidly  turns  green.  It  is  more  freely  soluble  in  water  and  ether 
than  morphine ;  the  green  oxidized  apomorphine  dissolves  in  ether 
with  a  splendid  dark-pink,  and  in  chloroform  with  a  violet  colour. 

The  physiological  action  of  apomorphine  is  entirely  different  from 
that  of  morphine ;  a  very  small  dose  of  the  hydrochloride  produces 
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speedy  vomiting  and  considerable  depression,  but  this  soon  passes  ofF 
without  leaving  any  ill  eflfects. 

Oxi/morphinCy  or  Fseicdomarphine  Ci^HjgNO^,  does  not  always  occur 
in  opium,  and  is  obtained  by  heating  morphine  hydrochloride  with 
silver  nitrite.  It  is  a  white  powder,  which  gives  reactions  similar  to 
those  of  morphina 

Codeine,  or  Methyl-vwrphiiu  Cyj'R^y{CTA^lSO^,  is  precipitated  from 
the  concentrated  ammoniacal  solution  by  caustic  soda ;  it  is  freely 
soluble  in  alcohol,  ether,  ammonia,  and  boiling  water,  and  crystallizes 
in  large  transparent  octahedrons.     It  is  also  used  in  medicine. 

When  heated  with  an  excess  of  hydrochloric  acid  on  a  water-bath, 
it  is  converted  into  chlarocodide : — 

C^gH^iNOj  +  HCl  =  C,3H,oClN02  -h  H^O 

Chlorocodide  is  obtained  by  adding  an  alkali  to  the  solution  of  the 
hydrochloride  as  a  snow-white  mass,  which  readily  dissolves  in  alcohol 
and  ether.  On  heating  the  liydrochloride  with  water  to  140°,  codeine 
is  reproduced : — 

HgO  +  Ci7Hi7(CH3)ClN02  =  HCl  -f  G^^IL^^(Gn^){OB)lSO^ 

When  chlorocodide  is  heated  with  hydrochloric  acid  under  pressure 
it  is  resolved  into  methyl  chloride  and  apomorphine  : — 

C,7H,7(CH3)C1N02  =  Ci,H,,N02  +  CH3CI 

Narcotine  C^^^JiCK^^O^  is  partly  left  behind  in  the  "  marc,"  or 
insoluble  portion  of  opium,  from  which  it  is  extracted  with  acetic 
acid.  It  crystallizes  in  small,  glistening,  white  prisms,  melting  at 
ITO"",  and  is  tasteless  and  almost  insoluble  in  water.  It  dissolves 
readily  in  acids,  but  does  not  form  well-defined  salts. 

When  narcotine  is  heated  with  water  to  250°,  it  yields  trimethyl- 
amine,  and  by  heating  it  with  fuming  hydriodic  acid  it  is  resolved 
into  three  molecules  of  methyl  iodide  and  a  new  base  called  nornaco- 
tine  C^jjHi^NO^.  Products  standing  intermediate  between  this  com- 
pound are  formed  by  heating  narcotine  with  hydrochloric  acid  ;  the 
first  product  being  dune  thy  l-nornacotine  03^11^5(0113)2X07,  which  by 
the  further  action  of  the  acid  is  transformed  into  methyl-nornacotine 
C,9H,e(CH3)NO,. 

Above  200°  narcotine  is  resolved  into  meconin  and  cotarnine,  and 
oxidizing  agents  convert  it  into  cotarnine  and  opianic  acid. 

Cotarnine  O^gH^gNOg  is  a  base  crystallizing  from  hot  water  in 
colourless  prisms.  By  the  continued  action  of  hot  dilute  nitric  acid 
it  yields  methylamine  and  cotarnic  acid  O^HigOg,  and  concentrated 
sulphuric  acid  converts  it  into  apophyllenic  acid  OgH^NO^  which 
forms  large  colourless  crystals. 

Mcconine  OjqHiqO^  occurs  also  in  the  free  state  in  opium,  and  crys- 
tallizes from  hot  water  in  brilliant  prisms  melting  at  110°.  It  has 
the  properties  of  an  alcohol,  and  forms  compound  ethers. 

Opianic  Acid  G^q^I^qO^  forms  thin  prisms,  which  are  not  freely 
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soluble  in  water.  It  has  the  properties  of  an  aldehyde,  and  yields  on 
oxidation  Jiemipinic  acid  G^qII-^qOq,  which  is  also  obtained  together 
with  meconin  when  opianic  acid  is  heated  with  potash-solution. 

Hemipinic  Add  G^^^Jd^  crystallizes  in  large  four-sided  prisms, 
which  melt  at  180°,  and  sublime  without  decomposition.  By  heating 
it  with  concentrated  hydriodic  acid  it  yields  oxalic  acid,  methyl 
iodide,  and  two  isomeric  acids  Ci^Hj^Og. 

Opinic  Acid  crystallizes  from  hot  water  in  brilliant  prisms,  and 
gives  with  ferric  chloride  a  lilac  colour. 

Isopinic  Acid  forms  small  warty  needles,  dissolving  more  freely 
than  opinio  acid,  and  yielding  a  deep-blue  colour  with  ferric  chloride. 

Thehame  G^^^^O^  crystallizes  from  dilute  alcohol  in  plates  re- 
sembling benzoic  acid,  and  from  strong  alcohol  in  thick  prisms,  melt- 
ing at  193°.  It  is  a  strong  base  and  a  violent  poison,  producing  tetauus. 
In  concentrated  sulphuric  acid  it  dissolves  with  a  blood-  red  colour. 

By  heating  it  with  hydrochloric  acid  it  is  converted  into  thebenine 
hydrochloridcy  crystaDizing  in  large  laminae  having  a  bitter  taste,  and 
consisting  of  CigHgjNOg.ClH  +  SllgO.  On  adding  normal  sodium 
sulphide  to  its  solution,  thebenine  is  obtained  as  a  white  flocculent 
precipitate,  which  rapidly  oxidizes  in  the  air.  It  is  isomeric  with 
thebaine,  but  differs  from  it,  by  dissolving  in  sulphuric  acid  with  a 
splendid  blue  colour. 

Codamine  CgoHggNO^  crystallizes  from  benzene  in  small  prisms 
melting  at  126°,  and  giving  with  ferric  chloride  or  concentrated 
nitric  acid  a  deep-green  solution. 

Latidanine  G^q'H.^'NO^  forms  small  prisms  melting  at  166° ;  it  gives 
with  concentrated  nitric  acid  an  orange-red  solution,  and  with  ferric 
chloride  an  emerald-green  colour. 

Protopine  CgoHigNOg  forms  small  prisms  melting  at  202° ;  it  gives 
no  colour  with  ferric  chloride,  and  dissolves  in  sulphuric  acid  contain- 
ing ferric  sulphate  with  a  dark-violet  colour. 

Papaverine  C^iHgiNO^  crystallizes  from  alcohol  in  colourless  prisms, 
dissolving  in  hot  sulphuric  acid  with  a  dark-violet  colour ;  on  adding 
water  to  this  solution  brown  amorphous  flakes  separate  out,  dissolving 
in  alkalis  with  a  splendid  purple  colour. 

Nitropapaverine  C2iH2q(N02)N04  +  HgO  is  obtained  by  the  action 
of  strong  nitric  acid  on  papaverine,  and  crystallizes  in  yellowish 
needles.     It  is  a  base  forming  crystalline  salts. 

Meconidine  CgiHgjNO^  is  an  amorphous  mass  which  is  soluble  in 
caustic  potash.  It  forms  amorphous  unstable  salts,  and  dissolves  in 
sulphuric  acid  with  an  olive-green  colour. 

Laudanodne  C2iH27NO^  is  very  soluble  in  ether,  and  crystallizes 
from  benzene  in  beautiful  jvhite  needles  melting  at  89°.  It  dissolves 
in  sulphuric  acid  containing  ferric  sulphate  with  a  brownish-red 
colour,  wliich  on  heating  first  becomes  green  and  then  dark- violet. 

Rhmadine  CgiHgiNOg  exists  in  Papaver  Bhosas,  and  also  sometimes 
in  opium.  It  is  a  tasteless  crystalline  powder,  and  has  no  poisonous 
properties. 
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Cryptopine  CjjHjjNOg  crystallizes  from  alcohol  in  short,  hexagonal 
prisms,  melting  at  217^  Its  salts  taste  bitter  and  cooling  like  pepper- 
mint. In  concentrated  sulphuric  acid  it  dissolves  with  a  deep-violet 
colour. 

Nitrocryptopine  CJR^XSO^'SO^  is  produced  by  the  action  of  dilute 
nitric  acid  crystallizing  nrom  alcohol  in  pale-yellow  plates,  which  are 
coloured  blood-red  by  concentrated  sulphuric  acid. 

Lanthopine  C^sHogNO^  is  very  sparingly  soluble  in  alcohol,  and 
crystallizes  from  chloroform  in  white  prisms.  It  dissolves  in  concen- 
trated sulphuric  acid  with  a  pale-violet  colour,  which  turns  dark- 
brown  on  heating. 

Narceine  CggH-gNOg  is  readily  soluble  in  boiling  water,  and  forms 
colourless  crystcJs;  when  given  in  a  small  dose  it  produces  quiet 
sleep.     Iodine  colours  its  solution  blue,  like  starch-paste. 


ALKALOIDS  OCCURRING  IN  STRYCHNOS-SPECIES. 

Tlie  seeds  of  Strychnos  Niix-vomica  and  Strychnos  Ignativs  contain 
two  very  poisonous  bases. 

Strychnine  C^^jd^  —  The  St.  Ignatius-beans  contain  about 
1-5  per  cent,  of  this  base,  which,  however,  is  generally  obtained  from 
nux  vomica.  These  very  toT]|^  seeds  are  softened  by  boiling  them 
with  alcohol,  powdered,  and  exhausted  with  boiling  dilute  alcohol. 
The  alcohol  is  distilled  off,  and  lead  acetate  added  to  the  residue, 
which  precipitates  foreign  matters.  The  filtrate,  after  being  freed  from 
lead,  is  concentrated,  and  the  alkaloids  precipitated  with  magnesia. 
The  precipitate,  after  standing  for  some  days,  is  collected  on  a  filter, 
and  exhausted  with  boiling  alcohol.  On  cooling,  the  greater  portion  of 
the  strychnine  crystallizes  out;  the  mother-liquor  is  neutralized  with 
nitric  acid  and  concentrated.  On  leaving  it  to  stand,  strychnine 
nitrate  crystallizes  out,  and  is  purified  by  recrystallization. 

Strychnine  crystallizes  in  brilliant  rhombic  prisms,  possessing  such 
an  intensely  bitter  taste  that  it  is  even  perceptible  in  a  solution 
of  one  part  of  the  base  in  one  million  parts  of  water.  In  water  it 
dissolves  but  sparingly,  more  readily  in  clilute  alcohol,  and  very  freely 
in  chloroform ;  in  ether  and  absolute  alcohol  it  is  insolubla  It  forms 
soluble  and  crystallizable  salts,  having  an  intensely  bitter  taste,  and 
being,  like  the  base  itself,  fearful  poisons,  producing  in  a  small  dose 
tetanus  and  death.  The  antidotes  are  moYphine,  atropine,  and  chloral 
hydrate. 

The  least  trace  of  strychnine  can  be  readily  identified  by  moisten- 
ing it  with  pure  concentrated  sulphuric  acid,  and  adding  a  crystal  of 
potassium  dichromate,  when  a  deep-purple  colour  is  produced,  chang- 
ing soon  into  red  and  yellow.  Another  very  delicate  test  is  to  inject 
a  small  quantity  of  a  very  dilute  solution  under  the  skin  of  a  frog ; 
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tetanic  convulsions  will  soon  set  in,  and,  if  the  dose  was  not  large 
enough  to  kill  the  frog,  will  last  for  hours. 

Strychnine  is  a  monacid  tertiary  base ;  strychnint-'tnethylammoniurii 
iodide  (N2(C2iH2202)CH3l  is  a  crystalline  solid,  and  readily  decom- 
posed by  treating  it  with  silver  oxide  and  water ;  the  hydroxide  has 
not  bitter  taste,  nor  does  it,  or  its  salts,  act  as  poison  when  taken  in- 
ternally, but  when  injected  under  the  skin  it  produces  paralysis  like 
curarine  (see  below). 

On  adding  a  solution  of  strychnine  to  alcoholic,  yellow  am- 
monium sulphide,  a  precipitate  is  formed,  consisting  of  orange-red 
needles  having  the  composition  CoiHj^NgOg  +  H^S,.  It  is  decom- 
posed by  dilute  sulphuric  acid,  and  hydrogen  trmUphide  HgSj  sepa- 
rates out  as  a  colourless  oily  liquid. 

Brucine  G^^'H.^fil^fi^  -f  411  fi  occurs  together  with  strychnine  in 
the  seeds  of  Strychnos  Nux-vomica,  and  alone  in  the  bark  of  this 
tree  (fake  Angostura-bark),  It  is  prepared  from  the  mother-liquor  of 
strychnine  nitrate,  by  precipitating  it  with  ammonia,  and  crystallizing 
the  base  from  alcohol  It  forms  colourless  prisms,  which  lose  their 
water  of  crystallization  when  exposed  to  the  air. 

It  is  more  soluble  than  strychnine,  and  has  a  bitter  taste;  its 
poisonous  properties  are  similar  to  those  of  strychnine,  but  it  acts  less 
violently.  With  nitric  acid  it  forms  a  red  solution  which  becomes 
yellow  on  heating,  and  when  now  stannous  chloride  is  added  the 
liquid  assumes  a  deep- violet  colour. 

When  heated  with  sulphuric  acid  and  manganese  dioxide,  it  yields 
methyl  alcohol,  and  concentrated  nitric  acid,  converts  it  into  methyl 
nitrate,  oxalic  acid,  and  cacoteline  CJELJi^O^^ISjd^  a  weak  base, 
forming  yeUow  crystals. 

Brucine  is  a  tertiary  base ;  the  salts  of  brucine-methylammonium 
act  like  the  corresponding  compounds  of  strychnine,  but  less 
eneigetically. 

Curarine  G^^^^  is  the  active  principle  of  the  South  American 
arrow-poison,  which  is  prepared  from  the  milky  juice  of  diflPerent 
species  of  strychnos.  It  forms  colourless  crystals,  having  a  very 
bitter  taste.  When  one  milligram  is  injected  under  the  skin  of  a 
rabbit,  paralysis  very  soon  sets  in,  and  the  animal  dies. 


MiKALOiDS  OCCURBING  IN  CINCHONA-BARKS. 

The  barks  of  difierent  species  of  Cinchona,  which  are  indigenous  to 
the  eastern  slopes  of  the  Andes,  and  are  also  cultivated  in  India  and 
Java,  contain  a  number  of  bases  in  combination  with  quinic  acid. 
The  following  have  been  isolated  : — 

Quinine   .     .  .  C2^,H24N202  Cinchonidine    .  G^^^jd 

Conquinine  .  .  Cg^Hg^NgOj  Paytine    .     .     .  G^^R^^jd^ 

Quinamine  .  .  Cg^H^gNgOj  Paricine  ...  — 

Cinchonine  .  .  Cj^H^^NgO 
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The  most  important  of  these  is  quinine,  wliich  always  occurs., 
together  with  cinchonine.     The  yellow  bark  {Cinchona  Calysaya)  con-  " 
tains  2<to  3  per  cent,  of  quinine,  and  0*2  to  0*3  of  cinchonine ;  while 
the  pale  bark  {Cinchona  Condaminea)  contains  about  0  8  of  quinine, 
and  2  of  cinchonine,  and  the  red  bark  {Cvichom  succirubra),  about 
2  of  quinine  and  1  of  cinchonine. 

Qitinine  GJH^^fi^  +  HgO. — For  the  preparation  of  this  com- 
pound the  yellow  or  red  bark  is  chiefly  used.  It  is  treated  with 
very  dilute  hydrochloric  acid,  and  the  solution  is  precipitated  with 
sodium  carbonate.  The  precipitate  is  washed,  and  after  being  dried, 
exhausted  with  boiling  alcohol.  The  liquid  is  neutralized  with 
sulphuric  acid,  and  the  alcohol  distilled  off;  from  the  residual  liquid, 
impure  quinine  sulphate  crystallizes  out,  which  is  purified  by  dis- 
solving it  again  in  alcohol,  adding  animal  charcoal  to  decolorize  the 
solution,  and  crystallizing  the  sulphate  by  concentrating  the  liquid. 

Ammonia  precipitates  quinine  as  a  powder,  which  dissolves  in 
900  parts  of  cold  water,  and  is  tolerably  soluble  in  ether,  and  freely  in 
alcohol,  crystallizing  from  these  solutions  as  a  powder,  and  from 
chloroform  in  distinct  prisms. 

Quinine  is  a  tertiary  base,  and  forms  several  series  of  salts,  those 
containing  one  equivalent  of  an  acid  are  sparingly  soluble  in  water, 
while  those  containing  more  than  one  equivalent  are  readily  soluble, 
and  form  highly  fluorescent  solutions,  tlie  reflected  light  being  of  a 
sky-blue  colour.    Quinine  and  its  salts  have  an  intensely  bitter  taste. 

Basic  Quinine  Sulphate  2{C^^^fi^^0^^  +  8HoO  is  manu- 
factured on  a  very  large  scale,  and  crystallizes  in  long  brilliant 
needles,  which  soon  lose  some  water,  and  form  a  very  light  crystal- 
line powder.  It  dissolves  in  780  parts  of  cold  water,  and  more  readily 
in  alcohol,  and  in  boiling  water. 

Normal  Quinine  Sulphate  CgoHg^NgOg-SO^Hg  4-  THgO  is  obtained  by  l 
dissolving  the  basic  salt  in  dilute  sulphuric  acid,  and  forms  transa,^  I 
parent  four-sided  prisms,  which  dissolve  in  11  parts  of  cold  water.         f 

Acid  Quinine  Sulpliate  C2qH24N202.2SO^U2  -f  THgO  forms  soft 
white  prisms,  and  is  freely  soluble  in  water ;  its  solution  exhibits  a 
splendid  fluorescence. 

When  the  basic  sulphate  is  dissolved  in  acetic  acid,  and  a  solution 
of  iodine  is  added,  large  thin  plates  separate  out,  consisting  of 
C20H24N2O2.SO4H2.I2 ;  they  appear  almost  colourless  by  transmitted 
light,  but  show  by  reflection  a  brilliant  emerald  colour.  This  beauti- 
ful compoimd  possesses  the  optical  properties  of  turmaline,  and  is 
used  for  optical  experiments,  under  the  name  of  Hcrapathite.  . 

Basic  Quinine  Hydrochloride  C2QH24N2O2.CIH  +  l^HoO  crystallizes 
in  silky  needles. 

Normal  Quinine  Hydrochloride  C^^^^^fi^i^yi^)^,  does  not  crystallize 
well,  and  is  decomposed  by  water  into  the  basic  salt  and  free  acid.  By 
adding  platinic  chloride  to  its  solution,  the  double  salt  C20H24N2OJ, 
(C1H)2  +  PtCl^  +  H2O  is  obtained  as  a  pale-yellow  precipitate,  which' 
on  standing,  changes  into  orange-red  crystals. 
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The  solutions  of  quinine,  and  its  salts,  turn  the  plane  of  polariza- 
tion strongly  to  the  left.  Its  salts  dissolve  in  chlorine-water,  forming 
a  colourless  solution,  which,  on  adding  ammonia,  assumes  a  deep- 
emerald  colour.  If  first  potassium  ferrocyanide  be  added,  and  then 
ammonia,  the  liquid  becomes  deep-red. 

Quinine  and  its  salts  are  powerful  tonics,  and  most  useful  in 
intermittent  fevers. 

ConquininCy  or  Quinidine  CgoHg^NgOg  +  HgO,  is  contained  in 
different  barks,  chiefly  in  that  of  Cinchona'  pitayensis,  and  the  yellow 
barks  from  India.  It  is  conveniently  prepared  from  the  mother- 
liquors  of  quinine  sulphate  ;  on  evaporating  them,  a  resinous  mass  is 
left  behind,  called  quinoidine,  which  is  exhausted  with  ether,  and 
after  the  ether  has  been  distilled  off,  the  residual  solution  is  dissolved 
in  dilute  sulphuric  acid.  The  hot  liquid  is  neutralized  with  ammonia, 
and  precipitated  with  a  solution  of  Eochelle-salt.  The  precipitate 
containing  the  tartrates  of  conquinine,  and  cinchonidine  is  dissolved 
in  a  large  quantity  of  water,  and  the  solution  precipitated  with 
potassium  iodide.  The  conquinine  hydriodide  thus  obtained  is 
decomposed  with  ammonia,  and  the  base  crystallized  from  alcohol. 
It  forms  lai-ge  prisms,  which  dissolve  but  sparingly  in  water,  and 
give  with  chlorine  and  ammonia  the  quinine  reactions.  It  is  as 
powerful  a  tonic  as  quinine,  from  which  it  differs  by  having  a  strong 
right-handed  rotatory  power. 

Qitinicine  G^^^^fi^  is  produced  when  quinine  or  conquinine  is 
heated  with  a  little  dilute  sulphuric  acid  to  130°.  It  is  a  resinous 
mass,  but  forms  crystallizable  salts,  and  has  a  feeble  right-handed 
rotation.     It  appears  to  exist  also  in  the  barks,  and  in  quinoidine. 

Quinamine  CjoH^gNgOg  is  found,  but  only  in  a  very  small  quantity, 

in  the  red  bark  from  India.     It  forms  long,  white,  light  prisms,  and  is 

^  very  sparingly  soluble  in  cold  water,  a  little  more  readily  in  hot 

1  Vljater,  and  freely  in  alcohol,  and  possesses  right-handed  rotatory 

\  power. 

Cinchonine  C20H24N2O. — This  base  is  readily  separated  from 
quinine,  as  it  is  almost  insoluble  in  water,  and  ether,  and  only 
sparingly  soluble  in  alcohol,  one  part  requiring  30  parts  of  boiling 
alcohol.  It  crystallizes  in  brilliant  needles,  and  forms  salts  resem- 
bling those  of  quinine,  but  being  more  soluble  in  water  and  alcohol. 
It  turns  the  plane  of  polarization  strongly  to  the  right,  and  yields 
with  chlorine-water  and  ammonia  a  yellowish  precipitate.  It  is  not 
used  in  medicine,  as  it  has  only  feeble  tonic  properties. 

Oxi/cincho7iine  C22Hp3(OH)N20- — This  isomeride  of  quinine  is 
formed  by  treating  cinchonine  with  cold  bromine,  and  acting  on  the 
monobromocinchonine  thus  formed  with  caustic  potash ;  it  is  a 
crystalline  substance,  which  is  insoluble  in  ether  and  water. 

Cinchonidine  CgoHo^NgO  occurs  in  different  barks,  and  in  quinoidine, 
and  differs  from  cinclionine  chiefly  by  its  strong  left-handed  rotatory 
power. 

Cinchonidne  Cj^Hj^NgO  is  obtained  by  heating  its  isomerides  with  a 
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little  sulphuric  acid  ;  the  base  as  well  as  its  salts  are  very  similar  in 
its  properties  to  quinicine,  and  its  salts. 

Paytine  Cg^Hj^NjOj  +  HgO  has  been  found  in  a  white  bark  from 
Fayta ;  it  forms  white  needles  or  prisms,  and  possesses  left-handed 
polarization.  By  adding  bleaching-powder  to  its  acid  solution,  it 
colours  first  red,  and  then  blue,  but  the  colour  very  soon  disappears. 

Paricine  occurs  in  the  red  barks  from  India,  and  in  other  barks.  It 
is  yellowish-white  powder,  which  readily  dissolves  in  ether  and 
alcohol ;  its  composition  is  not  known. 


ALKALOIDS  OCCURRING   IN  CHELIDONIUM  MAJUS. 

The  common  celandine  contain  two  bases. 

Chelerythrine  CigHj^NO^  exists  also  in  the  root  of  Sanguinarva 
canadensis  and  in  Glatcceum  lutenm.  It  crystallizes  from  alcohol  in 
warty  masses,  possessing  a  very  acrid  taste  ;  it  is  poisonous,  and  its 
dust  produces  violent  sneezing.  Its  salts  have  a  red  colour,  and  give 
with  water  an  orange-red  solution. 

Chelidonine  CigHjyNjOj  -f  HgO  crystallizes  from  alcohol  in  glisten- 
ing plates,  having  a  oitter  taste ;  it  is  not  poisonous,  and  forms 
colourless  salts. 


ALKALOIDS  OCCURRING  IN   VERATStM. 

Veratrine  CgjHgoNgOg  exists  in  the  seeds  of  Veratnim  Sahadilla 
and  in  the  root  of  Veratrum  album.  It  is  almost  insoluble  in  water, 
but  dissolves  in  ether,  and  alcohol,  and  crystallizes  in  white  prisms, 
melting  at  115°,  and  solidifying  again  to  a  resinous  mass.  Veratriu 
is  a  most  violent  poison,  and  its  dust  produces  violent  sneezing. 
With  concentrated  sulphuric  acid  it  forms  a  yellow  solution  which 
gradually  becomes  blood-red. 

Jervine  Cj^jH^NjOj  occurs  only  in  Veratrum  album ,  and  forms 
colourless  prisms ;  its  salts  are  much  less  soluble  than  those  ol 
veratriTie, 


ALKALOIDS   OCCURRING   IN  BERBERIS  VULGARIS. 

Berherin^  C^oHj^NO^  H-  SHjO  exists  in  the  root  of  this  shrub,  and 
also  in  the  roots  of  Cocculus  palmatus  and  Hydrastis  canadensis.  It 
is  soluble  in  water  and  alcohol,  and  crystallizes  in  yellow  needles, 
possessing,  as  well  as  its  yellow  salts,  an  intensely  bitter  taste. 

By  the  action  of  zinc  and  dilute  sulphuric  acid,  it  is  converted  into 
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hydroberherine  CjqHoiNO^,  which  separates  from  an  alcoholic  solution 
in  very  brilliant,  colourless  ciystals. 

Oxyacanthine  occurs  in  the  root  of  berberis,  and  crystallizes  from 
alcohol  in  colourless  prisms,  which,  when  exposed  to  Ihe  sunshine, 
assume  a  yellow  tint;  its  composition  is  not  known. 


BEBEEKINE    CigHg^NOy 

This  base  is  found  in  the  baik  of  the  bebeero,  or  greenhart-tree 
of  British  Guiana  {Nectandra  Hodiei)  and  of  Oeoffroya  jamaicensis, 
and  in  the  trunk  and  roots  of  Cissampelos  Fareira,  and  in  Buoms 
semjpervivens.  It  is  a  colourless  amorphous  powder,  and  insoluble  in 
water,  but  dissolves  in  alcohol ;  its  solution  has  a  very  bitter  taste, 
and  an  alkaline  reaction.  Bebeerine  s^dphate  2(CiQH2iNOg)SO^H2  is 
sometimes  used  as  a  substitute  for  quinine. 


[NE  n] 


PIPERINE  N  \  n^^^n  • 


This  weak  base  exists  in  different  kinds  of  pepper,  and  is  prepared 
by  exhausting  white  pepper  with  alcohol  and  evaporating  the  solu- 
tion ;  the  residue  is  dissolved  in  alcoholic  potash,  and  the  impure 
piperine,  which,  on  concentrating  this  solution,  crystallizes  out,  is 
purified  by  recrystallization  from  alcohol. 

Piperine  forms  colourless,  tasteless,  and  inodorous  prisms ;  its 
alcoholic  solution  possesses  a  shai-p  peppery  taste,  and  a  neutral 
reaction. 

On  boiling  with  alcoholic  potash  it  is  resolved  into  piperidine 
C.H,,N,  and  piperic  add  C^^'H^qO^, 

Piperidine  ^-i  rf    ^^  is  a  colourless  liquid,  which  is  soluble  in 

water,  and  boils  at  106° ;  it  has  a  pungent  and  caustic  taste,  and  an   , 
ammoniacal  and  peppeiy  smell.     It  is  a  powerful  base,  forming 
crystallizable  salts.     When  treated  with  benzoyl  chloride  it  is  con- 

f  C  H 

verted  into  IcnzoyUpiperidiiu  N  -I  n^^lh  ^^^^^^  ^^  ^  compound  corre- 
sponding to  piperine. 

Piperic  Add  G^^^Jd^  is  a  monobasic  acid,  crystallizing  from  hot 
alcohol  in  long  needles,  melting  at  210^  Nascent  hydrogen  converts 
it  into  hydro2np€ric  add  CjoHioO^,  which  consists  of  needles,  melting 
at  64°. 

By  adding  potassium  permanganate  to  a  solution  of  potassium 
piperate,  piperonaldehyde  is  formed : — 

CijHioO,  +  40,  =  CeH,0,  +  C^H^O,  +  2C0,  +  H^O 
C  I  I 
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Piperonaldehyde  C^jH^Og  crystallizes  from  water  in  transparent, 
brilliant  prisms,  melting  at  263°,  and  smelling  like  cumarin;  it 
combines  like  other  aldehydes  with  the  acid  sulphites  of  the  alkali- 
metals. 

Piperonyl  Alcohol  CgHgOj  is  produced  by  the  action  of  sodium- 
amalgam  and  water  on  the  aldehyde,  and  forms  colourless  crystals, 
melting  at  51°. 

Piperonit  Acid  CgHgO^  is  produced  by  the  further  action  of 
potassium  permanganate  on  the  aldehyde.  It  crystallizes  in  long 
needles,  melting  at  228°.  When  it  is  heated  with  dilute  hydrochloric 
acid  to  170°,  it  is  resolved  into  finely  divided  carbon,  and  protocatechuic 
acid.  Phosphorus  pentachloride  converts  it  into  dicliloropiperonyl 
chloride  CyHgClgOg-COCl,  which  yields  with  water  dichloropiperonic 
acid ;  and  the  latter,  when  boiled  with  water,  is  resolved  into  carbon 
dioxide,  hydrochloric  acid,  and  protocatechuic  acid. 

On  the  other  hand,by  heating  protocatechuic  acid  with  potash,  and 
methene  di-iodide  (di-iodomethane),  it  is  converted  into  piperonic 
acid.  These  reactions  prove  that  the  piperonyl  compounds  are  con- 
stituted as  follows : — 


Piperonyl  Alcohol.  Piperonaldehyde. 

CHj.OH  ( COH 

Piperonic  Acid.  Dichloropiperonic  Acid. 

(CO.OH  (CO.OH 


SINAPINE   CjgHggNO^. 

This  base  exists  as  sulphocyanate  in  the  seed  of  white  mustard. 
To  obtain  this  salt  the  crushed  seed,  which  has  been  freed  from  the 
fatty  oil  by  pressing,  is  exhausted  with  alcohol ;  it  is  a  light  crystal- 
line powder,  consisting  of  needles.  The  free  sinapine  is  not  known  ; 
on  boiling  one  of  its  salts  with  water,  the  base  is  resolved  into  choline 
and  bibasic  sinapic  acid  Cj^HjoOg,  crystallizing  from  hot  water  in 
colourless  prisms.  This  decomposition  is  explained  by  the  following 
equation ; — 

Choline. 

^^  {  EaS:5!o.?0  }  ^oH.O  +  2H,0  =  N  {  ^.JJj^^Jj  + 

8iiia[»i('  Acid. 

no.co  I  ,,  TT  n 

HO.CO  f  ^-s'^w^ 
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ATROPINE  CiyH^jNOg. 


This  powerful  poison  exists  in  the  deadly  nightshade  (Atropa 
Belladonna),  and  in  the  thornapple  (Datura  Stramonium),  To 
prepare  it  the  expressed  juice  of  the  flowering  belladonna  is  heated 
to  90°,  filtered,  and  the  liquid,  after  addition  of  potash,  shaken  with 
chloroform.  The  impure  atropine,  which  is  left  behind  by  distilling 
the  chloroform  off,  is  crystallized  from  alcohol.  It  forms  prisms,  having 
a  nauseous  bitter  and  burning  taste,  and  imparting  a  dry  sensation  to 
the  mouth  with  constriction  of  the  throat.  In  a  very  small  dose  it 
produces  headache,  and  dilates  the  pupil  powerfully. 

When  heated  with  baryta-water  it  is  resolved  into  tropic  acid 
(page  394),  and  tropine  CgHisNO,  a  base  crystallizing  in  needles : — 

^  {  ?b'(bfH,OH)C.H,  -^  H,0  =  N  {  CsHuO  ^ 

HO.CO(C2H3.0H)CeH^ 


COCAlfNE   CiyHj^NO^. 

This  compound  is  the  active  principle  of  the  coca-leaves  {Ery- 
throxylon  Coca),  which  are  used  as  a  stimulant  in  Peru.  It  crystal- 
lizes from  alcohol  in  monoclinic  prisms.  When  heated  with  hydro- 
chloric acid,  it  is  resolved  into  methyl  alcohol,  benzoic  acid,  and 
ecgonine  C9H15NO3  a  base  crystallizing  from  water  in  glistening 
prisms  : — 

CHajo 
^u^uO^   XT  -^  2HjO  =  CHyOH  +  CjHi^NO,  +  CeH..CO.OH 
C«H,,CO  { ^ 


PHYSOSTIGBnNE  OR  ESERINE   CigHg^NgOj. 

Tliis  base  is  found  in  the  Calabar-bean  {Physostigma  venosum).  It 
is  a  crystalline  body,  which  is  sparingly  soluble  in  water,  and  freely 
in  alcohol,  and  has  a  strongly  alkaline  reaction.  It  is  a  violent 
poison,  and  produces  a  powerful  contraction  of  the  pupil. 


HYOSCYAMINE  Ci^HgjNOj. 

The  poisonous  principle  of  the  henbane  [ffyoscyamus  niger)  forms 
colourless  thin  prisms,  which  in  the  pure  state  are  odourless,  but. 
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when  impure  possess  a  nauseous  smell.    It  dilates  the  pupil  like 
atropine. 

By  boiling  it  with  baryta-water  it  is  resolved  into  hyosdnic  add 
CjjHj^Oj,  and  a  powerful  crystalline  base  called  hyosdnc  O^HjgN. 


ACONITINE   CjjylljjgNOi^j. 


This  most  violent  poison  exists  in  the  purple  monkshood  {AconiUiin 
Napelhis) ;  it  forms  rhombic  plates,  having  a  sharp  and  pungent  taste. 


COLCHICINE  C17H1JJNO5 

is  a  weak  base  occurring  in  Colcliicum  autuinnalc,  and  forms  an 
amorphous  powder,  possessing  a  very  acrid  taste,  and  producing,  in  a 
small  dose,  vomiting  and  diarrhoea.  On  heating  it  with  dilute  acids, 
it  is  converted  into  the  isomeric  colchicdne,  which  is  a  weak  acid, 
crystallizing  in  needles. 


EMETINE   0301^44^208- 


Tlio  active  principle  of  Ipccacuanlia  is  a  light  greyish  powder, 
having  a   bitter    taste,   and   producing,   in  a  small    dose,   speedy 


vomiting. 


hakmaline  OijHj^X^O. 

This  body  is  extracted  by  acetic  acid  from  the  seeds  of  Peganum 
Ilarmala — a  plant  indigenous  to  tlie  steppes  of  Southern  Eussia — 
and  which  are  used  in  dyeing.  Harmaline  crystallizes  in  rhombic 
octahedrons,  and  forms  salts  having  a  yellow  colour. 

Harming  0^311^2^20  is  obtained  by  oxidizing  harmaline  and  is 
also  contained  in  the  seeds;  it  is  a  base,  and  forms  colourless 
prisms. 


SOLANINE  O^gl-LiNOig. 

This  compound  is  a  weak  base  which  is  found  in  different  species 
of  solanum,  and  chiefly  in  Solanum  nigrum,  and  in  the  shoots  of 
potatoes  which  have  been  kept  in  a  cellar  during  winter.  It  is 
poisonous,  and  crystallizes  in  silky  needles. 
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Solanidine  CggH^^NO. — Solanine  is  a  glucoside,  and  resolved  by 
boiling  dilute  liydrochloric  acid  into  glucose  and  solanidine : 

Solanidine  is  a  stxong  base,  and  crystallizes  from  alcohol  in  long 
silky  needles. 

Besides  these  alkaloids  there  exists  a  large  number  of  others, 
which,  however,  have  been  but  imperfectly  studied,  and  are  not  of 
much  importance.     Of  these  the  following  may  be  mentioned : — 

Coiydaline  C^gHigNO^  occurs  in  the  roots  of  dilferent  species  of 
Cori/dalis,  and  forms  colourless  cr}''stals,  possessing  a  bitter  taste  and 
strongly  alkaline  reaction. 

Cytisine  €241127X30  is  found  in  the  seeds  of  Cytisus  Lctburmim, 
and  forms  colourless  crystals  having  a  caustic  and  bitter  taste,  and 
an  alkaline  reaction. 

Delphinine  C24H35NO2  is  a  yellow  powder  possessing  an  unbearable 
acrid  taste,  and  occurring  in  the  seeds  of  Belphmium  Sfaphisagria, 

Lydne  CgHi^NOg  is  found  in  the  leaves  of  Lycium  barharum,  and 
forms  a  cr}'stalline  deliquescent  mass,  having  a  neutral  reaction  and  a 
pungent  taste. 

Menispennitie  is  a  base  existing  in  the  seeds  of  Meni&pcrmum 
Coccichis;  it  forms  colourless  prisms,  and  appears  not  to  be  poisonous  ; 
the  poisonous  principle  of  the  seeds  being  picrotoxin  (page  487). 


COLOURING   AND   BITTER   PRINCIPLES. 

There  exist,  chiefly  in  the  vegetable  kingdom,  a  large  number  of 
definite  compounds  which  are  neither  glucosides  nor  alkaloids,  and 
are  distinguished  by  characteristic  colours,  or  a  bitter  or  sharp  taste. 
The  following  are  the  more  important  ones  of  this  not  well  defined 
group. 

Alain  C^^H^fi^  is  the  active  principle  of  aloes,  from  which  it  may 
be  extracted  by  cold  water.  On  evaporating  the  solution  in  ramoy 
and  leaving  it  to  stand,  small  pale  yellow  needles  are  obtained,  which 
are  not  freely  soluble  in  water  and  alcohol.  It  has  a  sweetish-bitter 
taste,  and  a  nauseous  smell ;  when  heated  it  melts,  and  solidifies  on 
cooling  to  a  brown  resinous  mass. 

Cold  fuming  nitric  acid  converts  it  into  oxalic  acid,  picric  acid, 
chrysammic  acid,  and  aloetic  acid  C^fi^(^0^^0^  a  yellowish-red 
crystalline  powder,  forming  red  salts,  and  yielding  chrysammic  acid 
by  protracted  boiling  with  nitric  acid. 

Athamanthin  0241X3^^07  is  a  constituent  of  the  unripe  seeds  and 
root  of  Athamanta  Oreoselinum,  and  consists  of  colourless  prisms, 
possessing  a  rancid  smell,  and  a  bitter  and  acrid  taste.    It  forms 
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definite  compounds  with  sulphur  dioxide  and  hydrochloric  acid ;  the 
latter  is  resolved  by  the  action  of  heat  into  valerianic  acid  and 
areoselon  Cj^Hi^Oj,  a  crystalline  body  which  is  soluble  in  alcohol  and 
alkalis.  Boiling  hydrochloric  acid  converts  it  into  oreoselin  G^^^^fi^ 
which  is  also  soluble  in  alkalis  and  alcohol,  and  crystallizes  in 
slender  needles. 

By  treating  athamantin  with  nitric  acid  it  yields  a  yellow  powder 
of  trinitro-athamantin  C2^H27(N02)307,  which  is  insoluble  in  water. 

Peucedanin  G^^^zfie  exists  in  the  ix)ots  of  Peucedanum  officinale 
and  Imperatorium  Obstrvihiiim,  and  ciystallizes  from  alcohol  in 
brilliant  prisms.  On  boiling  with  alcoholic  potash  it  is  resolved  into 
angelic  acid  and  oreoselin. 

(StH^O)'  }  0*  +  2H,0  =  2C,H303  +  C^.H, ,0, 

Concentrated  nitric  acid  converts  it  into  dinitropeucedanin 
G2i^22(^^z)2^6f  'which  forms  colourless  flexible  plates. 

Laserpitin  Cg^Hg^O^  is  contained  in  Lascipitium  millefolium,  and  is 
insoluble  in  water,  but  dissolves  in  alcohol ;  it  forms  brilliant  prisms, 
melting  at  114*',  and  subliming  without  decomposition.  By  the 
action  of  alcoholic  potash  it  is  resolved  into  angelic  acid  and 
amorphous  laserol  Cj^HgoO.. 

Cantharidin  CgH^Og  is  the  active  principle  of  the  Spanish  fly,  from 
which  it  can  be  extracted  by  ether.  It  crystallizes  in  colourless, 
tasteless  and  inodorous  plates,  melting  at  250^  and  subliming  without 
decomposition.  It  dissolves  in  boiling  potash,  forming  the  salt 
C5H-KO3,  which  is  decomposed  by  acids  with  the  formation  of 
cantharidin  and  water. 

Carotin  C^gHo^O  is  found  deposited  as  small  crystals  in  the  cells 
of  the  carrot,  and  crystallizes  from  alcohol  in  small  reddish-brown 
ciystals  possessing  a  fragrant  odour. 

Ilydrocarotin  C^gHg^O  is  also  found  in  carrots ;  it  crystallizes  from 
ether  in  large,  colourless,  rhouibic  plates. 

Chlorophyll  is  the  name  given  to  the  green  colouring  matter  of 
leaves ;  it  is  soluble  in  alcohol,  ether  and  hydrocliloric  acid.  Its 
composition  is  not  known ;  it  contains  no  nitrogen,  but  iron  appears 
to  be  an  essential  constituent. 

Colomlin  CgiHgoOy  exists  together  with  berberin  in  calumba-root, 
and  forms  colourless  crystals,  having  a  bitter  taste. 

Curcumin  Cj^Hj^jOg  is  the  colouring  matter  of  turmeric ;  it  is 
insoluble  in  cold  water,  and  dissolves  sparingly  in  boiling  water, 
freely  in  alcohol ;  the  solution  exhibits  a  green  fluorescence.  It 
forms  brilliant  yellow  crystals  ;  nitric  acid  oxidises  it  to  oxalic  acid. 

Rosocyanin. — AVlien  turmeric  paper  is  moistened  with  solution  of 
boric  acid,  it  assumes,  on  drying,  an  orange  colour,  which  by  alkalis  is 
changed  into  a  pure  blue,  turning  soon  into  grey.  This  reaction  is 
caused  by  the  fornmtion  of  a  peculiar  compound  of  unknown  com- 
position, callod  rosocvpnin.     Tt  is  prppnred  by  boilincr  nn  nlnohnlic 
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solution  of  curcumiu  with  boric  acid  and  strong  sulphuric  acid. 
Rosocyanin  forms  slender  needles,  having  a  green-metallic  lustre, 
and  dissolving  in  alcohol  with  a  splendid  red  colour,  which  on  adding 
a  drop  of  soda  changes  into  a  deep-blue,  and  when  exposed  to  the 
air  turns  grey.  Lime  and  baryta-water  give  with  the  alcoholic 
solution  fine  blue  precipitates. 

Helenin  C^iHggOg  occurs  in  the  root  of  Inula  Selenium,  and 
crystallizes  in  colourless  four-sided  prisms,  which  are  soluble  in 
alcohol.  When  heated  with  phosphorus  pentoxide  it  is  resolved  into 
water,  carbon  dioxide  and  liquid  Helenenc  G^^^a- 

Ivain  C24H42O3  is  found  in  Iva  (Achillea  moschata)  a  plant  growing 
in  the  High-Alps.  It  is  a  yellow  semifluid  resinous  mass,  having 
an  intensely  bitter  taste. 

Ivaol  C24II40O2  is  the  volatile  oil  of  Iva,  and  possesses  a  very 
agreeable  aromatic  odour,  and  bitter  and  warming  taste.  Besides 
these  compounds  Iva  contains  Moscliatin  CgiHg^NOy  and 

Achillein  G^j^^fi^^,  which  is  also  found  in  Achillea  millefolium 
and  forms  an  amorphous  powder.  When  boiled  with  dilute  acids 
it  yields  ammonia,  a  volatile  body  having  a  fragrant  smell,  and 
a^hilletin  Ci^H^yNO^,  a  brown  substance  having  an  aromatic  but 
not  bitter  taste. 

Picrotoodn  G^Jtl^fi^  is  the  poisonous  principle  contained  in  the 
seeds  of  Menispenmis  Coccuhis  and  prepared  by  exhausting  them  with 
alcohol,  and  crystallizing  the  impure  picrotoxin  from  hot  water.  It 
forms  tufts  of  colourless  needles,  having  an  intensely  bitter  taste. 

Qua^iin  G^^^fi^  is  contained  in  the  quassia-wood  {Picraena 
excelsa)  from  Jamaica,  and  forms  thin  colourless  crystals,  which  are 
sparingly  soluble  in  water,  freely  in  alcohol,  and  possess  a  very  bitter 
taste. 

Santonin  CijH^gOg  occurs  in  Scmen-contra  or  worm-seed,  which  con- 
sists of  the  unexpanded  flower-heads  of  Artemisia  Santonica.  To 
prepare  it,  worm-seed  is  boiled  with  milk  of  lime,  and  the  solution 
precipitated  with  hydrochloric  acid.  It  crystallizes  from  alcohol  in 
colourless,  flat,  six-sided  prisms,  having  a  faint  bitter  taste;  when 
exposed  to  sunshine  the  crystals  become  yellow.  Santonin  is  a 
weak  acid ;  the  sodium  salt  2(Ci5H^7Na03)  +  9H2O  crystallizes  in 
colourless,  translucent  plates,  and  is  decomposed  by  boiling  water. 
Santonin  is  used  as  an  anthelminic. 

Turacin  is  the  red  colouring  matter  contained  in  feathers  of  the 
wing  of  the  Turaco  or  plantain -eater,  from  which  it  may  be  extracted 
by  dilute  potash.  Its  composition  is  not  known,  but  it  differs  from 
all  other  red  colouring  matters  by  containing  59  per  cent,  of  copper ; 
the  presence  of  this  metal  can  easily  be  shown  by  the  green  colour, 
which  the  feathers  impart  to  the  colourless  gas-flame ;  the  green 
feathers  of  this  bird  do  not  contain  copper. 
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OOMPOUXDS   CONTAINED    IN    BILE   AND   OTHER    SECRETIONS. 

Bile  contaius  a  number  of  peculiar  compounds,  some  of  tliem 
occuring  also  in  other  parts  of  the  animal  organism. 

Glycocholic  Acid  CgeH^NOg  is  conveniently  prepared  by  evaporating 
fresh  ox-bile  on  a  water  bath  nearly  to  dryness,  exhausting  the  residue 
with  alcoliol  of  90  per  cent.,  evaporating  the  solution,  and  heating 
with  milk  of  lime  to  precipitate  the  colouring  matter.  On  adding 
dilute  sulphuric  acid  to  the  cold  filtrate  and  leaving  it  to  stand, 
glycocholic  acid  crystallizes  out,  which  is  purified  by  pressing  it 
between  filter-paper,  dissolving  the  residue  in  lime-water,  and 
precipitating  the  acid  with  dilute  sulphuric  acid. 

It  crystallizes  in  white  needles,  having  a  bitterish  sweet  taste.  In 
concentrated  sulphuric  acid  it  dissolves,  forming  a  colourless  liquid, 
which  on  adding  a  solution  of  sugar  becomes  violet. 

When  glycocholic  acid  is  boiled  with  dilute  acids,  or  alkalis,  it  is 
resolved  into  glycocoll  or  amidacetic  acid,  and  cholic  acid  Cg^H^oOg, 
which  crystallizes  from  alcohol  in  brilliant  octahedrons.  By  protra!cted 
boiling  with  acids  it  is  converted  into  dyslysin  G^Jl^O^  an  amorph- 
ous, neutral  substance,  whicli  is  reconverted  into  cholic  acid  by  the 
action  of  caustic  potash. 

Taurocholic  Acid  CggH^gNSOy  is  prepared  by  dissolving  fresh 
ox-bile  in  water  and  precipitating  glycocholic  acid,  colouring  matters 
and  other  substances  with  lead  acetate.  To  the  filtrate  a  little  basic 
lead  acetate  is  added,  which  removes  the  remainder  of  the  glycocholic 
acid,  and  then  the  clear  solution  is  precipitated  by  adding  some  more 
lead  acetate  and  ammonia.  The  lead  taurocholate  is  decomposed  by 
hydrogen  sulphide,  and  thus  tlie  free  acid  is  obtained,  crystallizing  in 
fine  silky  needles.  By  heating  it  with  water  it  is  resolved  into 
cholic  acid  and  taurine  (page  192). 

Human  bile  contains  principally  glycocholic  acid,  and  only  a  small 
quantity  of  taurocholic  acid,  which  occurs  alone  in  the  bile  of 
the  dog. 

Hyoglycocholic  Acid  CojH^.jXOg  and  hyotaiirocholic  acid  C27H^NSOg 
exist  in  the  bile  of  the  pig  and  have  been  resolved  into  gycocoU, 
or  taurine  and  hyocJioUc  acid  C^-H^^O^,  a  compound  resembling 
cholic  acid. 

Clienotauroclwlic  Acid  C^^^^Oq  is  homologous  with  hyotauro- 
cholic  acid,  and  occurs  in  the  bile  of  the  goose ;  it  yields,  as  products 
of  decomposition,  taurine  and  chenocholic  acid  €2^3.440^' 

Lithofellic  Acid  CoQHg^O^  forms  the  chief  constituent  of  the  once 
celebrated  "  oriental  bezoar-stones,"  which  are  said  to  be  biliary 
calculi  from  a  species  of  antelope.  It  crystallizes  from  alcohol  in 
small  transparent  six-sided  prisms,  which  with  sulphur  acid  and 
sugar  give  the  same  reaction  as  glycocholic  acid. 
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Cholcslerin  CggH^^O  +  HgO  is  found  in  the  bile,  the  brain  and 
nerves,  in  blood  and  the  yolk  of  eggs,  and  forms  the  chief  constituent 
of  biliary  calculi ;  it  has  also  been  found  in  plants..  From  alcohol  it 
crystallizes  in  small,  brilliant  plates,  and  from  ether-alcohol  in 
l^eautiful  large  plates,  which  are  tasteless,  and  colourless,  and  melt 
at  145^  and  sublime  when  more  strongly  heated. 

Cholesterin  is  d  monad  alcohol,  and  apparently  homologous  with 
cinnyl  alcohol. 

Cholcsteryl  Chloride  Cggll^Cl  is  produced  by  heating  cholesterin 
with  strong  hydrochloric 'acid  and  crystallizes  in  colourless  needles. 

Clwlesterylamine  CggH^j-NHgis  obtained  by  heating  the  chloride  with 
alcoholic  ammonia.  It  crystallizes  in  small  iridescent  plates,  melting 
at  104°,  and  exhibiting  in  the  liquid  state  a  fine  bluish  violet 
Ihiorescence. 

Cholestcnjl  Acetate  C^  H43O.C2H3O  is  formed  by  heating  cholesterin 
with  acetyl  chloride,  and  crystallizes  from  hot  alcohol  in  small 
needles,  melting  at  92°. 

Cholesterijl  Bcnzoate  C^gH^O.CyHgO  is  produced  by  heating 
cholesterine  with  benzoic  acid  in  sealed  tubes  to  200^  It  crystal- 
lizes from  ether  in  small,  thick,  rectangular  i)lates,  melting  at  125^ 

Oxycholic  Acid  Cg^H^O-  is  obtained  by  oxidizing  cholesterin  with 
a  dilute  solution  of  chronuc  acid.  It  is  an  amorphous  mass,  having 
a  bitterish-sweet  taste. 

Isocholesterin  CggH^^O  is  found  together  with  cholesterin  and  fatty 
acids  in  suint.  It  crystallizes  from  ether  in  slender,  transparent 
needles,  melting  at  137^ 

Isocholesteryl  Bcnzoate  CgoH^O.C^HgO  crystallizes  from  acetone  in 
tufts  of  brilliant  needles,  and  from  ether  in  microscopic  needles. 

BUinibin  CigH^gNjOg  exists  in  small  quantity  in  the  bile  of  different 
animals,  and  in  larger  quantity  combined  with  calcium  in  certain 
biliary  calculi,  and  is  best  obtained  from  those  of  the  ox.  It  is 
insoluble  in  water,  sparingly  soluble  in  alcohol  and  ether,  freely  in 
chloroform,  and  forms  dark-red  crystals.  In  alkalis  it  dissolves  with 
a  dark-orange  colour ;  the  salt^  of  other  metals  produce  dark-brown 
precipitates  in  this  solution. 

Biliverdin  Cj^Hg^NgOg. — ^When  an  alkaline  solution  of  bilirubin  is 
exposed  to  the  air  it  turns  green,  and  on  addition  of  an  acid  a  green 
precipitate  is  formed,  cr}'stallizing  from  glacial  acetic  acid  in  green 
rhombic  plates. 

nydrobiliruhin  or  Urobilin  CjgH^^N^Oy  is  produced  by  the  action 
of  sodium-amalgam,  and  water  on  bilirubin,  and  biliverdin,  and 
exists  edso  in  urine,  chiefly  in  the  dark-coloured  one  of  fever-patients. 
It  dissolves  in  alcohol  and  chloroform  with  a  yellowish-red  colour, 
and  in  alkalis  with  a  brown  colour.  By  adding  a  little  zinc  sulphate 
to  its  ammoniacal  solution  the  liquid  assumes  a  red  colour,  and 
.  exhibits  a  green  fluorescence. 

Bilifuscin  G^^^^O^  is  an  almost  black,  glistening,  brittle  mass, 
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dissolving  in  alkalis  and  alcohol  with  a  brown  colour ;  it  is  found  in 
small  quantity  in  biliary  calculi. 

Biliprasin  CigHggNgOg  occurs  in  biliary  calculi,  and  in  the  ox-bile. 
It  is  a  dark-green  powder,  insoluble  in  water,  and  dissolving  in 
alcohol  with  a  green  colour,  and  in  alkalis  with  a  brown  colour. 

When  nitric  acid  :jontaining  a  little  nitrous  acid  is  added  to  an 
alkaline  solution  of  any  of  these  colouring  matters  of  bile,  the  liquid 
first  assumes  a  yellow  colour,  changing  successively  into  green,  blue, 
violet,  red,  and  finally  again  into  yellow. 

Bilihumin  is  a  dark  brown  substance  existing  in  all  biliary 
calculi,  and  which  is  also  the  final  product  produced  by  exposing  an 
alkaline  solution  of  the  other  colouring  matters  of  bile  to  the  air. 

Cystine  CjjHyNSOg  occurs  in  the  form  of  calculi  or  sediment  in  the 
bladder.  On  dissolving  it  in  ammonia,  and  allowing  the  solution  to 
evaporate,  it  is  obtained  in  small,  colourless,  six-sided  plates.  On 
heating  it  with  soda-solution  it  yields  sodium  sulphide,  and  when 
treated  with  zinc  and  hydrochloric  acid  it  gives  off  hydrogen  sulpliide. 
It  has  probably  the  following  constitution  : — C2H3(SH)(NH2)C02H. 

Kynurenic  Acid  CgjjHj^NgOg  exists  in  the  urine  of  the  dog,  and 
forma,  in  the  pure  state,  silver-white  glistening  needles  containing  2 
molecules  of  water ;  it  is  insoluble  in  water,  but  dissolves  in  con- 
centrated acids.  Bari^cm  Kynurcnate  CgoH^gBaNgO^  H-  SHgO  is 
sparingly  soluble  in  water  and  crystallizes  in  glistening  compact 
needles. 

When  kynurenic  acid  is  heated  to  265°  it  melts,  giving  off  carbon 
dioxide,  and  being  converted  into  Kynurinc  C^gH^^NgOg,  crystallizing 
from  warm  water  in  beautiful  transparent  prisms,  melting  at  210°. 
The  hydrochloride  Ci8Hj^N202(ClH)2  +  SHgO  forms  colourless 
needles,  and  yields,  with  platinic  chloride,  the  compound  CigHj^NgOg 
(C1H)2  +  PtCl^,  existing  in  beautiful  crystals. 

Lithuric  Acid  Cj-Hij^NOp. — A  peculiar  kind  of  calculi,  which  are 
voided  with  the  urine  by  oxen  fed  on  the  stalks  of  Indian  corn  in 
Toskana,  consist  of  the  magnesium  salt  of  this  acid  (Cj5Hj8NOg)2Mg  ; 
it  crystallizes  from  boiling  water  in  small  monoclinic,  transparent 
prisms,  which  on  heating  decompose,  giving  oft'  the  smell  of  burnt 
sugar.  .  The  free  acid  crystallizes  from  hot  water  in  fine,  silky,  white 
needles,  melting  at  205^ 

Excrctiii  CojjlIg^jO  is  contained  in  human  faeces,  and  crystallizes 
from  hot  alcohol  in  small  needles.  Bv  the  action  of  bromine  it  is 
converted  into  dihromcxcretin  C2oH84Br20,  crystallizing  from  ether- 
alcohol  in  hard,  globular  masses. 
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ALBUMINOIDS   OR   PROTEIDS. 

These  important  compounds  form  the  chief  parts  of  the  solid  con- 
stituents of  blood,  muscles,  glands,  and  other  organs,  and  occur 
also  in  plants,  principally  in  the  seeds.  Their  constitution  is  com- 
pletely hidden  in  darkness;  from  the  results  of  their  ultimate 
analysis  no  formula  can  be  calculated,  on  account  of  their  high 
molecular  weight,  which,  however,  is  not  known,  as  they  do  not  form 
definite  compounds  with  other  bodies,  and  are  neither  volatile  nor 
crystalline.  It  is  not  even  known  whether  some  of  them  are  pure 
compounds  or  only  mixtures.  They  have  all  a  very  similar  composi- 
tion, and  contain  in  100  parts  : — 

52 — 54  parts  of  Carbon 

7 — 7'3       „        Hydrogen 
13 — 16       „        Nitrogen 
21—26       „        Oxygen 

1—1-6       „        Sulphur 

They  also  always  contain  a  small  quantity  of  calcium  phosphate. 

Most  proteids  exist  in  a  soluble  and  an  insoluble  modification. 
An  aqueous  solution  of  the  soluble  bodies  dries  up  to  a  gum-like 
mjuss,  and  is  precipitated  by  difierent  agents,  the  insoluble  modifica- 
tion separating  out  as  amorphous  white  flakes,  or  curds. 

They  all  dissolve  in  glacial  acetic  acid,  in  a  strong  solution  of 
phosphoric  acid,  in  concentrated  hydrochloric  acid,  and  in  alkalis, 
when  the  acetic  acid  solution  is  diluted  with  much  water  it  yields 
precipitates  with  potassium  ferrocyanide,  ferricyanide  and  platino- 
cyanide.  On  boiling  them  with  hydrochloride  acid  in  contact  with 
the  air,  the  solution  assumes  a  blue  colour,  changing  gradually  into 
violet  and  brown.  When  their  alkaline  solution  is  boiled,  a  part  of 
the  sulphur  is  eliminated  in  the  form  of  an  alkaline  sulphide.  On 
heating  a  proteid  with  a  solution  of  mercurous  nitrate  containing 
nitrous  acid,  it  assumes  a  fine  red  colour,  and  a  similar  colour  is  pro- 
duced by  the  joint  action  of  a  solution  of  sugar  and  sulphuric 
acid. 

When  exposed  to  the  air  in  the  moist  state,  they  rapidly  undergo 
putrefaction,  the  products  consisting  of  ammonia,  ammonium  sulphide, 
carbon  dioxide,  volatile  fatty  acids,  lactic  acid,  amines,  leucine  and 
tyrosine. 

The  two  latter  bodies  are  also  produced  by  boiling  a  proteid  with 
dilute  sulphuric  acid. 

Chromic  acid-solution  oxidizes  them  to  fatty  aldehydes,  acids  and 
nitriles  and  henzaldchydc  and  benzoic  aHd, 

On  heating  tlieni  with  wjiter  and  bromine  under  pressure  they  are 
rpsolved  into  enrhnn  diori/Jp,,  hrcmoform,  bromaretir  aiMy  oxalic  acid, 
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ujipartic  acid,  leucir{e,  leucimiihy  bromanil,  and  amidotribramobefiaaie 
acid, 

Wlieu  heated  with  hydrochloric  acid  and  stannous  chloride,  they 
undergo  a  verj"  simple  decomposition,  being  resolved  into  amnumiOj 
aspartic  acid,  glutamic  acid,  leucine  and  tyrosine, 

Scrum-Alhiimin  exists  in  the  blood  of  vertebrate  animals,  in  chyle 
and  l)miph,  &c.,  and  in  small  quantity  also  in  milk.  In  diseases  of 
the  kidneys  it  appears  in  considerable  quantity  in  urine. 

It  is  prepared  by  diluting  blood-serum  with  a  little  water,  and 
adding  carefully  acetic  acid,  to  precipitate  other  proteids.  The 
filtrate  is  evaporated  at  a  temperature  not  exceeding  40**,  and  thus 
an  amorphous  mass  is  obtained,  giving  with  cold  water  a  clear 
solution. 

When  a  solution  of  albumin  is  heated  to  72''  it  coagulates  to  a 
compact  mass.  The  presence  of  acids  or  salts  raises  the  temperature 
of  coagulation,  whilst  alkalis  lower  it.  On  adding  hydrochloric  acid 
to  a  solution  of  albumin,  a  precipitate  is  formed  which  dissolves  in  an 
excess  of  the  acid. 

Eyg-Alhumin  is  contained  in  the  white  of  the  egg,  and  differs  from 
serum-albumin  by  being  almost  insoluble  in  nitric  acid,  and  being 
gradually  precipitated  when  its  solution  is  shaken  with  ether.  It  is 
also  precipitated  by  hydrochloric  acid,  but  dissolves  only  with  difficulty 
in  an  excess. 

The  two  albumins  possess  right-handed  rotatory  power ;  that  of 
egg-albumin  being  less  powerful  than  that  of  the  other. 

Vcfjctabh  Albumin  exists  in  almost  every  vegetable  juice,  and 
coagulates  when  its  solution  is  heated  ;  it  lias  not  been  obtained  j)ure, 
and  is  therefore  only  imperfectly  known. 

Casein  is  found  in  milk  and  the  yolk  of  eggs,  and  obtained  in  a 
pure  state  by  adding  dilute  sulphuric  acid  to  milk,  from  which  the 
cream  has  been  removed,  and  digesting  the  curdy  precipitate  with 
water  and  lead  carbonate.  The  solution  thus  formed  is  treated  with 
hydrogen  sulphide,  and  the  filtrate  evaporated  at  a  low  temperature. 

Casein  is  insoluble  in  pure  water,  but  dissolves  if  a  trace  of  an 
acid  or  alkali  be  present.  This  solution  is  precipitated  by  [acids,  a 
compound  of  casein  with  the  acid  being  formed.  A  solution  of  casein 
is  also  precipitated  by  adding  some  "rennet"  to  it,  and  heating  to 
about  53°,  but  not  by  heat  alone. 

Vegctahle  Casein  or  Lrguin  in  exists  in  many  seeds  such  as  peas, 
beans,  vetches,  iSrc,  from  which  it  is  obtained  by  softening  them  ^vith 
warm  water,  and  triturating  them  into  a  pulp,  which  is  pressed 
through  a  sieve.  On  standing,  the  liquid  deposits  starch  ;  the  clear 
solution  is  then  decanted  and  precipitated  with  acetic  acid.  Legumin 
has  great  resemblance  with  milk-casein. 

Conylutin  is  a  proteid  existing  in  almonds  and  lupine-seeds.  It  is 
a  white  powder,  which  is  sparingly  soluble  in  water,  and  freely  in 
dilute  alkalis  and  in  acetic  acid.  Acids  precipitate  it  from  the 
alkaline  solution  as  a  very  adhesive  mass,  drying  up  to  a  glassy 
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substance.  It  is  the  best  material  for  the  prepai'ation  of  glutamic 
acid  (see  page  233). 

Blood-Fibrin  is  dissolved  in  the  blood,  but  coagulates  as  soon  as 
the  blood  leaves  the  living  organism,  and  forms,  together  with  the 
red  blood-globules,  the  blood-coagulum.  But  if  blood  be  run  from 
the  veins  into  a  concentrated  solution  of  glauber-salt,  the  fibrin 
remains  in  solution,  from  which,  after  filtration,  it  is  precipitated  bv 
adding  common  salt. 

MusclC'Filnn  or  Myosin, — To  obtain  this  body,  finely  chopped 
meat  is  exhausted  with  cold  water,  and  the  residue  triturated  with  a 
solution  containing  not  more  than  10  per  cent,  of  common  salt.  The 
mucilagenous  solution  thus  obtained  is  precipitated  by  adding  more 
salt,  myosin  being  only  soluble  in  a  dilute  solution  of  salt,  but 
neither  in  a  concentrated  one  nor  in  pure  water. 

Globulin  is  contained  in  blood-serum,  and  obtained  as  a  granular 
precipitate  by  diluting  the  serum  with  ten  parts  of  water,  and  passing 
a  rapid  current  of  carbon  dioxide  through  the  solution.  It  dissolves 
in  very  dilute  salt-solutions,  and  in  water  containing  a  trace  of  an 
acid  or  alkali,  but  becomes  insoluble  when  heated  with  water  to  70°. 

Vitellin  occurs  in  the  yolk  of  eggs,  and  is  obtained  by  treating  the 
yolk  with  ether  to  remove  fats  and  the  colouring  matter ;  it  is  a 
white  granular  powder,  which  is  soluble  in  salt  solutions.  It  has 
great  resemblance  with  myosin,  from  which  it  differs  by  not  being 
precipitated  by  saturating  the  solution  with  salt. 

Syntonin  is  produced  by  the  action  of  weak  hydrochloric  acid  on 
myosin  or  that  of  strong  acid  on  any  other  proteid.  AVhen  the 
solution  thus  formed  is  diluted  with  water,  syntonin  is  precipitated 
in  combination  with  the  acid.  When  this  compound  is  decomposed 
by  a  dilute  solution  of  sodium  carbonate,  syntonin  goes  in  solution. 
It  is  insoluble  in  water,  but  dissolves  in  acids  and  in  alkaline 
carbonates. 

Vegetable  Fibrin, — When  wheaten  flour  is  made  into  a  paste  with 
water,  and  this  is  tied  up  into  a  cloth  and  washed  with  water  as 
long  as  starch  passes  through,  an  adhesive,  elastic  substance  is  left 
behind,  which  is  called  gluten,  and  consists  of  a  mixture  of  vegetable 
fibrin  and  gliadin.  They  are  separated  by  dissolving  the  gliadin  in 
alcohol  and  treating  the  residual  fibrin  with  ether  to  remove  fat. 
Vegetable  fibrin  is  a  soft,  elastic  mass,  dissolving  in  very  weak  acids, 
and  alkalis,  from  which  it  is  precipitated  by  salts. 

Gliadin  or  Vegctahlc  Glue  is  an  adhesive  substance,  which  dries  up 
to  a  horny,  translucent  mass,  resembling  glue.  It  is  insoluble  in 
water,  but  dissolves  in  alcohol,  acetic  acid  and  dilute  alkalis. 

Ha:viaglobin  forms  the  principal  part  of  the  red  blood-globules. 
It  is  soluble  in  water ;  when  alcohol  is  added  to  this  solution,  and 
the  liquid  is  left  to  stand  at  a  temperature  below  0°,  heemaglobin 
separates  out  in  the  crystalline  state,  the  form  of  the  crystals  varying 
with  the  animals.  After  being  dried  over  sulphuric  acid  at  a 
temperature  not  above  0",  it  forms  a  brick-red  powder. 
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Hffiinaglobin  combines  with  many  gases,  forming  peculiar  unstable 
compounds.  Thus  it  absorbs  oxygen,  and  assumes  a  bright-red 
colour  (arterial  blood).  When  carbon  monoxide  is  passed  through 
this  solution  the  oxygen  is  given  off,  and  the  hfemaglobin  combines 
with  the  carbon  monoxide,  which  again  may  be  replaced  by  nitrogeu 
dioxide.     It  also  combines  with  acetylene  and  hydrochloric  acid. 

Arterial  blood,  or  a  solution,  hiemaglobin  saturated  with  oxygen 
gives  an  absorption  spectrum  containing  two   dark  bands  (Fig,  15, 


No.  1),  which,  on  saturating  the  liquid  with  carbon  dioxide  (venous 
blood),  are  replaced  by  a  single  band  as  seen  in  No.  2.  On  shaking 
venous  blood  with  air  tlie  two  original  bands  make  their  appearance 
again. 

HEemaglobin  contains  in  100  parts  : — 

Carbon 5i"2 

Hydrogen 72 

Nitrogen 160 

Oxygen 21'5 

Sulphur 0-7 

Iron 0-4 

100-0 

Hminatin  Q^fi.^fi^%  is  produced,  together  with  a  proteid, 
when  hEemaglobin  is  treated  with  acids  or  alkalis.  It  is  an  amorph- 
ous bluish-black  mass,  having  a  metallic  lustre,  and  dissolving  in 
alkalis,  but  not  in  alcohol  and  water.  It  is  also  capable  of  yielding 
two  absorption-spectra  by  the  action  of  oxygen  and  carbon  dioxide ; 
these  bands  are  seen  in  Fig.  15,  Noa.  3  and  4, 
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Its  alkaline  solution  may  be  boiled  without  being  changed. 
Sulphuric  acid  dissolves  hsematin,  and  on  adding  water,  the  com- 
pound C84H3gN^Og  is  precipitated ;  it  is  an  amorphous  mass  resembling 
hsematin. 

Hcematin  Hydrochloride  or  Hcemine  (C3.H3QN'.05re)2(HCl)3  is  pro- 
duced by  heating  haimaglobin  with  glacial  acetic  acid,  and  common 
salt.  It  crystallizes  in  thin  rhombic  plates,  possessing  a  brownish- 
red  colour,  and  bluish-red  reflection.  Alkalis  decompose  it  into 
hsematin  and  hydrochloric  acid. 

The  formation  of  these  Uood-crystaU  is  made  use  of  as  a  test  for 
detecting  blood-spots  in  criminal  cases. 

Mucin  is  contained  in  the  secretions  of  the  mucous  membranes 
and  is  conveniently  prepared  by  precipitating  filtered  ox-bile  with 
alcohol,  dissolving  the  precipitate  in  water,  and  precipitating  again 
with  acetic  acid.  It  swells  up  in  a  little  water,  and  dissolves  in  a 
large  quantity;  its  solution  does  not  coagulate  on  heating.  Mucin 
contains :   carbon  52'2,  hydrogen  7*0,  nitrogen  12*6,  oxygen  28*2. 

Keratrin. — ^This  name  is  given  to  the  residual  mass,  which  is 
obtained  by  exhausting  epidermis,  nails,  claws,  hoofs,  hair,  wool, 
whale-bone,  &c.,  with  ether,  alcohol  and  a  dilute  acid.  It  dissolves 
in  potash  with  the  formation  of  ammonia  and  potassium  sulphide, 
and  acids  produce  in  this  solution  a  gelatinous  precipitate.  When 
the  substances  above  mentioned  are  boiled  with  dilute  sulphuric  acid, 
they  yield  tyrosine  and  leucine,  and  nitric  acid  imparts  to  them  a 
yellow  colour.  The  composition  of  keratrin  does  not  differ  much 
from  that  of  the  proteids,  but  it  contains  more  sulphur : — 


Humau-bair    .    .    , 

Percentage  of 
Sulphur. 

.     .     4—5 

Human-nails  .     . 

.     .     2-8 

Epidermis  .    .    .    , 
Wool      .... 

,     .     0-7 
..2     3-5 

Horse-hoofs    .    . 

.     .    42 

Whale-bone    .     . 

.     .     3-5 

Tortoise-shell .    . 

.     .     20 

Elastin  is  a  substance  resembling  keratrin,  and  is  contained  in  the 
ligamentum  nuchae  of  cattle.  It  is  in  the  moist  state  extensible,  but 
becomes  brittle  after  drying.  Its  alkaline  solution  is  not  precipitated 
by  acids.  A  similar  substance  has  been  found  in  the  egg  of  the 
common  snake. 


GELATIN  AND  CHONDRIN. 


These  two  compounds  do  not  pre-exist  in  the  animal  organism, 
but  are  produced  by  the  action  of  boiling  water  on  certain  tissues. 
Oelatin  is  obtained  by  boiling  bones,  tendons,  skin,  bladder,  &c., 
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with  water.  The  pure  compound,  as  seen  in  isinglass,  is  a  colourless, 
glassy,  brittle  mass,  while  glue  is  more  or  less  coloured.  It  softens 
in  cold  water,  ani  is  converted  into  a  gelatinous  mass,  and  with 
boiling  water  it  forms  a  thick,  viscid  solution  which,  on  cooling 
again,  solidifies  to  a  jelly.  When  a  little  nitric  acid  is  added  to  a  hot 
solution  of  gelatine  it  remains  liquid  in  the  cold. 

Its  solution  is  precipitated  by  tannin,  even  if  very  dilute,  a 
white  curdy  mass  separating  out.  The  tissues  yielding  gelatine  also 
combine  with  tannin ;  thus,  on  placing  a  piece  of  bladder  or  skin 
into  a  solution  of  tannin,  the  latter  is  completely  removed  and  leather 
is  formed. 

When  gelatin  is  submitted  to  dry  distillation  it  yields  ammonium 
carbonate,  ammonium  sulphide,  ammonium  cyanide,  amines,  pyridine 
bases,  pyrrol,  and  other  compounds,  and  when  it  is  boiled  with  dilute 
sulphuric  acid  it  yields,  among  other  products,  glycocoll  and 
leucine. 

The  composition  of  gelatin  is : — 

Carbon 49*3 

Hydrogen 6*6 

Nitrogen 18*3 

Oxygen 25*8 


1 000 


It  also  contains  invariably  a  small  quantity  of  sulphur. 

Chondrin  is  produced  by  the  action  of  boiling  water  on  the  young 
bones,  whilst  yet  in  a  soft  state,  and  on  the  cartilage  of  the  ribs  and 
joints.  It  resembles  gelatine,  but  differs  from  it  by  being  precipitated 
from  its  solution  by  the  addition  of  a  little  acid,  and  re-dissolving  by 
adding  more.  When  it  is  boUed  with  hydrochloric  acid,  it  yields  a 
fermentable  sugar.     Its  composition  is  : — 

Carbon 500 

Hydrogen 66 

Nitrogen 14*4 

Oxvgen 29-0 


100-0 


.SILK. 

When  raw  silk  is  heated  with  water  under  pressure,  it  yields  two 
compounds. 

Fibroin  Ci^HgjNgOg  constitutes  about  66  per  cent,  of  raw  silk ;  it 
is  a  silky,  glistening  substance  which  is  insoluble  in  water,  but 
dissolves  in  strong  acids,  alkalis  and  a  solution  of  cuprammonium 
sulphate.  W^hen  boiled  with  dilute  sulphuric  acid  it  yields  glycocoll, 
leucine  and  tyiosine. 
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By  treatiBg  sponge  with  ether,  alcohol,  hydrochloric  acid,  and 
dilute  soda,  spongin  is  left  behind,  which  has  great  resemblance  to 
fibroin,  and  also  yields  glycocol,  and  leucine,  but  no  tyrosine. 

Sericin  or  Silk-gelatin  G^^K^b^fi^  is  a  substance  resembling 
gelatin.  Its  hot  aqueous  solution  is  precipitated  by  alcohol,  and  after 
drying  the  precipitate  forms  a  colourless  powder,  which  in  cold 
water  swells  up  to  a  gelatinous  mass.  On  boiling  it  with  a  dilute 
sulphuric  acid  it  yields  a  small  quantity  of  leucine,  and  larger 
quantities  of  tyrosine,  and  serine,  or  amidoglyceric  acid. 


FERMENTS. 

Under  the  head  of  fermentation  it  has  already  been  mentioned 
that  several  kinds  of  sugar,  and  other  bodies  such  as  glucosides, 
if  a  ferment  be  added  to  their  dilute  solution,  are  resolved  into 
two  or  more  new  compounds.  Ferments  are  proteids  in  a  peculiar 
state  of  decomposition.  Their  constitution  is  quite  unknown,  and 
none  of  them  has  been  yet  obtained  in  a  pure  state. 

Yeast  consists  of  one  of  the  lowest  members  of  the  vegetable 
kingdom  {Torula  ccrevisia^.  On  treating  it  with  dilute  potash  the 
cells  are  disintegrated,  and  their  contents  dissolve  in  the  potash.  On 
adding  acetic  acid,  white  flakes  are  precipitated,  which,  after  drying 
form  a  yellow,  brittle  mass,  and  contain  : — 

Carbon 550 

Hydrogen 7*5 

Nitrogen 14-0 

Oxygen 230 

Sulphur 0-5 

100-0 

Yeast  has  not  only  the  property  of  resolving  glucose  into  alcohol 
and  carbon  dioxide,  but  also  to  decompose  calcium  malate  into 
calcium  carbonate,  acetate  and  succinate,  and  to  convert  salicin  in 
presence  of  chalc,  into  lactic  acid,  and  saligenin. 

When  yeast  is  kept  under  water,  fermentation  sets  in,  carbon 
dioxide  is  evolved,  and  the  liquid  contains  after  some  time  a  little 
alcohol,  a  kind  of  albumin  and  leucine. 

By  washing  yeast  with  water,  an  organic  substance  goes  gradually 
in  solution,  possessing  in  the  highest  degree  the  property  of  con- 
verting cane-sugar  into  inverted  sugar. 

Diastase, — When  grain  germinates  a  portion  of  one  of  the  proteids 
is  transformed  into  diastase,  which  may  be  obtained  by  precipitating 
a  cold  infusion  of  malt  with  alcohol  in  white  flakes.  Its  aqueous 
solution  is  not  coagulated  on  heating,  and  possesses  the  properties  of 
converting  starch  into  dextrin  and  dextrose,  one  part  being  sufficient 

C  K  K 
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for  the  conversion  of  100,000  parts  of  starch.    The  composition,  of 
diastase  is  not  known. 

Emulsin  or  Synaptasc  is  the  specific  ferment  of  bitter  almonds,  and 
exists  also  in  sweet  almonds,  from  which  it  is  obtained  by  exhausting 
the  powdered  paste,  from  which  the  oil  has  been  expressed  with  cola 
water,  adding  acetic  acid  to  the  solution  to  remove  proteids,  and 
precipitating  the  emulsin  with  alcohol.  It  is  a  white,  friable  mass, 
containing  about  30  per  cent,  of  calcium  phosphate,  and  consisting, 
after  deducting  tlie  ash,  of : — 

Carbon 42-9 

Hydrogen 71 

Nitrogen 11*5 

Oxygen 37-3 

Sulphur 1-2 

100-0 

Emulsin  has  the  specific  property  of  decomposing  amygdaUn, 
salicin,  arbutiu,  cesculin,  and  other  glucosides. 

Myrosin  is  contained  in  black  mustard-seed,  and  is  a  substance 
resembling  diastase.  It  is  without  any  action  on  amygdalin,  but 
readily  decomposes  potassium  myronate,  into  mustard-oil,  sugar,  and 
acid  potassium  sulphate. 

Pepsin  is  a  substance  resembling  mucin,  and  is  found  in  thegastric 
juice.  It  possesses  the  specific  property  to  convert  proteids  in  the  pre- 
sence of  an  acid,  into  soluble  modifications,  called  peptones, 

Ptyalin  exists  together  with  mucin  and  salts  in  saliva ;  it  is 
sparingly  soluble  in  water,  and  insoluble  in  alcohol,  and  possesses  the 
property  of  changing  starch  into  dextrin  and  dextrose,  and  decom- 
posing salicin  into  sugar  and  saligenin. 

Similar  substances  exist  in  the  pancreatic  and  intestinal  fluids, 
whicli  have  an  alkaline  reaction.  The  pancreatic  fluid  converts 
starch  rapidly  into  dextrose,  and  proteids  into  peptones,  and  resolves 
fats  into  glycerin  and  fatty  acids.  The  intestinal  fluid  also  transforms 

{)roteids  into  soluble  modifications,  and  starch  into  sugar,  and  the 
atter  into  lactic  acid,  and  butyric  acid. 


INDEX. 


A. 

Aoenaphthene,  437 
Aoetaf,  195 
Aoetaldehydo,  134 
Aoetamide,  143 
Acetanilide,  323 
iDetdiamine,  143 
Aoetenyl-benzene,  385 
^.cetio  anhydride,  141 
Aoetoohlorhydrin,  255 
HoetooinnomoDc,  402 
Icetoluides,  350 
Acetone,  152 
koeUmes,  86 
Aicetomtrile,  93 
%.oetophorone,  153 
icetvl  bromide,  141 

chloride,  140 

cyanide,  141^ 

iodide,  141. 

oxide,  141 

peroxide,  142 

sulphide,  142 
k.oetyl-Denzene,  333 
Acetylene,  274 
Loetylene  di-iodide,  274 
Lcetyl-phenol  ether,  333 
Lcetyl-silicon  oxide,  142 
loid,  acetic,  136 

acetone- carbonic,  139 

acetonic,  218 

acetylcitric,  238 

acetyl-lactic,  211 

acetylmalic,  224 

acetyltartaric,  227 

aconio,  238 

aconitic,  238 

acrylic,  266 

adipic,  235 

adipotartaric,  236 

allophanic,  120 

alloxanic,  243 

aloetio,  485 

alphatoluic,  383 

alphaxylic,  390 

amalic,  252 

amenthenic,  234 

amidacetic,  199 

amidcthylijulphonic,  192 


Acid,  amidobenzonesulphonic, 
326 
amidobenzoic,  365 
amidobutyric,  217 
amidocumic,  401 
amidodracylic,  365 
amidoglyceric,  259 
amido-isocaproic,  234 
amidomalonic,  246 
amidonitrobeczoic,  366 
amidopropionic,  212j' 
ainidosalicylic,  370 , 
amidosalyhc,  365 
amidosuccinamic,  224  J 
amidosuccinic,  224 
amidovalerianic,  231 
amylunisuluhuric,  293 
an^lic,  269 
anisic,  371 

anthraccnccarbonic,  454 
anthraccneaulphonic,  445 
anthraflavic,  450 
anthranilic,  365 
anthraquinonedisulpho- 

nic,  447 
anthittquinonomonosul- 
phonic,  447 

arachidic,  174 

arseumonomethylic,  99 

aspartic,  224 

atropic,  894 

azclaic,  236 

azobcnzencsiilphonic,  328 

azobenzoic,  365 

azulmic,  243 

barbituric,  246 

behenic,  174 

behenolic,  272 

behenoxvlic,  272 

bcnzamioacctic,  862 

boiizenedisul^honic,  320 

benzcnesulplunio,  321 

benzenesulphonio,  320 

benzhydryloenzoic,  419 

benzihc,  321 

benzoic,  359 

benzoleic,  363 

a  benzoyl-benzoic,  418 

B        „  ,,         449 

benzoyl-glycoUic,  863 


Add,  benzylbenzoic,  419 

bibromopyrotartaric, 
238 

bihydrocarboxylic,  69 

bomeol-camphoric,  303 

brassic,  237 

bromobenzoic,  364 

bromomalophthalio,  405 

butylactic,  216 

butyric,  155 

cacodylic,  98 

caffectannic,  461 

caffeic,  897 

caxnphocarbonic,  303 

campholic,  3(K> 

camphoric,  306  " 

camphoronic,  306 

capnc,  171 

caproic,  166 

caprj'lic,  169 
carbamic,  65 
carlx)lic,  331 
carbonic,  64 
carbopyrollic,  282 
carminlc,  462 
catechutannic,  464 
oerotic,  174 
chelidonic,  283 
chenotaurocholic,  488 
chinolinosulphonic,  469 
chinovic,  46t) 
chloranilamic,  342 
chloranilio,  341 
chlorothylsulphonic^  192 
chlorobenzoic,  363 
chlorodracylio,  363 
chloromuoonic,  281 
o  chloropropionio,  210 

fi       n        „  259 

chlorosalylic,  363 
chloroxynaphthalic,  436 
ohrysammic,  450 
chrysanisic,  372 
chrysophanic,  450 
oimicic,  270 
oinnamic,  392 
dtrabibromopyrotartarie, 

289 
dtraoonic,  238 
dtramalic,  240 

EK  2 
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Add,  citramonochloi'opyro- 
tartaric,  240 
citratartario,  240 
dtrio,  237 
oomenic,  284 
oonrolvulic,  415 
ooDToIvuIinoIio,  465 
oopaiHc,  308 
oresotic,  379 
orooonio,  70 
orotonic,  267 
omnario,  396 
cumic,  401 
cumidic,  399 
oumylic,  399 
oyauacetic,  147 
oyanio,  57 
oyanopropionio,  222 
oyanuric,  58 

ric,  403 
caiic,  240 
deoxyglutonic,  233 
dextrocamnboric,  306 
deztroscsutphurio,  289 
dextrotartario,  226 
diacetylfrangulic,  451 
diaoet^'ltartarlc,  227 
dialuno,  244 
diamidobcDzoic,  366 
diaso-nmidobenzoio,  366 
diazobcDzoic,  865 
dibenzylcarbonic,  422 
dibonzyldicarbonio,  422 
dibromacetio,  147 
dibromadipio,  281 
dibromosuccinic,  222 
dichloracetic,  145 
dichlorantbracene*  disul- 

pbonic,  445 
dichlorobenzoic,  364 
dichlorodracylic,  364 
dichlorosalylic,  364 
diothoxalic,  235 
diothylacetic,  167 
diethylphosphoric,  115 
digallic,  373 
diglycollic,  198 
di-iodacetic,  147 
dilituric,  246 
dimethoxalic,  218 
diinethylparabanic,  252 
dimethylHuccinic,  236 
dinitranisic,  371 
dinitrobciizoio,  365 
dinitroparamidobonzoic, 

372 
diorsellinic,  380 
dioxybenzoic,  372 
dipbcnic,  442 
diphcnylacctio,  421 
diphenyldisulpbonic,  416 
diphenylglycollic,  421 
diphon  vlmonosulphonic, 

416  " 
diphenylpropiouic,  422 
diphcnylsucdnic,  422 
diphthalic,  424 
di3ulphoV>enzoic,  367 
ditartaric,  226 
daic,  270 


Add,  daXdic,  271 
ellag^io,  378 
erudCy  271 
erythrio,  879   ' 
ethenedisufphonio,  198 
ethene-lactio,  213 
ethenesulpbonic,  191 
ethenesulpburic,  191 
ethenylsulphurio,  275 
ethidene-Iactic,  214 
etbionic,  191 
ethomothoxalic,  232 
etbylacetic,  140        * 
ethylacetone-carbonic, 

139 
ethylbenzoic,  390 
etbylcacodjrlic,  126 
ethylcrotonic,  270 
etbyldiaootic,  139 
ethyldisulpbocarbonio, 

117 
ethylglycollic,  197 
ethyl-lactic,  210, 
ethylmalic,  224' 
etbymalonio,  232 
etbyloxalio,  203 
etbyloxamic,  205 ' 
ethylphospbinic,  124 
ethylphosphorio,  115 
ethylphosphorous,  115 
ethylsuccinic,  220 
ethylsulpbonic,  114 
ethylsiilpburic,  113 
ethvltartario.  227 
eucnroic,  404 
eugenic,  391 
eugetic,  402' 
euxanthic,  414 
euxantbonic,  414 
evemio,  380 
eveminic,  380 
fllicic,  344 
fluobenzoic,  364 
formic,  104 
frangulic,  451 
fulminic,  148 
fulminuric,  149 
fumaric,  225 
galdic,  270  ; 
gallic.  373 
gallotannic,  463 
glucinic,  2S9 
gluconic,  287 
glutamic,  233 
glutanio.  233 
glyceric,  259 
glycerinphosphonc,  256 
glycocbolic, 
glycollic,  196 
glycoluric,  248 
glyoxylic,  205 
guaiacic,  308 
guaiaretic,  308 
hemimcUitic,  407 
homipinic,  475 
heptylic,  168 
hexahydrophthalic,  405 
hexylic,  lt)6 
hippuric,  362 
homocumic,  403 


Add,  hyaeiiic,  174 
hydantoic,  248 
hydracrylic,  259 
hydratropic,  395 
hydrazobenzoio,  365 
hydrocaflfeic,  397 
hydrocarboxylic,  69 
hydrocinnamic,  390 
hydrocumaric,  396 
hydrocyanic,  50 
hydroforricyanic,  56 
hydroferrocyanic,  54 
bydromcconic,  284 
hydromcUitic,  405 
hydromuconic,  281 
hydroparacumaric,  395 
hydropbtbalic,  382 
hydroprehnitic,  406 
hydropyromollitic,  405 
hydrosorbic,  272 
hydroterophthalic,  881 
hydurilic,  245 
hyocholic,  488 
byoglycocholic,  488 
hyotaurocholic,  488 
hyo«cinic,  484 
hypogacic,  270 
indigosulphiiric,  427 
indigotindiMulphonic,  427. 
indigotinsul phonic,  426 
iodorenzoic  :!64 
a  iodopropionic,  210 

fi        tf       M     i-»>y 

isatic,  428 

isatindisulphouic;  427 
isatropic,  31»5 
isethionic,  101 
isobutyric,  157 
isocaproic.  1H7 
iaocyanuric,  149 
isoheptylic,  1«"9 
isohydromcllitic,  405 
isohvdropyroiimilitic,  405 
isoplithalic,  381 
isopinic,475 

isopropylsulphuric,  151 
isopurpuric,  'VMi 
isosuccinic,  •J22 
isotoluic,  37.S 
itaconic,  238 
itamalic,  24 «» 
itatartaric,  *i3.S 
ialapinolic,  4»j5 
Idnic,  373 
kinotannic.  4^4 
kynuronic,  490 
lactic,  208 
lactonic,  2S7 
lauric,  174 
lecanoric,  3S0 
leucic,  2:J5 
loucouic,  70 
levocaiiiphoric,  306 
levotartaric,  228 
linoleic,  272 
lithofdUc,  48S 
Uthuric,  41V) 
maleic,  2*25 
malic,  223 
malonic,  211 
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Aoid,  mandelio.  384 
mannitic,  2S0 
mannybulphuric,  279 
^  margariCy  174 
'  meconic,  283 
melilotic,  396 
mclMgic,  174 
mellitic,  403 
luellophapic,  406 
mesiconic,  238 
moiadibromopyrotartario, 

240 
mesamonochloropyrotar- 

tario,  240 
mejityleuosulphonic,  387 
mesitylenic,  388 
luesoxalic,  243 
metanitroboDzaic^  364 
motanitrocinnamic,  393 
metaphonolsulphonic,  834 
metatartaric,  226 
metbacrylic,  269 
metbenedisulphonic,  199 
metbinetrlRulpbonic,  103 
methionic,  139 
methylcrotonic,  269 
mothyldiacetic,  139 
methyl  -Uopropylacetic, 

167 
methyl -locanoric,  380 
methylmalonic,  222 
metbyloxybenzoic,  870 
methylphosphiuio,  97 
mothylsalicylic,  369 
mothylsuccinic,  232 
mothylsulphooarbonie, 

94 
methylsulphonic,  109 
methylsulphuric,  92 
moni<jdacetic,  147 
monobromacotic,  14G 
monobroialsocrotonio,239 
monobromolelc,  270 
monobromosiiccinic,  222 
monocliloracetic,  144 
monochlorocitramalic,240 
monochlorocrotonic,  268 
monochloropjTotarteric, 

240 
monochloroquartenic,  2C8 
mouoxyanthraquiiione- 

sulphonic,  448 
moiitannic,  464 
miicic,  280 
mucouic,  *2S1 
mycoiiiolic,  242 
myristic,  174 
m>Tonic,  459 
uaphthalcncbicarbonic, 

439 
naphthalenocarbonic,  438 
naphthalencsulphonic, 

434 
iiftphthalic,  437 
naphthoic,  438 
naphthylformic,  438 
uaphthylpurDuric,  436 
nicotinic,  472 
uitranisic,  371 
nitrocinnamic,  393 


Acid,  ntrocoocu8sic,*462 
nitrocumio,  401 
nitrolactic,  211 
nitrosalicyiic,  370 
nitrotartaric,  227 
nonylic,  170 
octylic,  169 
oenanthylic,  168 
oleic,  270 
opianic,  475 
opinio,  475 
orsellinic,  379 
orthonitrobenzoic,  364 
orthotoluic,  378 
oxacetic,  196 
oxalic,  201 

oxalohydroxamlc^  205 
oxaluric,  247 
oxamic,  205 
oxanilic,  324 
oxatoluic,  383 
oxybenzoic,  370 
a  oxybutyric,  216 
0         „  217 

oxycamuhoronic,  806 
oxycbohc,  489 
oxycumic,  401 
oxyisobutyric,  218 
oxyisopropyl-phenylfor- 

niic,  401 
oxymalunic,  228 
oxymoaitylenic,  388 
oxYTiiothyl-phenylformic, 

370 
oxyphenic,  342 
oxyphcnyl-amidopropion- 

ic,  395 
u  oxypropionic,  208 
oxysalicylic,  372 
oxyvalerianic,  231 
palmitic,  174 
piilmitolic,  270 
palmitoxylic,  270 
parabanic,  247 
paraciimaric,  396 
paradiphenylcarbonic,  425 
paralactio,  213 
paranialic,  198 
paranitrobenzoic,  365 
paranitrocinnamic,  393 
paranitrophony-propio- 

nic,  390 
para-oxybenzoic,  371 
paraphenolsulphonic. 

334 
paraphenylbenzoic^  425 
paratoluic,  377 
paraxylic,  389 
polargonic,  170 
pentylic,  160 
phenan  thro  nesulphonic. 

441 
phenolsulphonic,  333 
phonoldisulphonic,  334 
phonylacotic,  383 
phcnylacr}'lic,  392 
phenylangolic,  403 
phenyl  benzoic,  442 
phenylbromolactic,  394 
phenylchlorolactic,  394 


Acid,  phenyldibromopropi 
onic,  393 
phenyuormic,  359 
phenylglycolUc,  384 
phenyl-lactic,  394 
phonylparalactic,  394 
phenylphosphoric,  333 
phenylpropiolic,  393 
phenyl^ropionic,  390 
phloretic,  895 
phthalic,  881 
physetoleic,  270 
picramic,  337 
picric,  335 
picro<^'amic,  336 
pimanc,  308 
pimelic,  236 
pinic,  Si08 
piperic,  481 
piporonio,  482 
prehnitic,  406 
propionic,  150 
protocatechuic,  372 
pruBsic,  50 
pseiido-uric,  244 
purpuric,  245 
pyrocomenic,  284 
pyrogallic,  343 
pyroligneous,  137 
pyromellitic,  405 
a  pyromucic,  281 
fi         „  282 

pyi-oracemic,  230 
pyrotartarlc,  232 
pyroterebic.  270 
pyruvic,  230 
quartenic,  208 
quercimeric,  461 
quercotannic,  464 
quinic,  373 
quinotannic,  464 
racemic,  228 
rhodizonic,  09 
ricinelaldic,  272 
ricinoleic,  272 
rocollic,  237 
rosolic,  411 
rubcrythric,  462 
mbianic,  462 
rufigallic,  453 
saccharic,  280 
salicylic,  368 
sarcolactic,  '213 
eobacic,  236 
silicocopropionic,  132 
sinapic,  482 
sorbic,  272 
stearic,  174 
stearolic,  271 
stearoxylio,  271 
styphnic,  343 
suberic,  236 
subcromalic,  236 
suberotaitaric,  236 
succinamic,  221 
succinic,  218 
sulphacetic,  198 
sulphanilic,  326 
Bulphobcnzoic,  367 
Bulphocarbamic,  69 
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Add,  sulphocorbonio,  68   J 

Bolpnocyanic,  59 

Bulphopseudo-urio,  245 

flulphopxirpuric,  427 

Bulphosuccinio,  221 

aylrio,  308 

tannic,  468 

tartaric,  226 
inactire^  229 

taHrelic,  226 

tartronio,  2^ 

tartrophthalic,  406 

taurocholic,  4o8 

terebentic,  300 

terebic,  299 

terephtholic,  881 

tetrahydropbthalio,  405 

teranitrochrysophanic, 
450 

tetrolic,  268 

thiacetic,  142 

thymotic,  403 

tiglic,  270 

toluic,  377 

tolylonorfycollic,  879 

triamidobenzoio,  372 

tribromacetic,  147 

tricarballylio,  238 

tricbloracetic,  145 

trichlorocrotonic,  268 

triohlorolactic,  213 

trichloropbenolmalic.  345 

trihydrocarboxylic,  69 

trimeUitio,  406 

trimosic,  389 

trimotbylacetic,  164 

trinitrocresotic,  362 

triozybensoic,  373 

tropic,  394 

umDoUic,  397 

uramidobenzoic,  866 

uric,  241 

usnic,  380 

uvitic,  388 

valerianic,  active,  163 
inactive,  162 
normal,  160 
tertiary,  164 

voratric,  398 

violuric,  246 

vulpinio,  383 

xanthic,  117 

x>-lic,  389 

xylidic,  389 
Acids,  fatty,  80 

solid,  172 

isacrylic,  265 

isolactic,  182 

scries.  On  Hs  n  —  2  0<  182 

series,  Cn  Han  Os,  179 

series,  Cn  H2  n  —  s  O3.  265 
Acbillein,487 
Achilletin,  487 
Acouitiuc,  484 
Acridine,  416 
Acrol  dichlorido,  266 
Acrolein,  265 
Acrolein -ammonia,  266 
Acrylaldehyde,  265 
Aosculin,  461 


Aesculetin,  461 
Alanine,  212 
Albumin,  492 
Albuminolids,  491 
Aloarsine,  98 
Alcohol-radicals,  72,  75 

dyad,  175 
Alcohols,  76 

primary,  80 

secondary,  86 

tertiary,  88 
Aldehyde,  134 
Aldehyde-ammonia,  135 
Aldehydes,  80 
Aldeh^diue,  135 
Alizann,  448 
Alkali-blue,  410 
Alkaloids,  470 
AUantom,  248 
Alloxan,  243 
Alloxautin,  244 
Allyl  alcohol,  261 

bromide,  262 

carbamine,  268 

chloride,  262 

cyanamide,  264 

cyanide,  268 

hydrosulphide,  268 

iodide,  262 

morcaptan,  263 

oxide,  262 

sulphide,  263 

sulphocarbamido,  264 

sulphocarbimidc,  268 
Allylamine,  264 
AUyl-benzene,  891 
AUylene,  276 
Allylphenol,  891 
AUyphcnol-methyl  ether,  391 
Aloin,  485 
Aluminium  acetate,  137 

mellitate,  404 
Aluminium-ethyl,  130 
Amarine,  359 
Amber,  308 
Amides,  82 

Amido-anthraquinonc.  447 
Amido-azobenzene,  3ol 
Amido-azonaphthalene,  433 
Amidobeuzene,  321 
Amidobonzonitrile,  358 
Amido-compounds,  309 
Amido-isoxylone,  376 
Amidomnlonyl-urea,  246 
Amidomosityleiio,  387 
Amidonaphtholene,  433 
Amidophenols,  337 
Amidophloroglucin,  344 
Amidopseudocumeno,  388 
Amidotoluones,  319 
Aminas,  77 
Ammelide,  61 
Ammcliuo,  61 
Ammonium  acetate,  137 

cyanato,  58 

cyanide,  62 

deoxalate, 

formate,  105 

isethoniato,  192 

mellitate,  404 


Ammonium  oxalate,  203 

sulphocyanate,  59 
Amyffdalin,  459 
Amylacetate,  162  '<" 

secondiin^  164 

alcohol,  primary,  loO 
secondary.  168 
tertiary,  164 
Amyl  bromide.  161 

chloride,  161 

hydride,  161 

iodide,  161 

secondary,  168 

nitrate,  161 

nitrite,  161 

oxide,  161 

valerate,  168 
Amylamine,  162 
Amyl-benzene,  402 
Amylene,  231 

dibromide,  281 

glycol,  281 
ydrate,  164 
Amyl-toluene,  408 
Amylum,  292 
Analysis,  optical,  42 

ultimate,  15 
Anethol,  891 
Angelic  aldehyde,  269 
Anhydrides,  81 
Anilides,  323 
Aniline,  321 

h^dit>chloride,  322 

nitrate,  822 

sulphate,  322 
Aniline-blue,  410 
Aniline-colours,  407 . 
Aniline-groen,  410 
Aniline-oranfi^e,  851 
Aniline-purple,  407 
Aniline-red,  408 
Aniline-violet,  410 
Aniline-yellow,  331  '■ 
Anisol,  832 
Anisyl  alcohol,  371 

aldehyde,  371 

chloride,  371 
Anol,  891 
Anthracene,  443 

dichlorid^  444 
Anthrachrvsono,  452 
Anthrahyaroquinone,  446  ] 
Anthraflavino,  450 
Anthrapurpurin,  452 
Anthraquinone,  445 
Antiariu,  466 
Apomorphine,  478 
Apple-oil,  163 
Arabin,  294 
Arabinosc,  294 
Arbutin,  460 
Archil,  353 
Argonto-ethenyl  chloride,  27i 

oxide,  275 
Aromatic  compounds,  308 
Arsendiethyl,  126 
Arsendimothyl,  98 

chloride,  98 

oxide,  98 
Arsonmonomethyl,  99 
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Anenmonomothyl  chloride,99 

oxide,  ^ 
Asparagin,  224 
Atnamantin,  485 
Atropine,  483 
Aurin,  411 

Ajielaic  aldehvde,  271 
Aiobenzene,  327 

dibromide,  328 
Ajo-compoundjB.  311 
Alooonydrine,  470 
Asodinaphthyl-red,  488 
Axodipkenyl-blue,  408 
Af oxyoensene,  32o 


B. 

Barium  ohrysammate,  451 

deoxalate,  240 

kynurenate,  496 

mellitate,  404 

plaiinocyanide,  56 
Bebeerine,  4ol 
Bees-wax,  174 
Bensaldehyde,  358 
Benzamide,  362 
Benxapinacoue,  424 
Bensene,  817 

hexabromide,  345 

hexachloride.  345 

sulphoxide,  321 

trichlorhydrin,  345 
Benxenesulphonamide,  320 
Benxenesulphonio  ohloride, 

320 
Benzhydrol,  418 
Bensiaine,  415 
BenxU,  421 
Benaoin,  420 
Benzol,  317 
Benzonitrile,  357 
Benzophenone,  418 
Benzoyl-acetyl  oxide^  8d2 

anhydriae.  361 

chloride,  361 

dioxide,  361 

fluoride,  861 

oxide,  361 
Benzovl-piperidine,  481 
Benzyl  acetate.  354 

alcohol,  354 

bromide,  354 

oarbimide.  355 

ohloride,  854 

oinnamate,  398 

oyanate,  355 

dlsulphide,  855 

hydroaulphide^  855 

iodide,  854 

iflocyanurate.  355 

mercaptan,  355 

mustard-oU,  356 

gi^lphide,  355 

Bulphocarbimidei  856 
Benzylamine,  355 
Bonzyl-anizol,  417 
Ben^yl-bensene,  417 
Ben^^e  diqhloride,  858 


Benzylenediamlne,  359 
Benzyl-othyl-benzene,  419 
Benzyl-methyl  ketone,  390 
Benzyl-oxybenzene,  417 
Benzyl-phenol,  417 
Benzylpnenyl-methyl  ether, 

417 
Benzylphoephino,  356 
Benzyl-rosaniline,  410 
Bonzyl-toluone,  418 
Benzyl-urea,  356 
Berberine,  480 
BotAino,  196 
Beta-orcin,  376 
BilifuBcin,  489 
Bilihumin,  490 
BUiprasin,  490 
BiUrubin,  489 
Biliverdin,  489 
Bismuthothyl  dichloride,  127 
Blurot,  m 
Bixin,  414 
Blood-fibrin,  493 
Bor-ethyl,  127 
Bor-dietbyl  chloride,  127 
Bomccne,  304 
Borneo-camphor,  304 
Bomool,  304 
Boron-mothyl,  99 
Brasilin,  413 
Bromol.  147 
Bromoiorm,  101 
Bromotoluenes,  348 
Butalanino,  232 
Butane,  154 
a  Butonc,  215 
B  Butene,  216 
Buteno  dibromide,  215 

chlorhydrato,  215 

glycol,  215 
Butenyl-benzene,  402 
Butine,  276 

Butyl  acetate,  sccondaiy.  156 
tertiaiy.  158 

alcohol  normal,  154 

secondary,  156 
tertiary,  157 

chloride,  155 

iodide,  normal,  155 

aecondary,  156 
tertiary,  158 

sulphocarbimide,  155 
Butylamine,  155 

tortiarv.  159 
Butylcno,  215 
Butyraldohydo,  156 

C. 

Cacodyl,  93* 
oxido,  9S 
Cacotelino,  477 
CaorolignoDC,  417 
Catfoidmo,  252 
Calfoino,  251 
Caincotin,  460 
CaSfncingonin,  466 
Caincin,  466 
Calcium  acetylglyooUate^  198 


Calcium  butyrate,  155 

camphorate,  306 

citrate,  237 

plycollate,  197 

isobutyrate,  157, 

lactate,  206 

malato,  223 

oxalate,  203 

quinato,  374 

tartrate,  2Z! 
Camphileno,  300 
Campholone,  303 
Camphor,  3«)3 

dibromide,  304 

nitrate,  304 
Camphoric  anhydride,  806 
Camphyl  acetate,  304 

alcohol,  304 

chloride,  304 
Camphyl-mothyl  other,  804 
Cano'Su^r,  2S5 
Canthandin, 
Cooutcheno,  303 
Caoutchouc,  302 
Caramel,  286 
Carbamide,  65 
Carbamines,  78 
Carbanil,  324 
Carbanilamide,  823 
Carbanilide,  323 
Carbazol,  415 
Carbazoline,  416 
Carbimidefl.  79 
Carbinols,  86 
Carbo-hydrates,  284 
Carbon  dioxide,  63 

disulphide,  68 

monoxide,  62 

oxychloride,  64 

oxysulphide,  68 

tertrabromide,  107 

tortrachloride,  101 
Carbonates,  64 
Carbon -compounds,  boiling 
point,  37 

classification,  47 

colour,  44,  456 

solubility,  44 

melting  point,  37 

odour,  44 

optical  properties,  40 

I>bysical  properties,  85 

specific  volume,  85 

taste,  44 
Carbonyl  chloride,  64 

sulphide,  68 
Carbonyl-compoimds,  62 
Carbonyl-disulphodiethyli  120 
Carbopyrrolamide,  282 
Carbotriphonyltriamine,  826 
Carboxyl,  82 
Carbyl  sxiiphatc,  191 
Carmine,  462 
Carmin-rod,  462 
Caminc,  249 
Carotin, 
Catochin,  464 
Catechu,  464 
Carthamine,  413 
Casein,  492 


Cerebri  a,  4fl7 
Ceroteue,  234 
Ceijl  alcohol,  174 

«it>l»te,  174 
Cetene,  234 

cblorbfdntte,  234 

ditvomule,  2V4 

oxide.  iU 
Cotyl  alcohol,  171 

iodide.  171 
Cotylamina,  17! 
Chakrjibriua,  450 
Cholid.,m,.o,  l-JO 
iliiuoliiio,  4flB 
Chinoviti,  466 


CU  rooodid 

474 

Chi 

f  rm 

101 

Chi  roh  dra  il  311 

Chi 

pl 

1   MS 

hi 

Ibjll 

4  6 

hi 

1 

1  2 
4Iifi 

Ih 

tuto 

boneoab 

4S9 

cU  nd 

489 

Ch  iBrt    yl 

m        4» 

Ch 

lea      pUti     252 

1       f(n 

CoDioe,  470 
Conquiiiins,  470 

Convolmlin.  466 
C'onvolviiIiQol,  465 
Convdrine,  47l 
Copper  acolate,  188 
omidaceUb!,  200 
fulmLnnto,  143 
trichloraostate,  145 


Croatiniuo,  250 
Creoaol,  352 
Creomlo,  3S2 
Crosol,  391 

Crasol -methyl  ether,  SSI 
Crocin,  4« 
CrotooaMshydc,  207 
CrotoiicUloral,  2d8 

CrotoiiiCrilp,'263 
Crotonylone,  276 
Cryptidino,  4fi-H 
Cryut^pine,  476 
Cumariii  ttnlivdrido.  8M 
Ciimuiu,  396 
CumoDO,  390 
Cunudino,  401 
CumiiirililubyJo,  401 


iJccenyleno,  277 


Ddpmnii 
Doiti " 


450 


I,  2»4 
Doxtnwe,  288 
Xliaoctuiuido,  144 
Biocetin,  2&S 
Dinootyl-aliciirin,  450 
T>iaoeljl  -anthraflavin , 
Diiicotyl-iin  tbnipurpuriii, 
Diallyldie,  277 
Diallyl,  276 
Diflllyl  oarbsmidc,  264 


mldomesityloae,  SJ7 
DinmidoiiEiphthaJeiie,  433 
Dimidopheuol,  387 
Diamidotoluono,  300 
Diaiuyl,  170 
Dinmyl  ether,  161 
DiamylDDS.  234 
Dia3ta8o,407 

Dinnj-atuldobeTuena,  330 
Dimc-anthmquinimo,  447 
DiaEOboaz^ne  urgentoxide. 


h^ilrojide.  S80 


Cuproio-etheiiyl  chloride,  273 

DiJdo,  273 
Curarine,  477 


,330 
potaMolide.  330 
sulphate,  330 

Diato-coni  pounds,  311 

DiaDphenol  chloride.  W 

IH  lEDroaorcm,  348 

DJaioraiuruBQ,  343 

bibouzyl,  4  a 

Dibonzyl  other,  SM 

Dibeiuylamiiie,  356 

Dlbenzyliiho^phine,  356 

Dibeoiyl-uren,  856 

DibremoniliDO,  325 


Cltmj]ac 

Di       39 

Cln  1 

1     lolIB 

Otre 

w 

CoalL 

4>S 

CDlMl   <IJ»>>I 

Cm  ii 

4s3 

Cocouil 

43 

CuduniiK   474 

(.odoi 

4  4 

Coiru! 

413 

C<lb   i 

4.1 

(  oil  dine 

4  7 

(  11   li 

96 

Colon) 

4  It 

CI  [h 
(     g\  t 
C-onlfcni 

(07 

1,468 

CyniiojBD  bro!iiido 
chloride,  57 
iodiilc,  57 
sulphide,  en 


Dib! 


a,  819 


nyl  BcotMe,  101 


Dnphiioliti,  160 
I>ai)hiiin,  466 
Dflcntvl  nicohol,  170 
chloride,  170 


iDdiphenyJ,  4IG 
IMbroniudureoa,  383 
nibromo-imiylotia,  376 
IKbromoniMilyleno,  S87 
Dibroniomethyltolueno,  376 
Dibromonnphthalene,  432 
Dibromonitro-  acotonitrile, 
1^9 


Dibrijmophan.'l,  839 
DihroiDoprojiyl  alcohol,  231 
Dlbromopyrcne,  155 


l)lchlorAnlhrsiquiiiaDe,  446 
DichloretbAne,  134,  19fi 
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Diohloretliene,  185 
Dichlorethyl  oxide,  111 
Dichloreihvlamine,  121 
Dichlorhydrm,  255 
Dichlorisatin,  427 
DiohlorobenzQne,  319 
Dichlorohenzyl  aloohol,  857 
Dichloroglycide,  256 
DichlorooydixMiiimone,  841 
Diohloromannite,  279 
Dichloromethane,  101 
Dichloromesitylene,  386 
DiohloronaphUdene.  432 
Dichloronapbthohydroquin- 

one,  436 
Diohloronaphthoamnone,  436 
DichloronaphthydreDe  glycol, 

431 
Diohlorophenol,  838 
Dichloropropyl  alcohol.  261 
Dichloroquinone,  341 
Dicyanamide,  61 
Dicyanogen,  49 
Diethene  glycol,  185 
]>ietlieneaiamine,  193 
Diethyl,  154 
Diethyl  carbamide,  123 

ethenate,  187 

ether,  109 

gly  collate,  197 

sulphocaroamide,  123 
Diethylamine,  122 
Diethylanilinc,  322 
Diethyl-benzene,  399 
Diethyl-benzylene,  403 
Diethylhydrin,  257 
Diethylphosphine,  124 
Diethylsulphano,  128 
Digeranyl  ether,  305 
Dig^taUn,  466 
Digitalrotin,  466 
Dihydro-anthraccne,  444 
Dihydronaphthalene,  431 
Dihydroxyl-oxamide,  205 
Di-iodomethane,  102 
Di-iodonitro-acetonitrilo,  149 
Di-iBpropyl,  167 
Dimesityl-mothano,  423 
Dimethyl,  72 
Dimethyl  corbinol,  151 

ether,  93 

ketone,  152 
Dimethylacotal,  195 
Dimethylaminc,  95 
Dimethyl-anthracene,  453 
Dimethyl-benzenes,  374 
Dimethyl-butyl-mcthane,  168 
Dimethyl-diothylmethane,!  68 
Dimethyl-etheno,  215 
Dimethyl-ethyl-benzene,  399 
Dimethyl-ethyl-methane,  161 
Dimothyl-isopropyl  carbhiol, 

167 
Dimethyl-narcotin  c, 
Dimothylphosphine,  97 
Dimethyl-propyl  carbinol,  167 
Dimethyl-propyl-methano,166 
Dimonochlorallylamine,  264 
Dinaphthyl,  439 
Dinaphthyl  ketone,  440 


Dmitro-acetonitrile,  149 
Dinitro-amidophenol,  S37 
Dinitro-anudotoluene,  351 
Dinitro-anthracene,  445 
Dinitro-anthraqutnone,  447 
Dinitrobenzene,  320 
Dinitrocresol,  351 
Dinitrodiphenyl,  415 
Dinitrodurene,  398 
Dinitrohydrazobenzene,  328 
Dinitrohprdroquinone,  ^40 
Dinitro-isoxylene,  376 
Dinitromesitylene,  387 
Dinitromethyltoluene,  375 
Dinitronaphthalene,  432 
Dinitronaphthol,  435 
Dinitrophenauthrene,  441 
Dinitrophenanthrene-quin- 

one,  441 
Dinitrophcnol,  335 
Dinitropseudocumene,  388 
Dinitropjrrene,  455 
Dinitrostilbeno,  420 
Dinitrotoluene,  8-19 
Dioxethylamine,  190 
Diozindol,  428 
Diozyanthraquinones,  448 
Dioxy  ben  zones,  339 
Dioxydiphenyl,  416 
Dioxymethene,  104 
Dioxynaphthalene,  435 
Dioxynaphthoquinone,  436 
Dioxyresistene,  456 
Dioxytoluones,  352 
Dipalmitin,  238 
Diphthalyl,  423 
Dipheniue,  328 
Diphenyl,  414 
Diphonyl  carbinol,  418 

ether,  333 

ketone,  418 
Diphonylamine,  322 
Diphenylanilino,  323 
Diphenyl-benzene,  424 
Diphonyl-dicarbimide,  324 
Diphenyl-dichlorethone,  422 
Diphcnyl-dichloromethane, 

421 
Diphenyl-diothene,  423 
Diphen}'Ieno  ketone,  442 

oxide,  416 
Diphenyl-ethane,  419 
Diphenyl-ethone,  419 
Diphenyl-otliine,  422 
Diphonyl-guanidine,  324 
Diphonyl-mothane,  417 
Diphcnyl-rosaniline,  416 
Diphenyl-trichlorethane,  421 
Diphenyl-urea,  323 
Dipropine,  277 
Dipyridino,  468 
Disacrj'l,  266J 
Disacryl-rosin,  266 
Dispolmo,  409 
Distillation,  destructive,  457 

dry, 457 

fractional,  45 
Distyrolene,  3iS4 
Disulphydrin,  256' 
Diterebene,  300 


Ditolyl,  419 
Ditolylamine,  877 
Drupose,  296 
Dulcitan,  279 
Dulcite,  279 
Durene,  398 
Dutch  Uquid,  185 


E. 

Ebonite,  309 
Ecgonine,  483 
£g^-albumin,  492 
Elastin,  495 
£metine,  484 
Emulsin,  498 
Epichlorhydriu,  255 
Ericinol,  465 
Erythrin,  379 
Eiythrito,  277 
Erythryl  nitrate,  278 
Eiythrozjrme,  463 
Eserine,  483 
Ethane,  183 
Ethene,  184 

alcohol,  187 

arsenic-bases,  194 

chlorhydrate,  188 

chlorhydrine,  188 

chloriodide,  187 

chloronitrate,  191 

diacetate,  18/ 

dibromide,  186 

dichloride,  185 

dihydrosulphide,  192 

di-iodide,  186 

dioxide,  189 

glycol,  187 

hydrosulphide,  192 

iddohydrate,  188 

mercaptan,  192 

mouacetate,  187 

nitrate,  191 

nitrite,  191 

nitrogen-bases,  193 

oxide,  188 

phosphorus-bases,  194 

sulphide,  192 

sulphocyanate,  193 
Ethenediamine,  193 
Ethene-diphenyl  other,  333 
Ethene-nai>hthalene,  437 
Ethenyl  alcohol,  275 
Ethenyl-benzene,  384 
Ether,  109 

acetic,  138 

disodace  tone-carbonic, 
140 

formic,  118 

formic,  tribasic,  118 

oenanthic,  171 
Ethers,  compound,  76,  81 

cyanic,  /9 

mixed,  77 

saline,  76,  81 
Ethidene,  195 

diacetate,  196 

dichloride,  195 
Ethine,  274 
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Eithinc-naphthalene,  43S 
Ethinyl-lxjiiiouo,  385 
Ethyl  ncotato,  138 

acotono-carbonato,  139 

acotyl-glycollato,  198 

acetyl-molato,  224 

alcohol,  107 

aorylato,  267 

allophanato,  120 

antimony-basos,  126 

arsonato,  IIG 

arsonio-haHes,  125 

araonito,  116 

beiizoate,  361 

bismuth-boijos,  126 

borato,  116 

bromide,  109 

butyrato,  156 

capr>'lato,  170 

carbamato,  117 

carbamino,  118 

carl)aiiilate,  324 

carbimido,  119 

carbonate,  116 

chloride,  109 

ohlorocarbonato,  118 

chloroformate,  118 

cinnamate,  393 

citrate,  238 

cyanato,  119 

cyanide,  118 

deoxalatc,  240 

dicarbothionato,  113 

diacetone-carbonate,  140 

diphenylalloph^uite,  324 

diHulphide,  128 

ethacetone-carbonatc,  140 

eihonato,  187 

formate,  118 

gallate,  373 

glycollato,  199 

hydroselenido,  128 

hydrosulphate,  113 

hydrosulphide,  127 

iodide,  lu9 

lactate,  210 

malate,  224 

mellitate,  404 

moniodacetate,  147 

mouobromacctate,  147 

raonochloracetatc,  1:15 

mustard-oil,  120 

nitrate,  112 

nitrite,  112 

nitrogen-bascfl,  121 

nitrolactate,  211 

o'ctylate,  169 

orthocarbonate,  117 

orthoforraute,  118 

orthosilicopropionn  to ,  1  .^f? 

oxalate,  203 

oxalurate,  247 

oxamate,  205 

oxide,  109 

perchlorate,  113 

phosphate,  115 

phosphite,  115 

phosphorus-bases,  123 

picratc,  336 

pyrophosphate,  115 


Ethyl  sclenide,  128 

silicate,  116 

succinate,  220 

sulphate,  113 

Bulpliide,  128] 

sulphite,  114 

sulphocarbonatc,  117 

sulphocarbimido,  120 

sulphocynnate,  120 

sulphoxide,  128 

tartrate,  227 

telluride,  129 

terephthalate,  381 

xanUiate,  118 
Ethyl-aoetamide,  143 
Ethyl-allyl  ether,  263 
Ethylamidobensoue,  382 
Ethylamine,  121 
Ethyl-amyl,  168 
Ethyl-amyl  ether,  161 
EthylaniUne,  322 
Ethyl-benzene,  382 
Ethyl-cacodyl,  126 
Ethyl-camphor,  303 
Ethyl-carbamide,  122  ' 
Ethyl-dimothyl  ccLrbinol,  164 
Ethyldisulphocarbonyl   disul- 

phide,  117 
Ethylformamide,  119 
Etbylhydrin,  257 
Ethyl-isobutyl,  167 
Ethyl-isoxyleue,  399 
Ethyl-methyl  ourbinol,  156 
Ethyl-methyl  ketone,  156 
Ethyl-methyl-benzone,  389 
Ethyl-monobromallyl  ether, 

263 
Ethyl-monobromobenzeno. 

382 
Ethyl-monochlorallyl  ether, 

263 
Ethyl-monouitrobenzene,  382 
Ethyl-naphtlijilone,  437 
Ethyl-oxalyl  chloride,  20  i 
Ethyl-oxybouzene,  382 
Ethyl-phenol,  382 
Bthyl-phenyl  ether,  332 
Ethylphosphine,  123 
Ethyl-pyrrol,  283 
Ethyl-solonium  chloride,  129 

oxide,  129 
Ethyl-sulphocarbamide,  123 
Ethyl-tellurium  chloride,  129 

oxide,  129 
Ethyl-ureas,  122 
Ethyl  vinvl,  216 
Ettidino,  *469 
Eucalin,  292 
Eucalyptene,  305 
Eucalyptol,  305 
Euchrone,  404 
Eugenol,  391 
Euxauthono,  414 
Excrotin,  490 

F. 

Fermentation,  297 
butvric,  298 
lactic,  293 


Fermentation.  muciO|  20S 

▼inout,  297 
Ferments,  497 
Ferric  oxolate,  203 
Ferricyanidoa,  58 
Ferrocyanides,  53 
Ferrous  lactate,  209 

oxtJate,  203  ^ 

Fibrin,  493 

Togatable,  493 
Fibroin,  496 
FUvin,  461 
Fluoresdn,  412 
Formaldehyde,  103 
Formamide,  106 
Formanilide,  823 
FormuIflB,  cofnstitutioiial,  29 

empirical,  29 

molecular,  25 

rational,  29 
Fraxetin,  465 
Fraxin,  465 
Frangiilin,  462 
Fuchiine,  408 
Fucusol,  282 
Fulminates,  148 
Furfuramide,  282 
Furfurino,  282 
Furfurol,  282 
Furfuryl  alcohol,{282 


O. 

Galactose,  292  ' 
Oallein,  412 
Gelatin,  495 
Gentianin,  414 
Geraniene,  305 
Gcrauiol,  305 
Geranyl  alcohol,  305 

chloride,  305 

sulphide,  305 
Gliadin,  493 
GlobuUn, 493 
Glucosan,  289 
Glucose,  288 
Glucosides,  459] 
Glue,  vegetable,  493 
Gluten,  493 
Glycerin,  253 
Glycocine,  199 
Glycocol,  199 
Glucodrupose^  296 
Glycogen,  295 
GlycoHamide,  199 
Glycollic  anhydride,  IDS 
Glycollide,  198 
GlycoUyl  chloride,  197 
Glycollyldiamide,  200 
Glycollyl-urea,  248 
Glycols,  179 
Glycolurile,  248 
Qlycyrretin,  466 
Glycyrrhicin,  466 
Glyoxal,  206 
Gold  cyanides,  53 
Grape-sugar,  288 
Guaiacene,  288 
Guaiacol,  342 
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OuAmdine,  103 
Ooanine,  249 
Gkim  arable,  294 
British,  294 
Senegal,  294 
tragManth.  294 
Onn-cottoD,  295 
•Gutta-percha,  303 


H. 


Haemin,  495 
Haematein,  413 
Haemaglolnn,  493 
Haematin,  494 
Haematoxylin,  413 
Haemin,  495 
Hannaline.  484 
Hannine,  484 
Helenin,  487 
HeUoin,460 
HeUeborein,  465 
Helleboream,  465]] 
Helleboretin.  465 
Helleborin,  465 
Heptane,  168 
Heptene,  234 
Heptyl  alcohol,  primary,  168 

eeoondar^,  168 
Heptylene,  ^ 
Heyeene,  803 
Hexacetyl-amylum,  293 
Hezaoetyl -dextrin,  294 
Hezachlorethane,  134 
Hezachloirobenzene,  319 
Hezachloroquinhyarone.  341 
Hezahydroanthraoene,  444 
Hexahydromesitylene,  387 
Hexahydropyrene,  454 
Hezane,  16!5 
Hexene,  233 
Hexene  glycol,  233 
Hexethyletbenediamine  di« 

iodide,  193 
Hexine,  276 

Hexoxyanthraquinone,  453. 
Hexoxydiphenvl,  417 
Hexoylene,  27o 
Hexyl  acetate,  166 

alcohol,  'primary,  165 
secondary,  166 
tertiary,  167 

ether,  secondary,  166 

hydride,  165  j 

iodide,  165 
Hexylene,  233 
Hofmann  gum.  410^ 
Hofinann's  violet,  410 
Homologous  series,  8 
Homopyrocatechm,  352 
Honey-stone,  40^ 
Hydantoin,  248 
Hydraoetamide,  135 
Hydrasobenzene.  328 
Hydimsulmin,  243 
Hydrazulmoxin,  248 
Hydrides,  72 
Hydxobencamide,  359 
Hydrobenxoin,  420 


Hydroberberin,  481 
Hydrobilirubin,  489 
Hydrocaerolignone,  417 
Hydrocarbazol,  416 
Hydrocarotin,  483 
HydrochryBamide,  451 
Hydro-indigotin,  426 
Hydro-iaatin,  428 
Hydrophlorone,  376 
Hydroquinone,  340 
Hydroquinone-phthalein,!  412 
Hydrozyl-carbamide,  67 
Hyoscine,  484 
Hyoscyamino,  483 
Hyx>oxanthin,  249 


I. 


Idrialene,  456 
IdriaUte,  456 
Idriaquinone,  456 
Imidodiphenyl,  415  I 
Indian-yellow,  414 
India-rubber,  302 
Indican,  462 
Indigo,  425 
Indigo-bluo,  425 
Indigo-carmiue,  427 
Indigo-extract,  427 
Indigo-white,  426 
Indol,  428 
Indophane,  437 
Inosite,  292 
Intestinal  fluid,  498 
Inulin,  295 
lodaniliue,  826 
Iodoform,  102 
lodotoluenes,  348 
IridoUne,  468 
Iron-liquor,  138 
Isatm.  427 
Isatvde,  428 
Isethionic  chloride,  192 
Iso-amylamine,  164 
Iso-amylene,  281 
Iso-anthracene,  443 
Iso-anthraquinone,  446 
Isobutone,  158,  215 

chlorhydrate,  159 

dibromido,  216    ' 

glycol,  216 
Isobutyl  alcohol,  157 

iodide,  157 
Isobutylomino,  157 
Isobutyl-benzeno,  402J] 
IsobutyronitrUe,  152 
Isocapronitrile,  162 
Isocholesterin,  489 
Isodinaphthyl,  440 
Isoduloite,  280 ). 
Isoheptyl  idoohol,  169 
Isohexene  alcohol,  277 

diacetate,  277 

oxide,  277 
Isohexino,  276 
Isohexine  dichlordihydrste, 
276 

tetrabromide,  276 

tetranitrite,  276 


Isohexine  tetriodido,|276 
Isohexyl  alcohol,  167 
Isoline,  469 
Isomerism,*  82 
Isonitranthracene,  445 
Isophorone,  286 
Isopropene,  303 
Isopropyl  aJcohol,  151 

caroamine,  152 

ether,  151 

iodide,  151 
Isopropyl-amidobenzene,  401 
Isopropylamino,  152 
Isopropyl-benzene,  390 
Isopropyl-ethene,  231 
Isosulpbocyanates,  60 
Isotoluylene  glyool,  420 
Isoxylene,  3^ 
Isoxylenol,  376 
Isuretine,  67 
IvaXn,  487 
Ivaol,  487 


J- 

Jalapin,  465 
Jalapinol,  465 
Japan-camjphor,  303 
Jervine ,  480 
Juice,  gastric,  498 


K. 


Ketones,  S6 
Keratrin,  495 
Kino,  464 
Kynurine,'490 


Lactamide,  212 

Lactic  anhydride,  211 

Lactide,  212 

Laotyl  acetate,  211 
chloride,  210 
nitrate,  211 

Lantho^ine,  476 

Laudamne,  475 

Laudanosine,  475 

lAserol,  486 

Laserpitin,  486 

Lead  acetate,  138 
acrylate,  267 
chiysammate,  451 
malate,  224 
thiaoetate,  142 
trichloracetate,  145 
xanthato,  117 

Lead-tetrethyl,  131 

Lead-triethvl.132 

Lecithine,  258 

Legumin,  492 

Lepidino^  469 

Leucanilme,  411| 

Leuoaurin,  412 

Leucine,  234 

Leuooline,  468 


LeTobonieol,  303 
Ijevuloean,  291 
Leruloae,  290 
JUgDin,  2B5 
U^OM,  296 
IJqaorioG^ugar,  4Sfl 
UUniu,  363 
Lophine,  350 
Lutldluo,  467 
I^rciuo,  485 


Haclurin,  464 
H>g(mta,408 


B7 

Halamido,  2-21 
Ha1onjl-uns>,  246 
Uaonitui,  27S 
HauDita,  273 
Hniu>itA«a,  280  ^ 

dlclilnrhrdralo, 
bQiiiciiCiLCe,  279 
nitnito,  27^ 


lialuDtnriiD, 
HaUndiue,  i 


324 
Heleue,  234 
ICelin,  4fl2 
Helitow,  2S3 
Heliiitoiw,  288 
MelKmidu,  404 
Uellite,  403 
HolUUo  cMiirido,  404 
UeDaphlbyinmiiio.  437 
UenupBi'mion,  435 
Ueuthent!,  305 
Menthol,  305 
HunCby]  alcohol,  305 
Uoii.vnnlhin.  46S 
Hunyanthul,  4iill 
MoroaiJtnn,  127 
■MorMj.tid<"i.  127 


eyjiii 


imiothidi 


i,  143 


metbide,  lOO 
meroaptide,  12  J 
Hulphatethide,  131 
■ulpboPTaDnCd,  fill 
IfBTcunniB  furmato,  I<i6 
Uecourj'-acetiuiiitlD,  143 
Moniuiy-alljl  icniidii,  i/Si 
Moniury-diotliyl,  13(J 
Mereurj-dinopUtbyl,  437 
Mercury-iliphuiit'1,  311 
■Mosiiyl  oiide.  153 
UMityloDs,  3Se 
Mesoudyl-ureo,  243 
MutacotuitG,  2Sa 


INDBX. 

Matocmot,  351 

M<:tn^r,.loin,  'JlHi 
M^.u.iiaiiiidolio.uone.  827 
MoliiiiibroiiiobBiucno,  3I» 
Mota-iodophenol,  339 
MeUlilebydo,  136 

McUnitraniliue,  326 
WetaaU-iMlone.  334 
HcthaaB,  10^ 
MotheijD  di;:h1orida,  103 

cii-ioilide,  102 
Methyl  miotule,  138 


brsmiile,  92 

carbatniDs,  93 

corbimids,  94 

chloride,  t)l 

cbtarocarboiuite,  106 

cblurofumutte,  103 

citmte,  238 

cy(mido,  93 

forrnnM,  106 

hvdriUo,  100 

iodidu,  92 

iiitntto,  92 

iiItrogeD-bitaoa,  94 

oxftUts,  203 

Diidfl,  03 

pho8phorm-liMe«,  96 

aliovUta,  369 

aalptiate,  92 

milphae^trimlile,  91 

■ulpboDvaQata,  H4 

teniplitUUito.  381 
MBtliylal,  195 
MBthyl-nlizatiii,  450 
MothyUnilDG,  95 
Motliyl-aniyl  cnrbiuol,  lliO 
Slethylauiliiie,  322 
M  ethyl -bcnxsiiD,  316 
Motbylhnrine.  99 
Methyl-imtjl  carbinol,  1(« 
Methyl-butyl  kotona,  IfliJ 
Methyl-oamphor.  303 
Motbylchloniaetnl,  203 
MothylponlnB,  171 
Methyl-diBthy]  ciiTbiiiol,  lli7 
Metbyl-fiiBthyl-ethoUB,  109 
MBthyl-Bthyl  ether,  111 
Mothyl-BtLyl-ftOBlal,  195 
Methyl-otbyl-elboDB,  231 
Methyl-Blyuoool,  200 
Mathyl-boiyl  cnrhinol,  170 
Mothjl-heiyl  Uetono,  170 


UethyUpau^l  kebma,  108 
Mothyl-pheiiyl  carl)iuol,  ttt 
'.    Mothyl-phonvl  ethor,  133 
MotLyl-phenyl  ktftono,  S83 
Methyl-phonyliiiiiliiie,  S2S 
Mothyh>ho8i>hiin^  !« 
Mothyl-propyl  c^.rbiiml,  WO 
Huthyl-propjl  kotouo,  ISO 
Methyl -propyl -buTiiunB,  399 
MoChylroBuiIliuo,  409 
M<^tbyl-«alicylsldobyde.  SSg 
MBthyllhtHibrominB.  251 
Methyl -talueoe,  375 
Mllk-aitgar,  287 


io'lob 


s.  SIB 


MonobrBmnllyl  dceUts,  21 

aleabol,  2H1 

chloride,  262 
MonbromanJliae,  325 


nobromo-iaoiyleoo,  375 
MnnnbroniomesifyleaB,  387 
3Joiiobn>mDmetbyl  toluenD, 

375 
MonabromODaphtliBlene.  132 
MuQobromopboaiLiithmie,  4fl 
Moiiobromaphenol,  339 
Mi>nol>nimnpropoDB  oxide,  255 
Mouubniniop«udoi.'umeiio, 

MflnochluracBtAinidu.  ll.'i 
Woiiochloraootyl  olJorido,  146 
tlt>uot:lUoralIy)  iiilpbocjirbi- 

Monoi'hlamiithnicaiio.  141 
MonochlordinitriD.  257 
Mouoehlorethyl  oxido,  111 
Mouochlorethsno,  ISG 
Uonoohlarhydrin,  251 
Jtlouoohlaroiieuzeiia,  319 
JdoaocUorobeiiiapfaaaODB,  41S 
UmiDchlonKBimpanr,  301 
Monachlorbjniroiiuiiiiuie,  341 
Monoohloro-iioiyleno,  875 
MoDDchloraniBritylone,  380 
Mutiouhlaronaphthnlonc,  132 
MoiioDbloronKphtbol,  135 
J^IOTiochlBropropouo,  2(^ 


Metliyl-isoprapy]  (uu-biool,  103   ^lonocblan 
Methy  l-iioprapy  l-twDtene,  39D 
Mothyt-niODOaitropheiiyl    kc- 


loroquiaone,  311 
laronUcOD-Bthyl, 


'A^^ 


Methyl -moiyhine,  471 
Alethyl-uupfithaleoB,  137 
-MuthyLnaiivl  carbiuu],  171 
Mothyl-iioiiyl  kcloiio,    171 
llotbyl-iiortiaootiiiD,  474 
Mutbylj^ni-oiylKiuzyl  olunhol 


0,416 


Monofluob ,  . 

iMunDformiQ,  254 
lIoHoiiitru-imthrnqi.iin 
Jloiionitromoalylono.  ^^, 
JilniiDnltronaphlhnlBne.  43S 
^lonanitroQiiphthol,  435 
SlciiiMiiiln]|>heun]ithrcDe,  441 
Mnnmiitrapheaol,  335 
UunauitropiBiidaoaiiiaiie,  3SS 


HonoxantQra'ituiuHia,  4M 
HonoxybanKoue,  1131 
MoDoivciiplionyi,  41<] 
Uorin,  m 
Morphine,  473 

acetate,  in 

hydroclilDrida,  473 

BulphMo,  473 
MMclintin.lSi 
HucJliu.'l',  201 
Uado,  495 
Huniistin,  451 
Huroiida,  '245 
HoKlo-flbrin,  493 
Hu9tnid-oil9,  04 
MycoM,  ssa 
Hrosin,  4<<:J 
Myrioylolcobol,_174 

HTTOsin,  i-JS  ' 

N. 

Naphthalena,  420 

dichlurljydratu,  43i 
diohloride,  431 
tetrachloride,  431 
tetrahjdroxido,  431 
Ifaphthnvxrin,  430 
Haplitbene  lUcobol,  431 
KaphthuhydroquinoiHi,  436 
ir«phthal,  434 
ttftphtbonitrile,  438 
ITapbthoquinoDs,  4S5 
Kaphthydrouo,  431 
Naphthylumine,  433 
N»(ihi!iyl-utbylothBi,  _. 
Wiphthyl-pbcnyl  Itotone, 
NfipbtbyUiihouylunine,  4 
Naphthy  l-pbany  1-methaii 
480 


INDEX. 

Kitrocthans,  113 
Mittvform,  102 
Nitroglycarin,  257 
Nitro-isaiykno,  375 
Nitromalonyl-urea,  248 
Nitramnnnitt!,  STS 
Nitro]inpmerine,  47S 
Niln^blorogluciD,  344 
s«id<«,  f 


431 


HnitnlwtiOD,  portiu],  172 
illohalKiu'i)  blue,  410 
Ifkkal  cyanide,  frJ 
Weotine,  471 
Klffht-blus,  410 
mtriles,  78 
Nitro-BCDtonitrae,  143 
Ifitro-omidutuliiollDa,  350 
NilTS-wiCbrscene,  445 
KltrobenuldDhyde,  358 
Kitmbeiueiie,  »iO 
Nitrobeninnitrile,  3SS 
mtrobaniyl  nlcohol,  3£7 
Nitrobeniyl  hydrosulphide, 


Nitropyrsno,  454 
Nttroaediethylina,  1-22 
Nitrosomiilonyl-tireo,  246 
NytrOBtyrolene,  385 
Nitrotoluene*.  S48 
Nitrotolylene  dicbloride,  378 
Nitrotrichloromathano,  JOa 
NarsarcoUno,  474 


Orthoiylene,  370 
OialaMehyde,  206 
Oxalyl-una,  247 
Oismetiuina.  205 
Oiamido,  304 
OianilidD,  324 
Oiatyl,  82 
Oxindol,  423 
Oxyacaiithine,  481 
■Oiynuthracono,  445 
Oiyanthnicjiiinonca,  448 
Oxybemenci,  331 
Oxyheniy!  ai™hol,  367 
OiyboniylenD  ilichliirid«,  Stt 
Oiycii    '      ■ 


B,  471J 


Ocbme,  ISO 
Octene,  234 

OctobyilrDphenaotbrene,  441 
Ootyl  alcohol,  norma],  160 

ucoDdaiy,  176 

b    nd     109  „.j 

iibiry,  1/0  Ozocerito,  75 


Oi  ycblorODnphtburjuinoae, 

43S 
Oiycholiiie,  100 
Oif  cymans,  400 
Oiymoiphitio,  474 
Ox)-iuiphtha[eaD,  434 
Oiypontaidlac,  135 
Oiypbcmylethylamuie,  3B8 
Oxyquiiione,  453 
Oiytetraldine,  136 
OnytoluoBcs,  351 
Oij-trinldini    """ 


idary,  170 


Oil  of  beiyamot,  302 
bitter  almonda,  35S 
couia,  392 
cinmunon,  392 
cloroa,  301 
cumin,  3»» 
lemon,  301 
mustanl,  263 
orange-peel,  302 
patchouli,  305 
ptyobolia.  399 

sourvy-gmm,  155 
thyme,  399 
turpentine,  21)0 
oatDr-heailock,  399 
vinter-grcen,  3Utt 

Oletinnt-gaii.  181 

Olcfines,  175,  179 

OnoncCin,  4rt6 

Ononin,  4t'iO 

Orcein,  353 

Oreia,  352 


Pflimitaldabyae,  172 
Panercalio  a<Al,  4»3 
PojMiTerino,  475 
Parabronianiline,  3-23 
Paraobloraniline,  32(! 
Paroeonino,  47] 
Paratrorol,  351 
Pomdiamidobenaeoo,  327 
Pu^ibramobBQiono,  310 
rnraffini.,  70 
Pnrafirmaldeiiyde,  103 


,  326 
1,  3^ 


Orcou 


>,  4Slt 


Orcotclon,  ii-i 
Orthonnii>lcipheDot,  337 
OrtlnM-hlorophenol,  338 
Orthocritwl,  351 
OrthO'iiomidcilMnieuo,  327 
Ortbod  ifluiphcnol  chloride,  337 
Orthodibroraobcnzone,  319 
Ortho-iodophoBoi.  339 
Orthonitraniltno,  326 
Ortbotoluoiiitrile,  37S 
OtthotoluylBmide,  378 


Panddohydo,  136 
Pnntmo,  61 
IVaroiile,  104 
ParaDitranilino,  326 
PflTtuiitrobuiujl  alcoliJ,  857 
I'arantbracene,  413 
PaninthniquiDono,  446 
Paratoluonitrile,  377 
Piirchment-pnpor,  iillfi 
Paricine,  Hit) 
Parrulina,  4S7 
Fntchoulone,  305 
PatchouU-cninpbor,  305 
Potohoull-oil,  305 
Paytini    '  " 


pBor-oii,  163 
Pcntnch1orDlx.uM;jiv,  oj 
Pontachlorophenol,  33(J 


31B 


Ponlahiroline,  460 

Pontane,  159 

Penlene,  231 

Pentonitrila,  160 

Pentyl  alcohol,  priciuuy,  ISO 

socundan  igo 
Pepnn,  493 
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Porchlorethyl  oxide,  112 
Perchloromothyl  formato,  106 
Perchloronaphthalone,  482 
Perchlorophcnol,  333 
Perchlorophenylcno  oxide,  838 
Peucedaniny  486 
PhenaDthrono,  440 
dibromido,  441 
Phenanthrono-hydroquinone, 

442 
Phonanthrcne-quinono,  441 
Phonetol,  382 
Phenol,  common,  381 
Phenol-colours,  411 
Phenol-phthalein,  412^ 
Phenols,  810 
Phenoqiiinone,  841 
Phenofle,  345j 
Phenyl  acetate,  833 
alcohol,  881 
carbamlne,  825 
oarbimido,  324 
carbonate,  333 
dicyanate,  324 
disulphidc,  384 
miistard-oil,  324 
sulphydrate,  383 
sulphide,  334 
sulphocarbimide,  324 
Phonylocetonitrile,  383 
Phenylallyl  alcohol,  391 
Phouyl-amidomiphthalono,  * 

433 
Phenylamino,  822 
Phonylaniline,  322 
Phonylbcnzyl  carbinol,  421 

ketone,  421 
Phonyl-buteno,  402 
Phenylene-brown,  331 
Phonylcthonvl-mothyl  ketone, 

402 
Phenvloihvl-mcthvl  ketone, 

402 
Phenyl-glycolyl  acetate,  384 
alcohol,  3S4 
chloride,  384 
Phenyl-projKjne;  391 
Phonylpropyl  alcohol,  390 
Phonyl-rosaniline,  410 
Phcnyl-tolvl-methaue,  418 
PhcDyl-urJa,  323 
Phenyl-urcthane,  324 
Phloramine,  344 
Phloretin,  461 
Phlorizin,  461 
Phloroghicin,  344 
Phlorof,  382 
Phlorone,  376 
Phorone,  306 
Phosgene-gas,  64 
Phosphenyl  chloride,  321 
PhosphoruH  tricyanide,  61 
Phtlialic  anhydride,  381 
Physostigmino,  483 
Picoline,  468 
Picraniido,  336 
Picroerythrito,  380 
Picrotoxin,  487 
Picryl  chloride,  336 
Pinipicrin,  465 


Pmite,  280 
Piperidine,  481j 
Piperin,  481 
Piperonaldehyde,  482 
Piiwronyl  alcohol,  482 
Platinocyanides,  56 
Plumbic  chlorotriethide,  182 
Plumbic  ethide,131 
PolychroTite,  466 
Polyethono  glycols,  189 
Polymerism,  35 
Populin,  460 
Potassium  acetate,  137 
croconate,  69 
c>'anate,  57 
cyanide,  51 
dichloracetate,  145 
ethylcarbonate,  116 
ethylsulphite,  114 
ferricyanido,  55 
ferrocyanidc,  53 
isosulphocyanate,  60 
oxalate,  202 
picrato,  335 
purpurate,  245 
sodium  tartrate,  227 
sulphocvaiiate,  59 
tartrate",  226 
Procipitiition,  fractional,  173 
Propane,  151 
Proparg}'!  alcohol,  276 
Propone,  206 

Propone  alcohol,  primary,  208 
chlorh^drate,  207 
dibromide,  207 
dichlorido,  207 
glycol,  207 
oxide,  207 
Propenvl  alcohol,  253 
diclilorhy (Irate,  255 
monochlorhydrato,  254 
nitrate,  257 
tribromide,  256 
trichloride,  255 
Propidono  dieliloridc,  208 
Propine,  276 
Projnnyl  alcohol,  276 
Propiiiyl  ethyl  ether,  276 
PropiouaMehyrlo,  250 
Propionitrile,  119 
Propyl  alcohol,  primair,  150 

secondary,  151 
Propyl-bonzene,  390 
Propylene,  206 
ProteidH,  491 
Protopino,  475 
Prussian  blue,  54 
Prussiate  of  potash,  yellow 
53 
red,  55 
Pseudocumone,  387 
Pseudomorphine,  474 
PsoudotoUiidine,  349 
Ptyalin,  498 
Purree,  414 
Pyrone,  454 
Pyridine,  467 
Pyrocatechin,  342 
Pyrooatechin-methyl  ether, 
342 


PyrogaUol,  843 
Pyromudo  aldehyde,  282 
Pyroquinone,  855 
Pyrrol,  282 
Pyrrol-red,  288 

Q. 

Quassiin,  487 
Quercetin,  461 
Quercite,  280 
Quercitnn,  461 
Quinhydrone,  840 
Quiuamine,  479 
Quinicine,  479 
Quinidine,  479 
Quinine,  478 

sulphate,  acid,  478 
basic,  478 
normal,  478 

hydrochloride,  baaio,  478 
normal,  478 
Quinizarine.  450 
Quinone,  840 


Radicals,  compound,  12 

dyad,  175 

hexad,  278 

monad,  75 

tetrad,  272 

triad,  252 
Rangoon  tar,  429 
Red  Uquor,  137 
Resins,  307 : 
Resorcin,  342 
Re3orcin-phthalein,'^412J 
Retene,  456 
Rhooadine,  475 
Robinin,  462 
Rochelle  salt,  227 
Rosocyanino,  486 
Rubidmo,  467 
Ruficarmin,  462 
Ruficoccin.  462 
Rufiopin,  452 
Runge's  blue,  407 
Rutin,  462 
Rutylene,  277 

S. 

Saccharose,  285 
Safranin,  408 
Salicin,  460 
Salicylaldehyde,  368 
Salicylamide,  369 
Salicylic  anhydride,  369 
Saligenin,  36/ 
Saliretin,  368 
Santalin,  414 
Santonin,  487 
Sapogenin,  465 
Sai>onin,  465 
Sarcine,  249 
Sarcosine,  200 
Scammonin,  465 
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Sooparin,  464 

Selenium  mercaptan,  128 

Sericin,  497 

Serine,  259 

Serum-albumiD,  492 

SiUco-acetic  anhydride,  142 

Silicobeptyl  alcohol,  1^ 

chloride,  133 

ether,  133 

oxide,  138 
Silicondiethyl  ether,  133 
Siliconmonethyl  trichlorideil32 
SiUcononyl-compounds,  132 
SiUcontriethyl  chloride,  133 

hydroxide,  133 
Silk-gelatin,  497 
Silver  acetate,  138 

amidacetate,  200 

citrate,  238 

cyanide,  52 

deoxalate,  240 

formate,  106 

fulminate,  148 

mollitate,  404 

valerate,  163 
Silyer-acotamide,  143 
Silvcr-ethinyl-beneene,  385 
Silver-succinimide,  221 
Silver-propinyl,  296 
Sinapine,  482 
Sinapoline,  264 
Sinnamine,  264 
Soap,  172 
Sodium  acetate,  137 

cyanide,  52 

ethide,  130 

ethenate,  187 

cthylate,  108  ^ 

mothide,  lOOJ 

nitroprusftide,  56 

oxalate,  203 

BiHcohoptylcarbonate,  133 
Sodium-ethmyl-benzene,  385 
Solanidine,  485 
Solanino,  484 
Sorbin,  292 
Spongin,  497 
Stannic  ethide,  131 

oxethide,  131 

pheuyl-triethide.  345 
Stannoeo-stonic  ethidi^  131 
Stannous  ethide,  131 
Starch,  292 
Stibethyl,  125 

chloride,  125 

oxide,  126 
Stilbene,  419 
Stilbene  glycol,  420 
Stilbyl  alcohol,  421 
Strychnine,  476 
Styracin,  393 
Styrax,  Hquid,  384 
Stjrrolene,  384 

dibromide,  385 

dichloride,  384 

di-iodide„385 
Styrolyl  alcohol,  382 

secondary,  384 

benzoate,  382 

bromide,  382 


Styrolyl  chloride,  382 
Styrolyl-ethyl  ether,  883 
Suberic  aldehyde,  270 
Substitution,  11 
inverse,  70 
Succinamide,  221 
Succinic  anhydride,  220 
Succinimide,  221 
Suocinonitrile,  219 
Succinyl  chloride,  221 
Sugar  of  lead,  138 
Sugar,  inverted,  286 
Sulphobenzaldohyde,  359 
Sulphobenzide,  321 
Sulphocarbamide,  69 
Sulphocarbanilide,  324 
Sulphocarbimidra,  60, 80 
Sulphocarbonates,  OS 
Sulphocarbonyl  chloride,  69 
Sulphocyanates,  59,  80 
Sulphur-urea,  69 
Synanthrose,  287 
Synaptose,  498 
Syntonin,  493 


T. 

Tannin,  463 
Tatronyl-urea,  244 
Tartar  emetic,  227 
Tartaric  anhydride,  226 
Tartarus  boratus,  227 
Taurine,  192 
Terebene,  300 
Torephthalonitrile,  381 
Torpeno  dibromide,  800 

dihydrochloride,  300 

moiiohydrochloride,  300 
Terpenes,  298 
Torpin,  299 
Terpinol,  300 
Tetrabromanthracene,  445 
Tetrabromome  thane,  101 
Tetrabromophenol,  339 
Tetrachloranthraceno,  444 
Tetrachlorethyl  oxide,  112 
Tetrachlorisatm,  427 
Tetrachlorobcnzene,  319 
Tetrachlorohydroquinone,  341 
Totrachlorom  ethane,  101 
Tetrachlorophenol,  338 
Totrachloroquinone,  341 
Tetrachloroterpene,  300 
Tetrahiroline,  461 
Tetrahydronaphthalene,  431 
Tetrahydrophenanthrene,  441 
Tetrallylammonium  iodide, 

264 
Tetramethyl-aUoxantin,  252 
Tetramethylammonium  hy- 
droxide, 96 

iodide,  96 
Tetramethylarsonium  hyrox- 
hw>      ido,  98 

iodide,  98 
Tetramothyl-benzcne,  398 
Tetramethyl-ethane,  167 
Tetramethyl-hoxane,  170 
Tetramethyl-methane,  164 


Tetrameth^lphosphonium  hy- 
droxide, 97 

iodide,  97 
Tetranitrochrysene,  455 
Tetranitromethane,  102 
Tetranitronaphthalene,  433 
Tetranitropyrene,  465  * 
Tetraphenol,  282 
Tetraphenyl-ethene,  424 

glycol,  424 
Tctretheneammonium  dibro- 
mide, 194 
Tetrethylammonium  hydrox- 
ide, 122 

iodide,  122 
Tetrethvlarsonium  hydroxide, 

iodide,  126 
Tetrethylphosphonium  hy- 
droxide, 125 

iodide,  125 
Tetrethylstibonium  hydrox- 
ide, 126 

hydroxide,  126 
Tetroxethylanune,  190 
Tetroxyanthraquinones,  452 
Totroxytetraphenyl-ethene, 

424 
Thebaine,  475 
Thebeniiie,  475 
Theine,  251 
Theobromine,  251 
Thiacetic  anhydride,  192 
Thio-acids,  81 
Thio-aniline,  327 
Thiocymene,  400 
Thiophenol,  333 
Thiosinnamine,  264 
Thymohydroquinone,  400 
Thymol,  400 
Thymoquinono,  400 
Tin-diethyl,  131 
Tin-tetrethyl,  131 
Tin-triothyl,  131 
Titanium  nitrocyanidc,  53 
Tolane,  422 
Toluene,  345 
Toluidine,  349 
Toluylene,  419 

flycol,  420 
,    alcohol,  377 

chloride,  377 

mustard-oil,  356 
Tolylamine,  377 
Tolylene  diacetate,  379 

dibromide,  378 

dichloride,  378 

di-iodide,  379 

glycol,  378 

monobenzoate,  379 
Tolylene-monethyl  ether,  379 
Tolyl-phenyl  ketone,  418 
Trehalose,  288 
Triacetamide.  144 
Triacetin,  258 
Triacetyl-phloroglucin,  344 
Triacetyl-pyrogallol,  344 
Triamido-azobeuzene,  331 
Triamidobensene,  327) 
Tribenzylamine,  355 


512    . 


INDEX. 


Tribromac6l^l-ure^  247 
Tribromaniline,  825 
Tribromhydrin,  256 
Tribromomesitylene,  387 
Tribromomeihane,  101 
TribromophonaQthrenei  441 
Tribromophenol,  339 
TribromopLdoroglucin,  344 
Tribromopyrene,  355 
Txibromopyrogallol,  344 
Tributyrin,  258 
Tricaprin,  258 
Tricapronin,  258 
Tricapnrlin,  258 
Trfoetylamme,  171 
Trxehloracetaldehyde,  146 
Trichloraoetonitrile,  145 
Tricbloraoetyl  chloride,  145 
Trichloraniline,  325 
Triohlorethone,  134 
Trichlorhydrin,  255 
Trichlorobcnzene,  319 
Trichlorocrotonaldehyde,  268 
Trichloromositylene.  386 
Triohloromethane,  101 
Triohloropbenol,  338 
Trichloroquinone,  341 
Trichlorotoluquinono,  353 
TrielaMin,  271 
Trietbene  glycol,  189 
Triethediamme,  194 
Trietbyl  carbinol,  169 
Triethyl  aUiool.  133 
Triethyl-acetyl  silicate,  142 
Trietbylamine,  122 
Triethylaraine,  125 
Triethylbismutbine,  126 
Triethylborine,  127 
Trietliyl-carbamide,  123 
Triethylguanidino.  123 
Triethylhydrin,  257 
Triethyl-methaiie,  168 
Triethylphenylammonium 
nydroxide,  322 

iodide,  322 
Triethylphosphine,  124 

oxide^  125 

sxilphide,  125 
Triethyl-rosaniline,  410 
Triethylstibino,  126 
Triethvlsuli>hiiio,  123 
Tri-iodomcthano,  102 
Trimetheno  dibromido,  207 
Trimethyl  carbinol,  157 
Trimethylamino,  l>6 
Trimetliylarsinc,  98 


Trimethyl -benzenes,  886 
Trimethylcarbylamine,  159 
Trimothyl-ethyl-methane,  167 
Trimethylglycerammonium 

chloride,  255 
Trimethyl-inethane,  158 
Trimethylphosphine,  97 
Trimethyl -rosaniline,  409 
Trinitrin,  257 
Trinitro-acetonitrile,  149 
Trinitro-amidobenzene,  336 
Trinitrochlorobenzene,  336 
Trinitrocresol,  351 
Trinitro-isozylene,  376 
Trinitromethane,  102 
Trinitromethyl-toluene,  375 
Trinitronapbthalene,  432 
Trinitrophenal,  335 
Trinitropseudocumene,  388 
Trinitroresorcin,  343 
Trinitrotoluenes,  349 
Triolein,  270 
Trioxethylamine,  190 
Trioxindol,  428 
Trioxyanthraqninonos,  451 
Trioxybenzenes,  343 
Tripalmitin,  258 
Triphenyl  phosphate,  333 
Triphonylamino,  323 
Triphenyl-bonzone,  425 
Triphenyl -guani<line,  325 
Triphenyl-methane,  423 
Triphenyl-rosaniline,  410 
Tristeann,  258 
Trisnlphydrin,  256 
Tritolylamine,  377 
Tropine,  483 
Tuniciu,  296 
Tiiracin,  487 
Turkey-reil,  4i9 
TumbuU's  blue,  54 
Turpentine-oil,  299 

hydrate,  299 
Turpethin,  4e)5 
Tyrosine,  395 


U. 

UmbelUferoii,  397 

Uraniilo,  244 

Urates,  242 

Urea,  Q5 

nitrate,  Q^ 
oxalate,  ^ 

Urethano,  117 

Urobilin,  489 


V. 

Valeraldohyde,  162 
Valerylene,  276 
VaUdine,  469 
Vapour-density,  21 
Veratrine,  480 
Veratrol,  398 
Verdi^,  138 
Victoria-yellow,  351 
Vineffar,  136 
Vinyl  alcohol,  275 
Vindine,  467 
Vitellin,  493 
Vulcanite,  302 


W. 

Wax,174; 

Chinese,  174 
fossil,  75 

Wood-tar,'458 


X. 

Xanthine,  248 
Xylene.  374 
Xylenol,  376 
Xylidine-red,  411 
Xylohydroquinone,  376 
Xylolidin,  293 
Xylol,  374 
Xyloquinone,  376 
Xylyt'chloride,  377 


Y. 


Yeast,  497 


Z. 


Zinc  cyanide,  52 
othide,  129 
fulminate,  148 
lactate,  209 
methide,  99 
valerate  1^)3 
Zinc-othyl,  129 
Zinc-methyl,  99 
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